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OEGANIC   CHEMISTEY, 

OR  THE   CHEMISTRY  OP  THE  HYDROCARBONS   AND   THEIR 

DERIVATIVES. 


PABT  11. 

COMPOUNDS  CONTAINING  DIVALENT 
RADICALS. 

DYAD  ALCOHOL  RADICALS. 

These  compounds  differ  from  the  monatomic  alcohol  radicals 
inasmuch  as  many  exist  in  the  free  state.  They  form  a  homo- 
logous series,  the  first  term  being  ethylene,  CgH^  formerly  called 
defiant  gas.  For  this  reason,  at  Gu£hrie's  suggestion,  the 
hydrocarbons  having  the  general  formula  CnH2ii  are  termed  the 
oUfines} 

451  Oeneral  prc^rties  of  the  Olefines,  The  lower  members  of 
this  series  are,  like  the  lower  paraffins,  gases  at  the  ordinary  tem- 
perature. The  next  members  are  volatile  liquids,  whose  boiling- 
points  rise  regularly  with  every  increment  of  CH,  until  the  higher 
members  are  reached  ;  these  are  solid  bodies,  crystallizing  at  the 
ordinary  temperature.  The  defines  are  at  once  distinguished 
from  the  paraffins  by  their  reaction  with  chlorine  and  bromine,  as 
they  combine  directly  with  these  elements,  even  in  the  dark,  with 
evolution  of  heat,  to  form  dichlorides  or  dibromides,  and  these 
latter  bodies  are  readily  transformed,  by  double  decomposition, 

1  Jcum.  Chem.  Soc.  [1],  xii.  109. 


Digitized  by 


Google 


4  COMPOUNDS  CONTAINING  DIATOMIC  RADICALS. 

into  other  compounds  of  the  dyad  alcohol  radicals.  For  eflFecting 
these  conversions  methods  are  used  similar  to  those  employed 
for  the  preparation  of  the  compounds  of  the  monad  alcohol 
radicals  from  their  haloid  ethers. 

Attempts  to  prepare  other  compounds  of  dyad  radicals 
from  the  haloid  ethers  -were  first  made  in  1840  by  Lowig  and 
Weidmann.  They  acted  upon  ethylene  chloride  with  potassium 
sulphide  and  potassium  hydrosulphide,  obtaining  ethylene 
sulphide  and  ethylene  hydrosulphide,^  the  true  relationships 
of  which  were  however  at  that  time  not  fully  recognised* 

In  1855  Buff,'  and  at  the  same  time  Sonnenschein  and 
Meyer,*  prepared  ethylene  thiocyanate,  whilst  a  year  afterwards 
Wurtz  made  the  memorable  discovery  of  the  existence  of  ethy- 
lene alcohol  (see  part  i.  p.  27).  He  and  several  of  his  pupils 
then  showed  that  this  body  is  the  first  term  of  a  series  of  homo- 
logues,  and  soon  made  us  acquainted  with  a  large  number  of 
very  interesting  derivatives. 

The  olefines  also  combine  directly  with  the  hydracids  of  the 
chlorine  group.  Ethylene  and  hydriodic  acid  form  ethyl  iodide, 
whilst  the  olefines  containing  more  than  two  atoms  of  carbon 
yield  secondary  or  tertiary  haloid  ethers,  as  has  already  been 
stated  (part  i.  p.  182).  Some  olefines  also  combine  directly  with 
water,  with  formation  of  the  tertiary  alcohols  (part  i.  p.  186). 
Moreover  they  combine  with  hypochlorous  acid,  bodies  termed 
chlorhydrdtes  or  cldorhydrins  being  thus  formed,  such  as  ethylene 
chlw'hydrin,  CgH^CLOH,  and  these  may  be  considered  to  be 
monochlorinated  alcohols  of  the  monad  radicals.  The  olefines 
likewise  combine  with  nitrogen  tetroxide. 

45a  CoTistUution  of  the  OUfinee.  Owing  to  the  readiness 
with  which  the  olefines  undergo  direct  combination,  they  have 
been  termed  non-saturated  hydrocarbons,  an  expression  which 
points  to  the  assumption  that  they  contain  free  combining 
units.  This  view  was  formerly  accepted  by  some  chemists, 
whilst  others  adopted  the  idea  that  the  olefines  are  saturated 
compounds,  but  that  they  contain  one  atom  of  carbon  which 
acts  not  as  a  tetrad  but  as  a  dyad.  According  to  a.thii-d  hypothesis, 
now  generally  adopted,  two  of  the  carbon  atoms  in  the  olefines 
are  linked  together  by  two  combining  units,  and  this  double 
linkage  is  changed  into  a  single  linkage  by  the  action  of  the 
elements  of  the  chlorine  group  or  their  hydracids.    According  to 

1  Pogg,  Ann.  zlix.  123.  <  KekaU,  Lehrh.  i  6i3. 

*  Ann.  Cfum,  Pharm,  c.  229.  ^  JautTi,  Prakl.  Chem.  Izv.  250. 
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the  first  of  these  hypotheses,  the  simplest  olefine,  ethylene, 
CjH^,  ought  to  exist  in  two  forms : 

CH,  — CH, 

I  I 

-CH.  — CHj. 

We  are  however  acquainted  with  only  one  ethylene,  and  all 
experiments  made  for  the  purpose  of  obtaining  an  isomeric 
hydrocarbon  have  proved  abortive.^  That  the  well  known 
body  ethylene  is  not  represented  by  the  first  of  the  above  two 
formulae,  and  therefore  also  that  it  is  not  represented  by  the 
formula  CH, — CH,  which  assumes  the  existence  of  a  dyad 
carbon  atom,  is  proved  by  the  fact  that  the  above  named 
ethylene  chlorhydrin  yields  on  oxidation  chloracetic  acid  : 

Ethylene  Chlorhydrate.  Chloracetic  Acid. 

CHjCl  CH^Cl 

CE^OR.  CO.OH. 

Hence  ethylene  possesses  the  constitution  assigned  to  it  by 
the  second  formula,  or  it  contains  the  two  carbon  atoms  doubly 
linked. 

A  further  argument  against  the  existence  of  either  free  com- 
bining units  or  dyad  carbon  is  found  in  the  fact  that  only  one 
propylene,  CgH^,  is  known,  whilst  according  to  the  first  of  these 
hypotheses  the  four  following  are  possible : 

CH.  — CHo  CH3  CH3 

— CH  CH,  =C  CI 


CH,  =C  CH, 

— CH,.  — CH,.  CH3.  ~CH. 


If,  on  the  other  hand,  we  assume  that  the  hydrocarbon  contains 
a  dyad  carbon  atom,  the  atoms  can  only  arrange  themselves 
according  to  the  third  or  fourth  formula.  That,  however,  this 
is  not  the  case  follows  from  the  fact  that  propylene  is  obtained 
by  the  withdrawal  of  the  elements  of  hydriodic  acid  from  both 
primary  and  secondary  propyl  iodide,  and  that  consequently  on 
the  assumption  of  free  combining  units,  only  the  first  of  these 
formulse  can  explain  its  constitution. 

Again,  whilst  we  are  acquainted  with  only  one  ethylene  and 

^  ToUens,   Ann,   Chem,  Pharm,  czzzyil.  311 ;  L.  Meyer,  it.  czzziz.  2^5 ; 
Fnmkland  and  Dobbin,  Joum.  Chem,  Soe.  1878,  i.  645. 
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6  COMPOUNDS  CONTAINING  DIATOMIC  RADICALS. 

one  propylene,  three  butylenes,  C^Hg,  exist,  and  the  assumption 
that  the  olefines  each  contain  two  carbon  atoms  doubly  linked 
stands  in  complete  accordance  with  this  fact,  whilst  on  the 
other  hypotheses  a  larger  number  of  butylenes  are  possible. 
These  three  butylenes  are  obtained  by  removing  the  elements  of 
hydriodic  acid  from  the  well  known  butyl  iodides.  The  normal 
primary  iodide  yields  a  butylene  diflferent  from  that  obtained 
from  the  secondary  iodide.  Both  olefines  however  unite  with 
hydriodic  acid  to  form  the  secondary  iodide.  A  third  butylene 
is  formed  both  from  isobutyl  iodide  and  from  the  tertiary  iodide, 
and  it  combines  with  hydriodic  acid  to  form  the  latter  body. 
If  we  now  assume  that  these  olefines  contain  free  combining 
units,  their  constitution  can  only  be  represented  by  the  following 
formulsB : 


CH, 

CH, 

CH, 
— C— OH, 
CH 

CHj 

1 

CH 

1 

CH 
CHy 

(Jh 

In  other  words  it  is  proved  in  this  as  in  all  other  cases  that 
the  carbon  atoms  which  are  not  saturated  with  hydrogen  are 
the  two  neighbouring  ones  and  the  simplest,  and,  therefore,  the 
most  probable  hypothesis  is  that  these  two  atoms  are  connected 
together  by  double  linkage. 

When  the  olefines  are  oxidized  by  potassium  bichromate  and 
dilute  sulphuric  acid,  they  decompose  in  a  similar  way  to  the 
secondary  or  tertiary  alcohols,  and  the  division  of  the  molecule, 
except  in  the  case  of  ethylene,  always  takes  place  where  the 
double  linkage  occurs.  Potassium  permanganate  in  aqueous 
or  acid  solution  acts  in  a  similar  way,  but  at  the  same  time 
bibasic  acids  are  mainly  produced. 

As  examples  the  following  may  be  quoted  : 

Propylene.  Isobutylene.  Propyl-ethylene. 

CH3.CH=:CH2.       {CK^,C:=iCR^.      CH3.CH2.CH2.CH=CH2. 

Methyl-propyl-ethylene.  Ethyl-dimethyl-ethylene. 

CH3.CH2.CH2.CHz1CH.CH3.  CH3.CH2.CHz:C{CH3)2. 

Tetramethyl-ethylene. 

(CH,)jC-C(CH5)j. 
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Of  these,  the  two  first  yield  on  oxidation  carbon  dioxide,  acetic 
acid,  and  formic  acid,  isobutylene  yielding  acetone  in  addition. 
Propyl-ethylene  yields  normal  butyric  acid  and  formic  acid,  and 
the  first  of  these  acids  is  formed  together  with  acetic  acid  from 
methyl-propyl -ethylene,  whilst  ethyl-dimethyl-ethylene  yields 
propionic  acid,  and  acetone  or  acetic  acid.  On  the  other  hand, 
tetramethyl-ethylene  yields  only  the  two  latter  compounds. 

The  above  examples  serve  to  illustrate  the  nomenclature  of 
the  olefines,  their  names  being  obtained  by  the  addition  of  the 
syllable  -ene  to  the  name  of  the  corresponding  monad  radical. 
Another  nomenclature  which  is  sometimes  adopted  is  to  change 
the  vowel  a  in  the  terminal  syllable  of  the  paraffin  into  e, 
ethane  thus  becoming  eth^n^,  &c.  As  all  the  olefines  may 
be  looked  upon  as  derivatives  of  ethylene,  propylene  may 
be  termed  raethyl-ethylene,  and  isobutylene,  dimethyl-ethylene. 
This  form  of  nomenclature  is  especially  useful  for  the  distinction 
of  isomeric  olefines,  as  the  above  examples  indicate. 

453  Formation  of  the  Olefines.  Olefines  are  formed  in  several 
ways.  They  are  obtained  from  the  alcohols  of  the  monad  radicals 
by  the  action  of  dehydrating  agents,  such  as  sulphuric  acid, 
phosphorus  pentoxide,  zinc  chloride,  &c. 

The  haloid  ethers  of  the  alcohol  radicals  are  converted  into 
the  olefines  when  they  are  heated  with  alcoholic  potash  : 

C.H^I  +  KOH  =  C.Hg  -h  KI  +  H^O. 

The  secondary  and  tertiary  compounds  readily  undergo  de- 
composition in  this  way,  some  of  the  latter  class  even  decom- 
posing spontaneously  at  temperatures  considerably  above  their 
boiling-points.  The  primary  haloid  ethers  which  are  attacked 
by  potash  with  greater  difficulty,  always  yield,  together  with  the 
olefines,  a  mixed  ether,  whilst,  secondary  chlorides  yield  with 
potassium  acetate  and  glacial  acetic  acid  under  pressure,  not 
only  the  acetic  ethers  but  also  an  define  (Schorlemmer).  The 
haloid  ethers  are  likewise  converted  into  olefines  by  heating 
with  oxide  of  lead  to  220^* 

The  olefines,  moreover,  may  be  prepared  synthetically.  For 
example,  the  butylene  termed  ethyl-ethylene  may  be  obtained 
by  the  action  of  zinc-ethyl  on  monobrom-ethylene  : 

2C2H3Br  +  Zn^CgHJg  =  2C3H3.C2H5  +  ZuBt^ 

AJlyl  iodide,  C3H5I,  similarly  treated  yields  a  pentylene, 
CH^CH.CH2.CH2CH3,   which  is  propyl-ethylene. 

^  Eltekow,  Joum.  Jtuss,  Ckem,  Ges,  p.  89. 
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The  production  of  the  olefines  in  various  preparations  of 
the  paraffins,  as  well  as  by  heating  the  solid  paraffins  under 
pressure,  has  already  been  mentioned  (see  part  i.  p.  137). 

The  hydrocarbons  which  are  evolved  when  cast-iron  is 
dissolved  in  dilute  acids  also  contain  olefines  ;  ^  and  lastly, 
these  bodies  are  found  amongst  the  products  of  the  destructive 
distillation  of  many  organic  compounds,  and  hence  occur  in 
coaJ-gas,  coal-tar,  wood-tar,  &c. 

Zinc  chloride  or  sulphuric  acid  easily  converts  the  olefines 
into  polymeric  modifications,  and  hence  when  they  are  prepared 
from  the  alcohols  by  means  of  these  bodies,  polymeric  hydro- 
carbons are  generally  formed.  In  this  formation  a  double  de- 
composition between  the  define  and  unattacked  alcohol  takes 
place.*  Thus,  for  example,  by  the  action  of  sulphuric  acid  on 
trimethyl-carbinol,  di-isobutylene  and  tri-isobutylene  are  formed: 

Tlie  same  products  are  obtained  by  heating  isobutylene, 
tertiary-butyl  iodide,  and  lime  to  100^'  The  constitution  of 
these  and  other  polymeric  olefines  will  be  discussed  under  their 
several  heads. 

454  Stibstitution-prodticts  of  the  olefines.  Inasmuch  as  the  ele- 
ments of  the  chlorine  group  unite  directly  with  the  olefines,  these 
bodies  naturally  do  not  directly  give  rise  to  substitution-products, 
although  such  compounds  may  be  obtained  indirectly.  For 
example,  the  four  atoms  of  hydrogen  in  ethylene  maybe  replaced 
successively  by  chlorine,  by  combining  the  define  with  chlorine, 
and  then  heating  the  ethylene  dichloride  with  alcoholic  potash : 

C^H.CIa  +  KOH  «  C^HgCl  +  KCl  +  H^O. 

The  monochlor-ethylene  thus  formed  again  combines  with 
chlorine  to  form  monochlor-ethylene  dichloride,  and  this  is  con- 
verted by  alcoholic  potash  in  dichlor-ethylene,  and  so  on. 

455  Glycols.  This  name  is  given  to  the  class  of  diatomic 
alcohols,  the  first  term  of  which  series  is  ethylene  alcohol  or  glycol, 
CjH^(0H)2.    This  was  first  obtained  in  1856  by  Wurtz,  a  discovery 

*  Hahn,  Ann.  Chem.  Fharm.  cxxix.  57 ;  Williams,  SUlimaiCs  Amer.  Joum. 
[8],  vi.  868;  Cloez,  Compt.  Rend.  Ixxviii.  1565. 
'  Batlerow,  Ann,  Chem.  Pharm,  clzzxiz.  47. 
'  Lermontow,  lb.  cxcri.  116. 


Digitized  by 


Google 


SUBSTITUTION-PRODUCTS  OF  THE  OLEFINE&  9 

which  was  soon  followed  by  that  of  several  of  its  homologues. 
Up  to  that  time,  only  the  alcohols  of  monad  radicals  were  known, 
with  the  single  exception  of  glycerin,  C3H5(OH)g,  which,  as 
Berthelot  had  pointed  out,  is  an  alcohol  of  a  triad  radicaL  It 
appeared  therefore  to  Wurtz  not  unlikely  that  an  alcohol  might 
exist  intermediate  between  alcohol  and  glycerin.  This  was 
borne  out  by  experiment,  and  the  body  thus  obtained  he  termed 
glycol,  ''pour  marquer  la  double  analogie  qui  les  relie  k  la 
glycerine  d'une  part,  k  Talcool  de  Tautre."  * 

The  glycols  may  be  obtained  from  the  haloid  ethers  of  the 
dyad  radicals,  in  a  similar  way  to  that  by  which  the  common 
alcohols  are  obtained  from  their  corresponding  ethers.  Several 
other  modes  of  preparation  will  be  described  hereafter. 

After  Wurtz  had  prepared  the  four  first  glycols,  he  made 
the  singular  observation  that  the  boiling-points  of  these  bodies, 
in  opposition  to  those  of  members  of  the  other  homologous 
series,  do  not  rise  but,  on  the  contrary,  diminish  for  every 
increment  of  CH^  as  follows : 

B.P. 
Ethylene  glycol,    CjH^O,      IdT'o 
Propylene  glycol,  CgHgOj       188^ 
Butylene  glycol,    Cfi^fi^      183" 
Amylene  glycol,   C^H^jO,      177* 

This  apparently  anomalous  fact  has  since  been  very  satis- 
fectorily  explained,  ibr  the  constitution  of  the  above-named 
bodies  are,  in  fact,  not  analogous. «"  That  this  is  the  case  is  seen 
from  the  following : 


Ethylene  glycol. 

CH.OH 

CH^oa 

Propylene  glycol. 

CH, 

CH,OH 

CFjOH. 

. 

Bntylene  glycol 

CH,  CH, 
\^H 

CH^OH. 

^  Ann,  Chim,  Pky$, 

Amylene  glycol 
CH,  CH, 

^H 
CH.OH 
CH,. 

[3],  It.  m. 
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10  COMPOUNDS  CONTAINING  DIATOMIC  RADICALS. 

Ethylene  glycol,  according  to  this,  is  a  primary  alcohol; 
propylene  glycol,  on  the  other  hand,  is  a  primary-secondary 
compound ;  whilst  the  third  alcohol,  also  termed  isohutylene 
alcohol,  is  a  primary-tertiary  alcohol ;  and  amylene  glycol  is  a 
secondary-tertiary  alcohol 

The  primary  alcohol,  trimethylene-glycol,  CB[2(OH).CH2CHj- 
(OH),  isomeric  with  propylene-glycol  boils  at  216'',  from  which 
it  appears  that,  in  the  case  of  the  normal  primary  glycols,  the 
boiling-point  rises  in  exactly  the  same  ratio  as  it  does  in  the 
case  of  the  corresponding  alcohols  of  the  normal  series. 

456  Pinacones.  In  addition  to  the  foregoing,  we  are  also 
acquainted  with  glycols  which  are  only  secondary,  or  only 
tertiary,  alcohols.  The  tertiary  glycols,  which  are  termed  pina- 
canes,  are  easily  obtained  synthetically  from  the  ketones  by 
bringing  them  in  contact  with  nascent  hydrogen,  when,  of 
course,  a  part  of  the  ketone  passes  over  into  the  secondary 
alcohol,  a  result  which  may  be  to  a  great  extent  prevented 
by  keeping  the  ketone  out  of  solution.  Conmion  acetone  yields 
the  simplest  pinacone  or  tetramethyl-ethylene  alcohol : 

CH3  CH3  CH3  CHs 

CO  .     H                       C.OH 

CO  H                       C.OH 

CH3  CH3  CH3  CH3. 

The  glycols  yield  on  oxidation,  according  to  their  constitu- 
tion, different  products.  Those  which  are  only  primary  alco- 
hols, are  converted  first  into  monobasic,  and  afterwards  into 
dibasic-acids : 

Ethylene  Alcohol.  Oxyacetic  Acid.  Oxalic  Acid. 

CH2.OH         CH2.OH       CO.OH 

CH2.0H         CO.OH       CO.OH. 

Primary-secondary,  and  primary-tertiary  glycols  yield,  as  first- 
product,  a  monobasic  oxyacid : 

Lactic  Acid,  or 
Propylene  alcohol.  o-Oxypropionic  Acid. 

CH3  CH. 

I  I 

CH.OH  CH.OH 

I  I 

CH2.OH  CO.OH. 
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Iflobutylene  Alcohol.  Oxyisobutyrio  Acid. 

Gix«  CBL  CHo  CMji 

\/  \/ 

C.OH  C.OH 

CH^OH  CO.OH 

The  oxyacids  thus  obtained  are  considered  in  the  following 
chapter. 

The  secondary  glycols  yield  on  oxidation  two  molecules  of  a 
fatty  acid,  whilst  the  tertiary  alcohols  or  pinacones  are  first 
reconverted  into  the  ketones  from  which  they  originated. 

457  Oxides.  The  first  product  obtained  by  the  action  of  hydro- 
chloric acid  on  a  glycol  is  a  chlorhydrin,  one  of  the  hydroxyls 
being  replaced  by  chlorine.  These  compounds  which  are  half 
chlorides  and  half  alcohols,  and  which,  as  has  been  stated,  may 
also  be  obtained  by  the  direct  union  of  the  olefines  with 
hypochlorous  acid,  are  easily  attacked  by  caustic  potash,  and 
thus  the  oxide  is  formed  : 

CHjCl  CH. 

I  +    KOH     =      I     >0    4     KCl    +    H,0. 

CH2.OH  CH,^ 

The  oxide  in  the  above  case  is  isomeric  with  acetaldehyde 
which,  as  we  have  seen,  may  be  regarded  as  the  oxide  of  a  dyad 
radical  ethidene,  — CH.CHj. 

The  ketones,  like  the  aldehydes,  behave  in  many  respects 

like  oxides  of  dyad  radicals,  and  hence  in  the  propylene  series 

we  have  the  following  four  oxides : 

TV       1  m_ .     .1^  ,  *>_    .      ,1  t.   J  Acetone,  or 

Propylene  Trimethylene        Propionaldehyde,  or    Dimethylmethylene 

Oxide.  Oxide.  Propidene  Oxide.  Oxide. 

OHv  CH,  O  CH,  CO 

CH/  CH,  CHO  CHj, 

It  is  a  remarkable  fact  that  the  glycols  are  not  converted  into 
the  corresponding  oxides  by  the  removal  from  them  of  the 
elements  of  water,  but  that  aldehydes  or  ketones  are  thus 
formed.  For  example,  when  ethylene  glycol  is  heated  with 
zinc  chloride,  acetaldehyde  is  formed,^  and  this  is  also  produced 
when  ethylene   alcohol  is    heated  with  water  to  220° — 230''.* 

*  Wurtz,  Compl,  Rend,  xlvii.  846  ;  Ann,  Chem,  Pharm,  cviiL  8i. 

*  KeyoU,  CompL  Bend,  Ixxxiii.  228. 
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Id  the  case  of  the  glycols  richer  in  carbon  the  change  takes 
place  at  a  lower  temperature,  and  it  is  not  necessary  first 
to  |Hepare  the  glycols,  inasmuch  as  if  the  dibromide  of  the 
olefine  be  heated  with  water  and  oxide  of  lead  to  140"* — 150"*, 
the  glycols  which  are  formed  to  begin  with,  decompose  in 
▼arions  ways  according  to  their  constitution.^  Thus  compounds 
containing  the  group— CHBr-CHjBr,  form  an  aldehyde  and 
a  ketone,  the  glycol  undergoing  two  distinct  decompositions. 

CHL  CH^ 

I  I 

CH.OH    =    CH,    +    HjO 

CH^OH  COH 

CH,  CH, 

CH.OH    =    CO     +    H,0 


CHy 


OH         CH3. 

If  the  group  z:  CBr— CHjBr  be  present,  the  aldehyde  only 
is  formed ;  isobutylene  dibromide,  (CH3)2CBr.CH2Br,  yields 
isobutyl  aldehyde  (CHygCILCOH.  If  the  compound  contain 
the  group  — CHBr.CBr.zr  or  i^CBr.CBrzi  the  ketone  only  is 
formed.  Hence  the  pinacones  decompose  very  readily  into 
water  and  the  ketones,  to  which  tlie  name  of  pinacolines  is 
given.  Tlie  formation  of  the  ketones  is  seen  in  the  following 
equations ; 

CH3  CH3  CHj  CHj 

COH  \a 

I  =  I  +    HjO 

CH.OH  CO 

CH,  CH, 

CH-  CHji  CH« 

COH    -    CH3— C— CH, 
I  I  +    HjO. 

COH  CO 

/\  I 

CH,  CH,  CH,. 

*  Eltekow,  Jimm.  Run.  Chan.  Cfea.  x.  211. 

Digitized  by  VjOOQIC 


ETHEREAL  SALTS  OF  DYAD  RADICALS.  13 

458  Ethereal  Salts  of  the  Dyad  Radicals,  It  has  already  been 
stated  that  the  olefines  readily  combine  \vith  chlorine  and 
bromine  and,  less  easily,  with  iodine  to  form  the  haloid  ethers, 
amongst  which  also  ethereal  salts  are  known,  such  as  ethylene 
chloriodide,  CjH^ClI,  obtained  by  the  union  of  ethylene  and 
chlorine  moniodide.  Haloid  ethers  of  dyad  radicals  are  also 
formed  by  the  action  of  chlorine  or  bromine  on  the  chlorides 
or  bromides  of  the  monad  radicals  and  these  are,  therefore, 
the  second  substitution-products  of  the  paraffins.  The  com- 
pounds thus  obtained  are  some  of  them  identical  with  and 
others  different  from  those  obtained  from  the  oleiines.  Thus, 
for  instance,  ethane  yields  ethidene  chloride,  CH3.CHCI2,  iso- 
meric with  ethylene  chloride,  but  propane  yields  propylene 
chloride,  CHyCHCLCH^Cl  (Schorlemmer). 

Bodies  isomeric  with  the  ethereal  haloid  salts  are  formed  by 
the  action  of  phosphorus  pentachloride  or  phosphorus  bromide 
on  the  aldehydes  and  ketones.  Acetaldehyde  or  ethidene  oxide 
yields  ethidene  chloride,  and  ordinary  acetone,  or  dimethylme- 
thylene  oxide  yields  dimethylmethylene  chloride,  CHj.CClyCHj. 

Other  compounds  may  easily  be  obtained  from  the  haloid 
ethers  by  double  decomposition.  As  these  reactions  are  analo- 
gous to  those  yielded  by  the  haloid  ethers  of  the  monad  radicals 
it  is  not  necessary  to  enlarge  on  this  subject  here.  Only  one 
point  must  be  mentioned,  namely  that  the  haloid  ethers  which 
are  derived  from  aldehydes  or  ketones,  cannot  be  converted 
into  alcohols,  although  they  can  be  converted  into  ethers  or 
ethereal  salts.    Thus,  for  instance,  aldehyde  yields  : 

Ethidene  Diethyl  Oxide.  Ethidene  Diacetate. 

CH3.CH(OC,H,)3  CH3.CH(OC,H30), ; 

but  if  we  attempt  to  convert  the  last  named  body  into  the 
corresponding  alcohol,  aldehyde  is  again  formed.  It  appears, 
however,  not  unlikely  that  ethidene  alcohol  and  its  homologues 
do  exist  in  aqueous  solution ;  for  if  aldehyde  be  mixed  with  water 
an  evolution  of  heat,  and  contraction  takes  place,  facts  which 
seem  to  indicate  the  occurrence  of  the  following  reaction : 

CH,.CHO  +  H,0  =  CH3.CH(OH)2. 

This  is  rendered  probable  by  another  circumstance,  namely 
that  the  aqueous  solution  of  aldehyde  boils  higher  than  the  pure 
compound  (see  part  i.  p.  477).    As,  however,  water  and  aldehyde 
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may  be  completely  separated  by  fractional  distillation,  or  by 
means  of  calcium  chloride,  there  is  no  doubt  that  ethidene 
alcohol,  if   it  exists  at  all,   must  be  a  very  unstable  body. 

Although  alcohols  containing  two  or  more  hydroxyls  in 
contact  with  the  same  carbon  atom  have  not  been  prepared  in 
the  pure  state,  the  substitution-products  of  such  compounds  are 
known.  Of  these  we  have  chloral  hydrate,  CCl8CH(OH)2, 
which  has  already  been  mentioned,  and  will  hereafter  be 
described  as  trichlorethidene  glycoL 

According  to  theory  the  compounds  of  the  dyad  radicals  are 
more  numerous  than  those  of  the  monad  ones,  not  only  because 
in  the  first  place  a  much  larger  number  of  cases  of  isomerism 
may  occur,  but  also  because,  in  addition  to  the  simple  com- 
pounds, that  is  those  which  contain  two  similar  atoms  or  radi- 
cals, a  large  number  of  mixed  compounds  may  exist  in  which 
two  different  atoms  or  radicals  are  present  Several  examples 
of  this  kind  have  already  been,  and  others  will  hereafter  be, 
mentioned 


MONOBASIC  ACIDS  OP  THE  SERIES  GJl^O^. 

459  It  has  already  been  stated  that  these  monobasic  acids, 
called  the  lactic  series,  from  the  long  well  known  body  lactic  acid, 
are  obtained  by  the  moderate  oxidation  of  those  glycols  containing 
an  hydroxyl  in  the  primary  position.  They  may  be  more  easily 
and  simply  obtained  by  replacing  the  halogen  in  the  mono- 
substituted  fatty  acids  by  hydroxyl,  and  hence  they  are  also 
termed  the  hydroxy-  or  oxy-adda.  Thus  for  example,  glycollic 
or  oxyacetic  acid  is  obtained  by  boiling  an  aqueous  solution  of  a 
monochloracetate  with  an  excess  of  water  : 

CHjCl  CH^OH 

I  +    HjO    =      I  +    HCl. 

COgH  CO,H 

In  a  similar  way  a-monobrompropionic  acid  is  converted  into 
lactic  acid : 

a-Brompropionlc  Acid.  Lactio,  or  a-Oxyproplonic  Acid. 

CH,  CH, 

CHBr  CH.OH 


CO,I 


COjH. 
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The  acids  of  this  group  may  also  be  obtained  synthetically  in 
a  variety  of  ways : 

(1)  Their  nitrils  are  formed  by  the  direct  combination  of  an 
aldehyde  with  hydrocyanic  acid,  and  these  are  readily  decom- 
posed into  the  oxyacid  by  heating  with  a  dilute  mineral  acid. 
Thus  from  acetaldehyde,  lactic  is  prepared  : . 


CHO 


+  HCN  =        CH.OH 

ON. 


CH-  CH- 

I  I 

CH.OH    +    2H,0    +    HCl    =    CH.OH    +     NH.Cl 

J  I 

CX  CO.OH. 

(2)  Tbe  ketoQes  behave  in  an  exactly  similar  way  to 
the  aldehydes.  Thus  acetone  yields  oxyisobutyric  acid, 
(CH3)jC(0H)C0j[H,  and  this  may  also  be  easily  obtained  from 
monobrom-isobutyric  acid. 

(3)  The  nitrils  of  the  oxyacids  are  also  formed  by  heating  the 
cblorhydrin  with  potassium  cyanide.  Ethylene  chlorhydrin  thus 
yields  a  nitril  from  which  ethylene  lactic  acid  can  be  obtained,  a 
body  isomeric  with  ordinary  lactic  acid  or  ethidene  lactic  acid : 

Ethylene  Cyanhydrate.  Ethylene  Lactic  Acid. 

CHj-OH  CHyOH 

CH  CH, 

CN  CO.OH. 

(4)  Ethereal  salts  of  the  oxyacids  are  also  fom'.cd  when  a 
normal  ether  of  oxalic  acid  is  treated  with  the  zinc-compound  of 
an  alcchol-radical,  or  heated  with  zinc  and  the  corresponding 
iodide,  the  product  of  the  reaction  being  treated  with  water.^ 
Thus  for  example  the  methyl  ether  of  oxyisobutyric  acid  is 
obtained  by  the  following  reactions : 

CH,  CH, 
CO.OCH,  \  / 

(a)      I  +     Zn(CH,),  =  CO.ZnOCH, 

CO.OCH,  I 

CO.OCHy 

^  Fmnkland  and  Duppa,  Froe,  Boy,  Soc  xiiL  140. 
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(b)         CCZnOCHj  +  2H2O  =  CO.H  +  HO.CH3  +  Zn(OH)y 
CO.OCH3  CO.OCH, 


The  oxyacids  are  at  once  alcohols  and  monobasic  acids,  and 
therefore  exhibit  the  properties  of  both  groups.  When  they 
are  heated  with  the  hydracids  of  the  chlorine  group  their  haloid 
ethers  or  monosubstituted  fatty  acids  are  formed : 


CH2.OH  CILBr 

I  +    HBr    -       I  + 

COjH  COjH 


HgO. 


This  reaction  is  in  exact  correspondence  to  that  which  occurs 
by  the  action  of  hydrobromic  acid  on  alcohols.  The  moniodo- 
acids,  formed  in  an  analogous  way,  are  reduced  to  fatty  acids  if 
a  sufficient  quantity  of  hydriodic  acid  be  present : 

CILI  CH. 

I  +    HI    =      I  +1^ 

CO,H  CO^ 


0^ 

If  lactic  acid  be  heated  with  ethyl  alcohol,  ethyl  lactate  is 
obtained,  a  neutral  liqiiid  which  is  also  an  alcohol,  and  there- 
fore contains  one  atom  of  hydrogen  replaceable  by  sodium. 
If  the  sodium  compound  be  treated  with  ethyl  iodide  diethyl 
lactate  is  formed,  a  neutral  liquid  which  is  decomposed 
by  caustic  potash  with  formation  of  potassium  ethyl-lactate. 
From  this  salt  ethyl-lactic  acid  itself  can  be  obtained  and  this 
is  isomeric  with  ethyl  lactate,  but  differs  from  it  widely,  in- 
asmuch as  it  is  as  powerful  an  acid  as  lactic  acid  itself.  The 
constitution  of  these  ethers  and  compound  ethers  is  shown  in  the 
following  formulsB : 

Ethyl  LACtate.  Diethyl  Lactate.  Ethyl  Lactic  Acid. 

CH3  CH3  CH3 

CH.OH  CH.OC,H«  CH.OC2H5 

CO.OC2H5  CO.OC2H5  CO.OH. 

As  the  acids  of  this  group  are  at  once  alcohols  and  acids, 
they  may  unite  with  themselves  to  form  ethers,  two  molecules 
acting  upon  one  another,  one  acting  as  the  acid  and  the  other 
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as  the  alcohol  On  heating  lactic  acid  the  following  reaction 
takes  place : 

CHj  CH, 

I  i 

CH.OH  CO.OH  CH.O.CO  +    H,0 

CO.OH  CH.OH  CO.OH  CKOH 

CH,  Cfa^ 

The  hody  thus  obtained,  is  at  once  an  ethereal  salt,  an  alco- 
hol and  an  acid,  and  on  further  heating,  gives  up  water  and  is 
converted  into  a  compound  which  is  only  an  ethereal  salt : 

CH,  CH, 

CH.O.CO  CH.O.CO 

L  I  -     I        I       +    H,0 

CO.OH  CH.O.H  CO.O.CH 

CH,  CH,. 

Concentrated  nitric  acid  acts  upon  the  oxyacids  in  a  similar 
way  as  upon  the  alcohols,  a  nitric  ether  being  formed.  Lactic 
acid  thus  yields  so-called  nitro-lactic  acid  : 


CH, 

HNO, 
CO.OH. 


i 


Heated  with  phosphorus  pentachloride  two  hydroxyls  of  the 
acid  are  replaced  by  chlorine,  compounds  being  formed  which  are 
at  once  alcoholic  chlorides  and  acid  chlorides.  From  lactic  acid 
lactyl  chloride,  CH3.CHCI.COCI,  is  obtained  which  on  treatment 
with  water  is  decomposed  into  hydrochloric  acid  and  a-chlor- 
propionic  acid. 

460  The  Amid<Micids  are  formed  by  the  action  of  ammonia 
on  the  monosubstituted  fatty  acids.  Thus  chlorpropionic  acid 
is  converted  into  amidacetic  acid : 

CILCl  CH-NH- 

I  +    NH3    =     I  +    HCl. 

COjH  CO2H 

This  reaction  is  analogous  to  that  of  the  formation  of  the 
amines  from  the  haloid  ethers,  and  as  in  that  case  so  also  in  this 
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the  reaction  easily  passes  beyond  this  point,  diglycolamidic  and 
triglycolamidic  acids  being  formed  together  with  glycolamidic 
acid. 

The  amido-acids  are  perfectly  neutral.  They  combine,  how- 
ever, like  the  compound  ammonias,  with  acids,  and,  at  the  same 
time,  contain  one  atom  of  hydrogen  capable  of  replacement  by 
a  metal.  As  these  acids  are  at  the  same  time  bases  they  may 
more  properly  be  considered  as  being  ammonium  salts,  and  the 
constitution  of  the  amido-acids  may,  therefore,  be  represented 
by  the  foUowing  formulae : 

CH2.NH3  CH^(NH3)0.C0 

CO.O  ^^     C0.0(NH3)CH,. 

The  latter  of  these  appears  to  be  the  more  probable,  as  amido- 
acetic  acid  forms  two  salts  with  hydrochloric  acid,  whose  consti- 
tution is  most  simply  represented  by  the  following : 

CH2.NH3CI  CH^CNHj)  .0     CO 

CO.OH  CO.OH  (ClNH3)CHj. 

Metals  which  form  powerful  bases  yield  salts  which  have  an 
alkaline  reaction  as  they  are  at  the  same  time  amines ;  thus,  for 
example,  potassium  amido-acetate,  CH2(NH2)C02K. 

The  amido-acids  also  form  compounds  with  salts,  constituting 
a  peculiar  class  of  double  salts,  such  as  : 

CH2.NH3NO3 

CO.OK. 

461  Amides  of  the  Oxyadds,  These  bodies  are  isomeric  with 
the  amido-acids  and  are  obtained  in  a  similar  way  as  the  corre- 
sponding compounds  of  the  fatty  acid  series.  They  act  as  weak 
bases  but  at  the  same  time  also  as  alcohols.  If,  on  the  other 
hand,  the  hydroxyl  be  replaced  by  the  amido  group,  powerful 
bases  are  formed.  Hence  glycollic  acid  yields  the  following 
amido  compounds : 

Glycolaznide,  Di^lycolamide,  or 

or  Oxyacetamide.  Amido-acetamide. 


CH^OH  CH^NH. 

O.NHj.  CO.NH,. 


I 
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The  above  examples  suffice  to  show  the  double  character  of 
the  oxyacids.  They  are  at  once  monobasic  acids  and  alcohols. 
Like  the  latter  they  may  be  divided  into  primary,  secondary,  and 
tertiary  compounds,  and  on  oxidation  they  comport  themselves 
exactly  in  a  similar  way  to  the  corresponding  simple  alcohols. 

It  may  also  be  mentioned  that  the  aldehydes  of  these  acids  are 
known,  as  also  aldehydic  acids  and  ketonic  acids,  these  being 
monobasic  acids  which  at  the  same  time  are  aldehydes  or  ketones. 
These  will  be  mentioned  under  the  special  headings. 


DIBASIC  ACIDS  OF  THE  SERIES  CEH2n-204. 

46a  These  acids  contain  the  carboxyl  group  twice,  and  hence 
they  are  related  to  the  primary  glycols  as  the  fiitty  acids  are  to 
the  primary  alcohols.  They  are  therefore  formed  by  oxidation  of 
these  glycols  as  well  as  of  those  oxyacids  in  which  the  alcoholic 
hydroxyl  is  contained  in  the  primary  position : 

Ethylene  glycoL  Glycollic  Acid.  Oxalic  Acid. 

CHyOH  CH2.OH  CO.OH 

CH2.OIL  CO.OH.  CO.OH. 

They  can  be  prepared  synthetically  by  a  variety  of  methods. 

(1)  Their  nitrils  are  formed  when  the  haloid  ethers  of  the 
olefine's  are  heated  with  potassium  cyanide.  By  the  action  of 
caustic  potash  or  a  mineral  acid  on  these,  the  homologous  acids 
are  obtained  of  the  series  of  which  oxalic  acid  is  the  first  term. 

Ethylene  can  thus  be  easily  converted  into  succinic  acid : 

Snccino-nitril.  Succinic  Acid. 

CN  CO.OH 


I 


Ha  CHa 

+    4H,0    =      I         +    2NH. 
H,  CH, 


CN  CO.OH. 

When  a  solution  of  the  potasium  salt  of  succinic  acid   is 
electrolysed,  ethylene,  carbon  dioxide,  and  water  are  formed  : 

^«H*<C0;H    -    ^^^*    +    2C0,    +    H^ 
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The  higher  homologues  are  decomposed  in  an  analogous  way, 
the  corresponding  olefines  being  produced. 

(2)  The  halogen  in  the  monosubstituted  fatty  acids  may  be 
replaced  by  cyanogen,  compounds  being  formed  which  are  at 
once  monobasic  acids  and  nitrils,  and  these  may  be  converted,  by 
well  known  reactions,  into  the  dibasic  acids  : 

a-Brompropionic  Acid.        a-Cjanpropionic  Acid.  Iso-succinic  Acid. 

CHj  CH,  CH, 

CHBr  CH.CN  CRCO^ 

COjH.  COjH. 

(3)  The  dibasic  acids  may  also  be  obtained  from  the  simple 
iodated  fatty  acids  by  heating  with  finely  divided  silver  : 

/9-Io(lpropi<mic  Acid.  '  Adipic  Acid. 

COjH  COjH 

CBL  CH, 

I  J.  ■ 

UHjI  CH, 

+      2Ag      -       I  +    2AgI. 

CH,I  CH, 

CH,  CH, 

CO,H  COgH 

a-6rompropionic  acid  is  converted  by  the  same  reaction  into 
dimethyl-succinic  acid,  C0,H.CH(CH3).CH(CHj).C0,H. 

(4)  The  synthetic  preparation  of  these  acids  by  means  of  the 
aceto-acetic  ether  reaction  is  of  special  importance,  being 
capable,  as  the  following  examples  show,  of  general  applicability. 
By  the  action  of  ethyl  chlorcarbonate  on  sodium  aceto-acetic 
ether,  aceto-malonu:  ether  is  obtained  : 

CH,  CH, 

1  I 

:o  CO 

+    a.COyC,H.    =      I  +    NaCl. 

JHNa  CH.COyC,H, 

C0,.C,H5  C0,.C,H5 

If  ethyl  monochloracetate  be  employed,  the  homologous 
acetO'Succinic    etJier   is    produced ;    and    the    ethyl    ether    of 


Ac 
k 
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o-brompropionic  acid  yields  the  acetic  etber  of  pyrotartaric  add 
or  meihyl'Succinic  acid.  This  latter  ether  is  also  obtained  from 
sodium-methyl-aceto-acetic  ether  and  ethyl  chloracetate  as  well 
as  when  one  atom  of  hydrogen  in  aceto-succinic  ether  is  replaced 
by  sodium  and  the  compound  thus  obtained  treated  with  methyl 
iodide. 

Concentrated  potash  decomposes  these  ethers  in  a  similar  way 
to  aceto-acetic  ether : 

CO.OCjHg  CO.  OK 

CH,  CH, 

I  +  3K0H    =     I       +  CH,.CO.OK  +  2H0.C,H,. 

CH.CO.CH.  CH. 

I  i 

CO.OCjHs  CO.OK 

Diluted  caustic  potash  or  baryta-water  on  the  other  hand 
chiefly  yields  a  ketonic  acid : 

CH3  CH. 

I  I 

CO  CO 

CH— CO.OC^j  +  SKOH  «  CHj  +  CO(OK),  +  2HO.C2H, 

CH,  cn- 

I  I 

C0.0C^5  CO.OK. 

In  this  way  Mdhyl'ketone--propionic  Acid,  or  a-Acetopropionic 
acid,  is  produced. 

(5)  A  no  less  important  method  is  that  in  which  malonic  add, 
CHjlCOgH)^,  is  the  starting  point.^  If  the  ethyl  ether  of  this 
acid  be  treated  with  a  solution  of  sodium  ethylate,  sodium- 
malonic  ether,  CHNa(C02C2H5)2,  is  obtained,  and  in  this  the 
metal  may  easily  be  replaced  by  an  alcohol  radical  when 
presented  in  the  form  of  iodide : 

CO.OC2H5  CO.OC2H5 

CHNa  +    ICH2.CH,    «    CH.CIL.CH3     +    Nal. 

I  I 

CO.OC2H4  CO.OC2H5 

^  Conrad,  Ann.  Chan,  Phofrm,  ccir.  127. 
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One  atom  of  hydrogen  in  the  ethyl-malonic  ether  thus  formed 
can  again  be  replaced  by  sodium,  and  the  latter  by  an  alcohol 
radical.  If  ethyl  be  again  introduced,  the  ethyl  ether  of  diethyl 
malonic  acid  is  formed,  an  acid  having  the  following  constitution  : 

CO.OH 

CO.OH 

The  salts  and  the  free  acid  can  readily  be  obtained  from  the 
ethyl  ether. 

The  acids  of  the  oxalic  series,  as  they  are  named  from  their 
first  term,  can  be  prepared  in  many  other  ways,  as  by  oxidizing 
the  defines  with  permanganic  acid,  when  to  begin  with  the 
fatty  acids  are  formed,  and  then  the  methyl  group  converted 
into  carboxyl. 

They  are  also  obtained  by  oxidizing  fatty  acids  with  nitric 
acid,  and,  therefore,  may  be  obtained  from  the  monatomic  alco- 
hols and  fats.  Thus  butyric  acid  yields  succinic  acid.  In  the  case 
of  the  higher  members  of  the  series,  the  dibasic  acid  is  easily 
further  oxidized  into  one  or  more  of  its  lower  homologues. 

The  acids  of  the  series  CnH2n-202  and  CnH2n-402  are  also 
converted  by  nitric  acid  into  dibasic  acids. 

The  acids  of  this  group  are  solid  at  the  ordinary  temperature, 
more  or  less  soluble  in  water,  and  when  pure  they  crystallize 
well.  At  a  higher  temperature  they  decompose.  Those  which 
contain  the  two  carboxyls  connected  with  two  different  carbon 
atoms  are  resolved  into  an  anhydride  and  water ;  thus  succinic 
acid  yields  succinic  anhydride : 

CH2.CO.OH  CH2.C0^ 

I  «      I  )0    +    H,0. 

CHyCO.OH  CH^CO-^ 

Oxalic  acid  is  an  exception  to  this  rule,  as  it,  on  heating,  partly 
sublimes  as  unaltered  acid  and  is  partly  decomposed  into  formic 
acid  and  carbon  dioxide.  An  analogous  decomposition  occurs  in 
the  case  of  all  the  homologues,  such  as  malonic  acid,  isosuccinic 
acid,  &c.,  in  which  the  carboxyls  are  linked  to  one  carbon  atom : 

coja 

I  CH3 

CH-     =       I         +    CO2. 
I  CO«H 

CO^ 
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CH3  CH, 

CH— CO,H    =    CHj    +    CO2 


CO,H 


CO^ 


It  is  unnecessary  to  mention  in  detail  the  other  chemical 
reactions  of  these  acids.  Being  dibasic  they  form  two  series  of 
ethers  and  of  amido-compounds,  83  well  as  other  compounds  both 
simple  and  mixed.     The  following  serve  to  illustrate  this : 


Ethyl 
Oxalate. 

CO.OCjH, 

I 

Snccinamide. 


Ethyl-oxalic 
Acid. 

CO.OH 
CO.OC^B. 

Sacdnamic  Acid. 


Ethyl-oxalyl 
Chloride. 

COCl 


A 


O.OC^j. 


Succinimide. 


P  jr  /CO.NH2        p  ^  /CO.OH         p  „  /C0\  T^^ 
^2«4\co.NH2        '"2^*\CO.NH2        '"^^^NCO/^  ^ 

In  each  of  the  normal  acids  of  this  series,  the  melting, 
point  decreases  with  every  increase  of  CHj  when  the  body 
contains  an  even  number  of  carbon  atoms.  In  the  case  of  those 
containing  uneven  numbers,  on  the  other  hand,  the  melting- 
point  of  the  acids  increases  with  the  increment  CHj,  but  it 
always  remains  lower  than  that  of  the  acid  next  following  which 
contains  an  even  number  of  carbon  atoms : 


M.P. 

Succinic  acid, 

C^HeO, 

180° 

Glutanic  acid, 

C.H,0, 

97 

Adipic  acid, 

CeH^O, 

148 

a-Pimeflic  acid. 

C7H12O, 

100 

Suberic  acid, 

CgHiP, 

130 

a-Azelaic  acid. 

C,H,,0, 

117 

Sebacic  acid. 

CioHjgO^ 

127 

Brassic  acid. 

CiiHjjjO. 

108 

It  has  however  not  yet  been  ascertained  whether  the  two  last 
named  acids  belong  to  the  normal  series. 


166 


Digitized  by 


Google 


24  THE  METHYLENE  COMPOUNDS. 


THE  METHYLENE  COMPOUNDS. 

463  The  radical  methylene  or  methene,  CHg,  appears  incapable 
of  existing  in  the  free  state.  Various  chemists  have  endeavoured 
to  prepare  it,  but  in  vairu  Perrot  passed  methyl  chloride 
through  a  red-hot  tube  and  obtained  hydrochloric  acid  and 
ethylene  together  with  other  products.^  Butlerow  has  moreover 
shown  that  it  is  not  produced  by  the  action  of  sodium  or  potas-« 
sium  on  methylene  iodide  (di-iodomethane),^  for  on  heating 
this  latter  compound  with  copper  and  water  to  100"*  he  obtained 
carbon  monoxide,  carbon  dioxide,  marsh  gas,  and  ethylene,  with 
some  of  its  higher  homologues.^ 

Hence  it  would  appear  that  methylene  in  the  nascent  state 
combines  with  itself  forming  chiefly  ethylene  or  dimethylene. 
This  fact  is  a  further  confirmation  of  the  conclusion  that  the 
hydrocarbons  contain  neither  a  dyad  atom  of  carbon  nor  free 
combining  units  (see  p.  5). 

Although,  however,  the  free  radical  methylene  is  unknown, 
many  of  its  compounds  have  been  prepared,  of  which  some, 
such  83  the  haloid  ethers,  &c.,  have  already  been  described,  being 
formed  by  the  replacement  of  two  atoms  of  hydrogen  in  methane 
by  the  elements  of  the  chlorine  group  or  by  radicals  (see 
part  i.  p.  253). 

The  oxide  of  methylene  is  formyl  aldehyde,  and,  as  has 
been  stated,  its  aqueous  solution  probably  contains  methyl 
glycol,  CH(0H)2,  a  body  not  known  in  the  free  state,  and 
probably  not  capable  of  a  separate  existence  (part  i.  p.  268). 

Of  the  other  methyl  compounds  the  following  may  be 
mentioned : 

Methylene  Dimethyl  Ether,  or  Mdhylal,  CH2(OCH3)2,  is  formed 
together  with  formic  acid  and  methyl  formate,  when  wood-spirit 
is  oxidized  with  manganese  dioxide  and  dilute  sulphuric  acid/ 

1  Ann,  Chim,  Phys.  [3],  xlix.  94 ;  Ann,  Chem,  Pharm.  cl  876. 

'  Ann,  Chem,  Pharm.  cxi.  250.  •  Ih.  cxx.  856. 

^  Kala^ti,  Ann,  Chim,  Phya,  [2],  Ixz.  890 ;  Ann,  Chem,  Pharm,  xzxii.  55. 
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In  order  to  explain  the  formation  of  this  body,  we  may  assume 
that  the  methyl  alcohol  is  first  oxidized  to  methylene  glycol,  and 
that  this  is  then  acted  upon  by  the  excess  of  wood-spirit  as 
follows : 

CH.  {  gg  +  2H0.CH,  =  CH,  {  g^  +  2H,0. 

Methylal  is  an  aromatic  smelling  liquid  boiling  at  42**,  and 
having  at  18"*  a  specific  gravity  of  0  855,  that  of  its  vapour 
being  2 '625.  It  dissolves  in  three  parts  of  water,  and  is  con- 
verted, on  further  oxidation,  into  formic  acid. 

Methylene  Thioq/anate,  CHj(SCN)j,  is  formed  by  heating 
alcoholic  solutions  of  methylene  iodide  and  potassium  thiocyanate. 
It  crystallizes  in  fine  prisms  melting  at  102°,  and  scarcely  soluble 
in  cold,  though  tolerably  soluble  in  boiling  water,  and  im- 
parting to  steam  a  pungent  smell,  the  vapours  acting  violently 
on  the  mucous  membrana  Nitric  acid  oxidizes  it  to  methylene 
disulphonic  acid  (see  part  i.  p.  264). 

Methylene  Acetate,  CH2(OCgH30)2,  is  formed  by  heating 
methylene  iodide  with  'silver  acetate.  It  is  an  oily  liquid 
boiling  about  170^  and  having  a  strong  aromatic  pungent  taste 
and  smell.  When  heated  with  water  to  100°  it  is  converted  into 
acetic  acid  and  paraformaldehyde.^ 

(  OCH 

Methylene  Aceto-methyl-Oxide,  CH^  \  Qp  A  q.      Monochlor- 

inated  methyl  oxide  may  be  regarded  as  the  methyl  ether  of  the 
unknown  methylene  chlorhydrin.  It  is  easily  decomposed  by 
potassium  acetate  as  follows : 

CH,  {  gf^  +  KO.C,H,0  =  CH,  {  gg^^Q  +  KCl. 

The  acetate  thus  obtained  is  a  liquid  boiling  at  117° — 118°.* 

f  CI 
MethyleneAcetochloride,OT Methylene  Chlorcccetm, CIl2'<  ^p  tt  r\ 

is  the  first  product  of  the  action  of  chlorine  on  methyl  acetate. 
It  is  a  mobile  liquid  possessing  a  suffocating  pungent  smell,  and 
a  burning  taste.  It  boils  at  115° — 116°,  and  at  14°  has  a  specific 
gravity  of  1*1953,  and  is  converted  on  heating  with  sodium 
acetate  into  methylene  acetate.' 

*  Butlerow,  Ann.  Chem.  Pharm,  cvii.  Ill ;  oxi  245. 

'  Friedel,  CompL  Mend.  Ixxxiv.  247. 

■  Henry,  £er.  Deutsche  Chem.  Ges.  vi.  739. 
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464  Heocmethylenamine,  (CHjj)gN4,  was  prepared  by  Butlerow* 
by  acting  with  dry  ammonia  on  paraformaldehyde.  It  is  also 
formed  in  an  analogous  way  from  monochlormethyl  oxide  and 
other  methylene  compounds.  It  is  easily  soluble  in  water,  and 
with  difficulty  in  cold  alcohol,  crystallizing  from  hot  saturated 
solution  in  glistening  rhombohedrons  or  short  prisms  which 
begin  to  sublime  at  100*,  evolving  an  unpleasant  smell  like 
mice  and  salt-fish.  Hexmethylenamine  has  an  alkaline  re- 
action and  is  a  monacid  amine.  Its  salts  crystallize  in  long 
needles  and  yield  the  compound  (CgHi2N^4,ClH)2PtCl^  with 
platinum  chloride,  which  is  almost  insoluble  in  water.  Hex- 
methylenamine is  formed  by  the  replacement  in  two  molecules 
of  paraformaldehyde  or  trioxymethylene  of  six  atoms  of  oxygen 
by  four  atoms  of  nitrogen.  It  has,  therefore,  probably  the 
following  constitution : 


>N> 


CHj    CHj    CH, 

N 

/\ 
CHj      CH. 


/ 
N 


N 


CH, 

By  the  action  of  ethylamine  on  methylene  oxide  a  base  is 
formed  having  the  composition  N2(CH2)2(C2H5)2  or  N^(GK^^ 
(CgHg)^.  It  is  an  oily  liquid  whose  salts  do  not  crystallize,  and 
even  the  platinichloride  which  has  the  composition  2N2(CH2)2 
(C2H5)2HCl  +  PtCl4,  is  uncrystallizable. 

If  methylene  iodide  be  heated  with  triethylamine  to  100*  an 
iodide,  N  (C2Hg)3(CH2l)I,  is  formed,  crystallizing  in  fine  tetragonal 
tables.  That  the  compound  has  the  above  constitution  is  proved 
by  the  fact  that  silver  acetate  only  removes  one  half  of  the  iodine. 
When  its  solution  is  treated  with  silver  chloride,  and  platinic 
chloride  added  to  the  evaporated  liquid,  the  tolerably  soluble 
salt  2N(C2H5)3(CH2l)Cl  +  PtCl^  is  formed,  crystallizing  in 
splendid  octohedrons.     The  free  base  is  not  known.* 

^  Ann.  Chem,  Pharm.  cxv.  322  ;  Hofmann,  Ber.  Deutsch.  Chem.  Ocs.  ii.  153, 
*  Julie  Lermontoff,  JBer,  Deutsche  Chem.  Ges,  vii.  1252.  . 
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THE  ETHYLENE  COMPOUNDS. 

ETHYLENE,  C^H^. 

465  Becher  appears  to  have  been  the  first  to  observe  that  a 
combustible  vapour  is  given  off  by  the  action  of  sulphuric  acid 
upon  alcohol.  In  his  Physica  svhterraTiea  he  says :  ^'Uvidens  de- 
numsircUio  ignis  est  in  spiritu  vini  et  oleo  vitrioli,  utroque  probe 
rectificaio,  Quam  primum  enim  confunduntur,  ignem  concipiunt, 
qui  vase  chstrudo  extinguitur,  aperto  rarsus  incenditur,** 

These  remarks  can  only  apply  to  a  combustible  gas,  or  to  the 
vapour  of  ether ;  and,  although  he  does  not  mention  it,  there  can 
be  little  doubt  that  there  was  a  flame  in  the  neighbourhood. 

The  next  information  we  possess  concerning  a  combustible 
gas  produced  in  this  way,  is  given  by  Ingenhouss,*  who  states 
that  he  saw  such  a  gas  evolved  in  the  house  of  a  certain  Ende 
in  Amsterdam.  It  was  then  considered  to  be  identical  with  the 
so-called  inflammable  air,  and  was  thought  to  be  a  good  kind  of 
this  air,  because  when  burnt  with  ordinary  air  it  exploded  so 
violently.  This  view  was  held  by  Deimann  and  Pacts  van 
Troostwyk  in  1781,  who  together  with  Bondt  and  Lauwerenburgh 
examined  the  properties  of  this  gas  more  thoroughly  in  1795, 
They  showed  that  it  consists  only  of  carbon  and  hydrogen  and 
approximately  determined  its  specific  gravity.*  They  found  that 
it  unites  with  chlorine,  yielding  an  oily  compound,  and  they 
named  it  gas  huileux,  a  designation  which  was  afterwards  changed 
by  Four^roy  to  defiant  gas. 

That  this  body  is  a  substance  differing  from  marsh  gas,  was 
first  shown  by  W.  Henry  of  Manchester,  and  his  view  was 
soon  supported  by  the  investigations  of  Dalton,  Humphry 
Davy^  Berzelius,  and  others. 

*  Priestley,  Observations  and  Experim^ents  Jiclaling  to  Various  Branches  of 
NaiurcU  Philosophy^  L  1779. 

*  CrelU  Ann,  1795,  2,  195,  310  and  430. 
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As  these  two  were  the  only  hydrocarbons  known  at  that  time 
they  were  distinguished  as  light  and  Jieavy  carhureited  hydrogen, 
whilst  Berzelius  gave  to  the  latter  the  name  of  Elayl,  as  it  plays 
the  part  of  a  compound  radical 

It  has  already  been  stated  in  the  introduction  to  the  organic 
poiiion  of  this  treatise  that  for  some  time  a  belief  prevailed  that 
the  laws  of  combination  in  constant  and  multiple  proportion  do 
not  hold  good  in  the  case  of  organic  compounds,  and  hence  it 
appears  remarkable  that  it  was  by  the  investigation  of  the  com- 
position of  two  organic  bodies,  namely  marsh  gas  and  defiant 
gas,  that  Dalton  was  led  to  the  establishment  of  these  very 
laws,  and  thence  to  his  atomic  theory. 

The  four  Dutch  chemists  above  named  prepared  ethylene  by 
heating  strong  alcohol  with  three  to  four  parts  of  sulphuric  acid. 
In  this  case,  a  tolerably  pure  gas  is  evolved  to  begin  with,  mixed, 
however,  with  the  vapour  of  alcohol  and  ether,  which  impurities 
can  be  removed  by  passing  the  gas  through  concentrated 
sulphuric  acid.^  It  may  also  contain  carbon  dioxide  mixed  with 
it,  and  this  may  be  easily  removed  by  caustic  potash.  At  a 
later  period  of  the  decomposition  sulphur  dioxide  and  carbon 
monoxide,*  and  probably  also  marsh  gas,*  are  given  off,  the  black 
mass  frothing  strongly  and  passing  out  of  the  flask.  In  order  to 
prevent  this,  at  Wohler's  *  suggestion,  sand  is  added  to  the  liquid 
until  a  thick  pasty  mass  is  obtained,  but  this  leaves  a  hard  residue 
which  cannot  be  removed  from  the  vessel  without  breaking  it 
To  avoid  this,  and  to  obtain  a  pure  gas,  many  other  suggestions 
have  been  made.  Thus  some  time  ago  Magnus  ^  suggested  that 
one  part  of  spirit  of  wine  and  sixteen  parts  of  sulphuric  acid 
should  be  heated,  and  as  soon  as  the  mass  becomes  black  a 
further  addition  of  alcohol  should  gradually  be  made.  According 
to  Mitscherlich  •  a  mixture  of  three  parts  of  water  and  ten  parts 
of  sulphuric  acid  is  heated  to  its  boiling  point,  which  lies  about 
160"* — 165°,  and  the  vapour  of  eighty  per  cent,  alcohol  led  in  at 
this  temperature.  The  gas,  which  is  then  quietly  evolved,  only 
contains  as  impurities  the  vapours  of  water,  alcohol,  and  ether. 

The  method  now  generally  adopted  is  that  suggested  by  Er- 
lenmeyer  and  Bunte,'  or  rather  the  improved  process  suggested 
afterwards  by  Erlenmeyer.®    A  mixture  of  25  grams  of  alcohol 

*  Liebig,  Ann,  Pharm.  xiv.  150. 

*  Vogel,  Joum,  Prakt.  Chen,  xxv.  SOO. 

*  Faraday,  BibL  Univ,  lix.  114.  *  Ann,  Ckem.  Pharm.  xcL  127. 
■  Poyg,  Ann.  xlvii.  624.  •  Ann,  Chim,  Phys,  [3],  vii.  12. 
'  Ann,  Chem,  Pharm,  clxyiii.  64.  *  lb,  cxcii  244. 
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and  150  grams  of  sulphuric  acid  is  brought  into  a  flask  (Fig.  99) 
of  two  to  three  liters  capacity,  and  this  heated  until  a  rapid 
evolution  of  gas  occurs,  and  at  this  point  a  mixture  of  one  part 
of  alcohol  and  two  parts  of  sulphuric  acid  is  allowed  to  drop 
in,  the  gas  which  is  evolved  being  washed  through  sulphuric  acid 
and  then  through  caustic  soda. 

Gladstone  and  Tribe  found  that  when  their  copper-zinc  couple 
is  brought  in  contact  with  ethylene  bromide  and  water,  pure 
ethylene  is  given  off,  and  in  presence  of  alcohol  this  reaction  is 
brought  about  by  zinc  alone.^     This  last  reaction  may  be  used 


Fig.  99. 


for  lecture  purposes  for  the  quick  preparation  of  small  quantities 
of  ethylene,  but  the  decomposition  must  be  assisted  by  heat.' 

It  has  already  been  stated  that  ethylene  is  formed,  together 
with  its  homologues,  in  the  dry  distillation  of  many  organic 
bodies,  and  coal  gas  contains  on  an  average  from  four  to  five 
per  cent. 

The  formation  of  ethylene,  according  to  a  method  pointed  out 
by  ToUens,  viz.  that  of  heating  ethidene  chloride,  CHyCHGlj, 

^  Joum.  Chem.  Soc  1.874,  406. 

'  Sabanejew,  Jaum,  Ruaa,  Chern,  Qt$  ix.  83;  Ber.  DeutacK  Chem.  Ots.  ix. 
1810. 
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with  sodium,  is  of  interest.  And  its  production  from  acetylene, 
CgHg,  a  body  which  can  itself  be  obtained  by  direct  union  of 
its  elements,  is  of  importance  as  being  the  first  step  in  the 
synthesis  of  alcohol.  Acetylene  combines  with  nascent  hydro- 
gen to  form  ethylene,  and  this  latter  is  also  formed  when 
di-iodmethane  is  treated  with  water  and  copper,  or  methyl 
chloride  passed  through  a  red-hot  tube. 

466  Properties.  Ethylene  is  a  colourless  gas,  possessing  a  fiednt 
but  peculiar  and  rather  suffocating  odour  and  having  a  specific 
gravity  of  0*9709  (Th.  Thomson).  It  may  be  condensed  to  a  liquid 
either  by  means  of  pressure  or  by  cooling  it  down  to— 110°  in 
a  mixture  of  ether  and  solid  carbon  dioxide.  Faraday  deter- 
mined the  tension  of  this  liquid,  but  did  not  always  obtain 
constant  results  inasmuch  as  his  different  preparations  of 
ethylene  were  not  perfectly  free  from  marsh  gas}  Its  solubility 
in  water  is  represented  by  the  following :  * 

c  =  0-25692  -  0-00913631t  +  OOOOlSSlOStl 

Alcohol,  of  specific  gravity  0*792  at  20®,  dissolves  it  as 
follows : 

c  =  3-59498  -  0057716t  +  00006812tl 

Ethylene  is  easily  inflammable,  burning  with  a  very  luminous 
flame.  With  air  or  oxygen  it  forms  an  explosive  mixture,  the 
action  being,  of  course,  most  powerful  when  three  volumes  of 
oxygen  are  present  to  one  volume  of  the  gas.  If  ethylene  be 
brought  in  contact  with  strongly  ozonized  oxygen,  a  spontaneous 
detonation  takes  place.  In  order  to  exhibit  this  fact  safely,  a 
current  of  the  hydrocarbon  is  led  through  a  tube  10mm.  in 
diameter  whilst  ozonized  air  is  allowed  to  pass  through  a  narrow 
tube  which  passes  to  the  depth  of  1  cm.  inside  the  wide  one. 
Each  bubble  produces  an  explosion  which  is  usually  accompanied 
by  the  formation  of  a  white  vapour.*  Fuming  nitric  acid  easily 
oxidizes  ethylene  to  oxalic  acid.  Chromic  acid  solution  converts 
it  at  once  into  aldehyde,*  the  ethylene  first  combining  with  water 
to  form  ethyl  alcohol,  and  this  undergoing  oxidation.  The  process 
may  be  carried  on  further,  acetic  acid,  and  oxalic  acid,  together 
with  carbon  dioxide  and  formic  acid,  being  produced.^    Conoen- 

1  Loe,  eit.  '  Bnnses,  Oaaometry,  150,  152. 

*  Houzeau  and  Renard,  Compt,  Rend,  Izzvi  672. 

*  Berthelot,  Compt.  Rend.  Ixviii.  334  ;  Ann,  Ckem.  F7iarm.  cl.  873. 

*  0.  and  F.  Zeidler,  Ann,  Chem,  Phann.  cxcvii.  246. 
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trated  salphuric  acid  absorbs  ethylene  with  formation  of  ethyl 
sulphuric  acid  (Faraday,  Hennel ;  see  part  i.  p.  296),  combination 
taking  place  quickly  if  the  two  bodies  be  shaken  together,  and 
still  more  easily  if  the  ethylene  is  passed  into  sulphuric  acid 
heated  to  160°— 170^l 

Ethylene  combines  with  chlorsulphonic  acid  to  form  ethyl 
chlorosulphate.  If  it  be  heated  for  some  time  with  hydriodic 
or  hydrobromic  acid  to  100°,  the  corresponding  ethyl-haloid 
ether  is  formed,  but  no  combination  takes  place  under  these 
circumstances  with  hydrochloric  acid,^ 

Ethylene  also  combines  with  hydrogen,  in  the  presence  of 
platinum  black,  to  form  ethane.' 

467  Ethylene  Boron  Fltioride,  CgH^BFg,  is  formed  when  a  mix- 
ture of  ethylene  and  boron  fluoride,  warmed  to  a  temperature  of 
25° — 30^  is  exposed  to  sunlight.  It  is  a  fuming  liquid  which 
boils  at  124°— 125°,  and  at  23°  has  a  specific  gravity  of  10478. 
It  bums  with  a  fine  green  .flame  and  decomposes  on  contact  with 
water  into  boric  acid  and  a  volatile  pleasantly  smelling  liquid, 
boiling  between  10°  and  15°,  and  burning  with  a  bright  green 
flame.     This  is  probably  ethyl  fluoride.* 

The  existence  of  ethylene  boron  fluoride  is  a  further  proof 
that  in  certain  compounds  boron  can  act  as  a  pentad  element 
(part  i.  p.  448). 

Ethylene  Ferrous  Chloride,  C2H4FeCl2+2H20,  is  formed  when  an 
ethereal  solution  of  ferric  chloride  is  heated  for  some  hours  to 
140° — 150°,  and  the  compound  is  more  easily  obtained  if,  at  the 
same  time,  a  solution  of  phosphorus  in  bisulphide  of  carbon  is 
added.  It  forms  flat  colourless  scales  or  prisms  which  are  easily 
soluble  in  water.^ 

The  corresponding  bromide,  C2H4FeBr2+2H20,  is  produced  by 
passing  ethylene  in  the  sunlight  into  a  concentrated  aqueous 
solution  of  ferrous  bromide,  when  pale  green  very  deliquescent 
crystals  are  deposited.* 

Ethylene  Plaiinous  Chloride,  CgH^PtClg,  was  discovered  by 
Zeise  ^  in  1831,  and  termed  inflammable  chloride  of  platinum. 
It  is  obtained   by  boiling  alcohol  With  platinic  chloride    and 

1  Berthelot,  Ann.  Chim,  Phy9.  [S],  xliii.  385. 

*  Berthelot,  Compl.  lUnd.  zliv.  1350  ;  1.  612 ;  Ann.  Chem.  Pharm,  civ.  184 ; 
cxv.  114. 

*  Wilde,  Ber.  Deuisch.  Chem,  Oes,  vii.  354. 

«  I^ndolph,  Ber.  DeuUich.  Cfum,  Ges.  xii.  1586. 

*  Kachler,  Ber.  Deutsch,  Chem.  Oes.  ii.  510. 
«  rhojnacki,  Zeitseh,  Chem,  1870,  420. 

'  Zeise,  Pogg.  Ann.  xxi.  497,  542  ;  xl.  234. 
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evaporating  in  a  vacuum.     Its  formation,  leaving  out  the  by- 
products, is  shown  in  the  following  equation  (Bimbaum)  : 

PtCl^  +  2CjHeO  =  CjH.PtCIa  +  C,H,0  +  H^O  +  2HCL 

It  is  also  formed  when  ethylene  is  passed  through  a  hydro- 
chloric acid  solution  of  platinous  chloride.^ 

It  is  a  light  lemon  yellow  powder  difficultly  soluble  in  water,  and 
when  heated  it  bums  rapidly.  When  warmed  with  an  excess  of 
caustic  potash  it  is  converted  into  a  black  powder  which  when 
dry  explodes  on  heating.  From  its  solution  and  that  of  its  double 
salts,  ammonia  precipitates  a  bright  yellow  unstable  compound, 
consisting  of  CjH^PtClj,  NHj,  which  unites  with  hydrochloric 
acid  to  form  ethyl  platirunts  ammonium  chloride  or  detonating 
chloride  ofplaiinum,  CgH^PtClj,  NH^Cl-hHjO,  a  body  crystalliz- 
ing from  water  in  lemon-yellow  oblique  rhombic  prisms  and 
obtained  easily  by  the  direct  combination  of  sal-ammoniac  with 
ethylene  platinous  chloride.  This  substance  serves  for  the  pre- 
paration of  ethylene  platinous  chloride  in  the  pure  state.  For 
this  purpose  a  concentrated  solution  of  platinic  chloride  is  added 
to  a  concentrated  solution  of  ethylene  platinous  ammonium 
chloride  so  long  aa  a  precipitate  of  ammonium  platinichloride  is 
formed,  and  the  filtrate  evaporated  in  a  vacuum  over  sulphuric 
acid. 

Mhylene  Platinous  Fbtamum  Chloride,  CgH^PtCljKCI  +  HgO. 
This  resembles  the  ammonium  salt,  and  decomposes  at  about 
200^  with  evolution  of  ethylene. 

The  references  at  the  foot  may  be  consulted  for  further  infor- 
mation respecting  these  platinum  ethylene  compounds.^ 


ETHYLENE  ALCOHOL,  OR  ETHYLENE  GLYCOL, 

C,H,(OH),. 

468  This  alcohol  is  the  first  member  of  the  group  of  alco- 
hols containing  dyad  radicals.  It  was  discovered  by  Wurtz  in 
1856  (see  p.  9).  He  obtained  it  by  treating  ethylene  di-iodide 
with  silver  acetate,  and  decomposing  the  ethylene  diacetate  thus 
obtained  with  caustic  potash.*    He  afterwards  employed  ethylene 

1  Bimhanm,  Ann.  Chem,  Pharm.  cxIt.  67. 

"  Martiua  and  Griess,  Ann.  Chem.  Pfuirm.  cxx.  826  ;  Chojnacki,  loc,  eii. ; 
Schiitzenbereer  and  Fontaine,  Bull,  Soe.  Chim.  xviii.  103  ;  Sadtler,  t6.  xviL  64. 
»  Compt,  Ecnd,  xliii  199  ;  Ann,  Chem.  Pharm,  c  110. 
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dibromide,  a  body  more  readily  obtained,  and  he  decomposed  the 
acetic  ether  with  caustic  baryta.^ 

Atkinson  then  found  that  when  potassium  acetate  is  heated  in 
closed  vessels  to  100°  with  ethylene  bromide  and  alcohol  until  no 
further  potassium  bromide  separates  out,  the  mono-acQtate  is 
obtained  according  to  the  following  equation :  ^ 

C.H.{8^.H.O     *     8^0  }0     +     2™'- 

This  decomposition  also  occurs  when  the  mixture  is  heated  in  a 
flask  with  a  reversed  condenser.^ 

The  mono-acetate  is  afterwards  converted  into  glycol  either 
by  treatment  with  caustic  baryta,  or  by  heating  with  water  in 
closed  tubes.* 

According  to  Erlenmeyer  a  mixture  of  600  grams  of  ethylene 
dibromide,  700  grams  of  fused  potassium  acetate  and  1500— -1800 
of  alcohol  of  specific  gravity  083,  is  boiled  in  connection  with  a 
reversed  condenser  until  the  liquid  does  not  precipitate  ethylene 
dibromide  on  the  addition  of  water.  The  well-cooled  liquid  is 
then  placed  on  a  vacuum-filter  to  remove  the  potassium  bromide, 
and  the  filtrate  submitted  to  distillation.  The  portion  passing 
over  above  140°  is  treated  with  an  excess  of  caustic  baryta  dissolved 
in  the  necessary  quantity  of  water,  and  then  heated  for  twelve 
hours  on  the  water-bath.  The  free  baryta  is  next  precipitated 
by  carbon  dioxide,  and  the  filtrate  evaporated  on  a  water-bath  to 
one-third.  The  residue  is  then  treated  with  a  mixture  of  equal 
parts  of  strong  alcohol  and  ether,  and  the  liquid  poured  oflf  from 
the  saline  mass  which  is  deposited,  the  residue  being  thrown  on 
to  the  filter  and  washed  with  alcohol  and  ether.  The  solutions, 
which  are  now  mixed  together,  are  distilled  on  a  water-bath  so 
as  to  separate  alcohol  and  ether,  and  the  residual  liquid  subjected 
to  fractional  distillation.  The  portion  coming  over  below  186°  is 
afterwards  concentrated  on  the  water-bath,  and  the  residue, 
united  with  the  higher  portions,  yields  pure  glycol  on  further 
distillation.*  If  strong  alcohol  be  used,  and  only  half  the  theo- 
retical quantity  of  potassium  acetate,  no  monacetate  is  formed, 

1  Ann.  Chim,  Phys,  [3],  Iv.  400. 

*  Phil.  Mag.  [4].  xvi.  433 ;  Ann,  Ckem.  Pharm.  cix.  232. 

•  M.  Simpson,  Proe.  Boy,  Soc.  ix.  725. 

*  Debus,  Ann.  Chem.  Pharm.  ex.  316. 

•  Erlenmeyer,  Ann,  Chem,  Pharm,  cxcii.  244. 
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according  to  Demole,  but  glycol  itself,  and  this  may  then  be 
separated  from  the  unattacked  ethylene  bromide  by  distilla- 
tion.^ This  mode  of  preparation  has  given  discrepant  results 
in  the  hands  of  different  experimenters,*  and  the  condi- 
tions utider  which  the  largest  yield  is  obtained  have  not  been 
determined.' 

According  to  Hufner  and  Zeller,*  glycol  is  obtained  readily  by 
boiling  138  grams  of  pure  potassium  carbonate  with  188  grams 
of  ethylene  bromide  dissolved  in  one  liter  of  water,  with  a 
reversed  condenser,  when  the  following  reaction  takes  place  : 

C.H.Br^  +  HgO+COCOK),  -  CjH,(0H)2  +  2KBr  +  CO,. 

The  solution  is  then  concentrated  on  a  water-bath,  and  after 
cooling  poured  off  from  the  deposited  potassium  bromide,  the 
crystals  being  brought  on  to  a  filter  pump  and  washed  with 
absolute  alcohol.  From  the  united  solutions  the  ethylene  alcohol 
is  separated  by  fractional  distillation.  In  this  preparation  a 
certain  loss  takes  place  from  the  formation  of  monobromethylene, 
CoHjjBr,  and  here,  too,  the  conditions  of  best  yield  have  as  yet 
not  been  exactly  worked  out.* 

Ethylene  bromide  may  also  be  converted  into  glycol  by  heating 
it  to  170°  in  contact  with  water  and  oxide  of  lead.®  The  lead 
oxide  may  be  omitted  if  sufficient  water  be  added  to  prevent  the 
formation  of  concentrated  hydrobromic  acid,  and  this  reaction 
takes  place,  though  slowly,  at  140° — 160^^ 

Ethylene  alcohol  is  also  formed  when  a  solution  of  hydrogen 
dioxide  is  allowed  to  remain  for  some  time  in  contact  with 
ethylene.® 

469  Properties.  Glycol  is  a  colourless  liquid  having  the  con- 
sistency of  a  thin  syrup,  and  possessing  no  smell  but  having  a 
sweet  taste.  It  boils  at  197*— 197°o,  and  at  0°  has  a  specific 
gravity  of  1*125,  that  of  its  vapour  being  according  to  Wurtz 
2164  at  292**.  Ethylene  glycol  is  miscible  with  water  and  alco- 
hol in  all  proportions,  but  is  not  soluble  in  ether.     It  dissolves 

•  Demole,  Ann.  Chem.  Pharm.  clxxiii.  117  ;  clxxvii.  45. 

'  Zeller,  Jmm,  PrdkU  Chem.  [2],  x.  286  ;  Bomstein,  Ber.  Deutach.  Chtm.  Ocs, 
ix.  480  and  917. 

•  Erlenmeyer,  loc.  eU. 

•  Joum.  Praia.  Cfiem,  [2],  x.  270  ;  xi.  229. 

^  Lietzenmayer,  Ann,  Cfiem,  Phartn,  clxxx.  282  ;  Stempnewsky,  ib.  cxcii.  240; 
Erlenmeypr,  loc.  cU. 

•  Jeltfkow,  Bcr.  Detitseh.  Chem.  Ges,  vi.  659, 
'  Niederist,  Ann.  Chern.  Phann,  clxxx  vi.  393. 

•  Carius,  Ann.  Chem,  Pharm,  cxxvi.  195. 
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various  salts  in  small  quantities,  especially  chlorides,  and  also 
potassium  carbonate,  caustic  potash,  and  lime. 

Oxidizing  agents  convert  it  into  glycoUic  acid,  CH2(OH).C02H; 
glyoxylic  acid,  CH(0H)j.C05jH ;  and  oxalic  acid,  COjH.COaH. 

When  glycol  is  heated  with  zinc  chloride,  acetaldehyde  and 
crotonaldehyde,  C^H^O,  are  formed  together  with  other  products ; 
acetaldehyde  is  also  formed  when  ethylene  glycol  is  heated  with 
water  to  220"-230^* 

Sodium  Mbnchethylenate,  C2Tl4(OH)ONa,  is  a  white  crystal- 
line body  obtained  by  the  action  of  sodium  on  glycol.  When 
heated  with  sodium  in  an  oil-bath  to  190^  disodium  ethylenate, 
GaH/ONa)^,  is  formed. 

Ethylene  Ethyl  Ether,  C2H^(OH-)OC2H5,  is  formed  by  treating 
the  mono-sodium  compound  with  ethyl  iodide.  It  has  however 
not  been  obtained  in  the  pure  state,  as  some  disodium  ethylenate 
is  at  first  formed.  It  is  a  very  pleasantly  smelling  liquid  boiling 
at  127^ 

Ethylene  Diethyl  Ether,  C^^{OG^^^,  is  readily  obtained 
when  the  foregoing  compound  is  treated  with  one-fourth  its 
weight  of  potassium,  and  the  cold  mass  wanned  with  ethyl 
iodide.  The  whole  is  then  distilled,  and  again  rectified  over 
potassium.  This  compound  is  a  pleasantly  ethereal-smelling 
Uquid  boiling  at  123**5,  and  having  a  specific  gravity  at  0° 
of  0  7993.2 


ETHYLENE  OXIDE,  C^H.O. 

470  This  interesting  compound  was  also  discovered  by  Wurtz.^ 
It  is  formed  directly  from  glycol  by  the  withdrawal  of  the 
elements  of  water.  In  order  to  prepare  it  concentrated  caustic 
potash  must  be  gradually  added  to  ethylene  chlorhydrin,  when 
a  violent  reaction  at  once  occurs,  but  after  a  time  the  reaction 
must  be  aided  by  heat : 

Ca,Cl  CH,\ 

I     ^        +    KOH    =      I        O    +    KCl    +    HgO. 

CHjOH  OH/ 

*  Nevoid,  Compt,  Bend.  Ixxxiii.  228. 

•  Wurtz,  Ann.  Chim.  Phys,  [3i  Iv.  400 ;  Ann.  Chem.  Pharm.  cviii.  84. 
'  Comptes  Hendus,  xlviii.  101 ;  Ann,  Chcm,  Pharm.  ex.  126. 
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Ethyfene  oxide  is  evolved  as  a  gas,  which  is  first  passed 
through  a  tube  filled  with  chloride  of  calcium,  and  then  into  a 
well-cooled  receiver,  where  it  condenses.  In  order  to  prepare 
it  perfectly  pure  it  must  be  allowed  to  stand  over  calcium 
chloride  and  afterwards  be  rectified. 

Ethylene  oxide  is  a  pleasantly  smelling  ethereal  liquid  boiling 
at  13*'5,  and  at  0*  having  a  specific  gravity  of  0  8945,  whilst 
that  of  the  vapour  is  1*422.  It  mixes  with  water,  alcohol  and 
ether,  in  every  proportion.  When  sodium  amalgam  is  added  to 
its  aqueous  solution  it  is  reduced  to  ethyl  alcohol^  Although 
it  possesses  a  neutral  reaction  it  acts  as  a  very  strong 
base,  and  hence  forms  "a  link  between  organic  and  mineral 
chemistry."  *  Thus  for  example,  it  unites  so  easily  with  hydro- 
chloric acid  to  form  ethylene  chlorhydrate  that  when  equal 
volumes  of  the  gases  are  brought  together  over  mercury,  the 
combination  takes  place  as  quickly  as  between  hydrochloric  acid 
and  ammonia.  It  unites  with  acetic  acid  directly,  forming, 
according  to  the  quantity  added,  cither  monacetate  or  diacetate. 
Brought  in  contact  with  magnesium  chloride,  it  yields  a  preci- 
pitate of  magnesia  which  forms  slowly  in  the  cold  but  quickly 
when  warmed : 

2C,H,0  +  2Kfi  +  MgCl,  =  2C,H,  |  ^g^  +  Mg(OH)^ 

It  acts  in  a   similar    way    with    the   salts  of   copper,    iron, 
aluminium,  &c.' 

471  Biethylene  jyioxide,  (CgHJgOj.  If  ethylene  oxide  be 
brought  in  contact  with  well-cooled  bromine,  and  if  the  mixture 
be  allowed  to  remain  in  a  freezing  mixture  for  a  day,  orange- 
yellow  or  ruby-red  prisms  separate  out,  possessing  the  composi- 
tion (CJB^fi)2RT^  These  melt  at  65'',  and  are  again  formed  ou 
cooling.  The  constitution  of  this  singular  compound  has  not 
as  yet  been  satisfactorily  ascertained.  It  contains  bromine  only 
loosely  combined,  as  it  gradually  parts  with  this  element  in  the 
cold  in  contact  with  mercury,  when,  instead  of  ethylene  oxide 
being  formed,  the  bimolecular  compound  is  set  free.  This  is  a 
pleasant  but  faintly-smelling  liquid,  boiling  at  102^  and  having  a 
specific  gravity  at  0°  of  1-0482,  whilst  that  of  its  vapour  is  310. 
On  cooling,  it  solidifies  to  a  crystalline  mass,  melting  at  O*'.^ 

*  Wurtz,  Comptes  Rendus,  liv.  277 ;  Ann,  Chem.  I^rtn.  cxxii.  854. 

*  Wurtz,  Journ,  Chem.  Soc,  xv.  887. 

*  Comptai  Itendus,  1.  1195 ;  Ann,  Chem,  Pharm,  cxvi.  249. 

*  CompUa  HendiLs,  )iv.  277  ;  Ann.  Chem,  Pharm,  cxxii.  354. 
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Diethylene  dioxide  has  doubtless  the  following  constittition  : 

Para^hylene  Oxide,  Ethylene  oxide  on  standing  for  some 
time'  is  converted  into  a  polymeric  modification,  which  is  a 
white  crystalline  mass,  melting  at  66*".^ 

POLYETHYLENE  ALCOHOLS. 

47a  If  ethylene  oxide  be  heated  with  water  to  100*  these  sub- 
stances combine  to  form  ethylene  glycol,  and  this,  in  its  turn, 
combines  with  the  free  ethylene  oxide  to  form  polyethylene 
alcohols.  These  bodies  are  also  obtained  by  heating  glycol  with 
ethylene  oxide  *  or  ethylene  bromide.* 

The  following  are  known  : 

B.P. 
Diethylene  alcohol,        0\c^h*"oH      ^^^"^ 

Q/C,H,.OH 
Triethylene  alcohol,         /C,H^  290** 

°\C2H,.0H 

Tetrethylene  alcohol,     0<^^^*  230*  \^f ^^  P^^^^^  ^^ 

\C2H,.0H 

Pentethylene  alcohol,    ^/CaH^  281**        „        „ 

o>CA 

^  Cmnpi,  JUnd.  Izxziii.  1141. 

'  Wurtz,  Compt,  Rend,  xlix.  813 ;  L  1195 ;  Ann,  Chem,  Pharm.  cxiii.  255 ; 
cxn.  249. 
•  Looren^,  Ann.  Chem,  Fharm,  cxyii.  269  ;  Awn,  Ckim.  Phys,  [3],  IxviL  288. 
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C,H,.OH 

o>CA 

Hexethylene  alcohol,     ^\ri  xr  325°  under  a  pressure  of 

q/'^s"*  25  mm. 

These  are  all  thick,  viscid  liquids,  soluble  in  water.  Their  pro- 
duction from  ethylene  oxide  and  glycol  is  readily  understood, 
and  their  formation  from  ethylene  bromide  and  glycol  is  repre- 
sented by  the  following  equations : 

CH.<gfl  +  C,H,<gg  =  ^^>     +HBr. 

Polyethylene  alcohols  are  also  formed  when  glycol  is  heated  with 
ethylene  chlorhydrin,  this  reaction  taking  place  at  about  120**. 
When  heated  more  strongly,  the  chlorhydrins  or  bromhydrins  of 
the  polyethylene  alcohols  are  formed.  The  ethers  of  these  same 
alcohols  are  produced  by  heating  ethylene  oxide  with  the  acids 
or  anhydrides. 

ETHEREAL  SALTS  OP  ETHYLENE. 

473  The  number  of  these  is  very  large,  as  not  only  one  or  both 
of  the  hydroxyls  in  glycol  can  be  replaced,  but  two  different 
radicals  may  be  introduced. 

Ethylene  Chlorhydrin,  or  Chlorhydrate,  C2H^C1(0H).  This 
compound  was  first  obtained  by  Wurtz  by  saturating  ethylene 
alcohol  at  the  ordinary  temperature  with  hydrochloric  acid  gas 
and  then  heating  the  solution  in  closed  tubes  to  100°,  opera- 
tions which  must  be  several  times  repeated  in  order  to  convert 
the  glycol  completely  into  chlorhydrin.  The  product  is  then 
treated  with  potassium  carbonate  and  purified  by  fractional 
distillation.^  It  is  also  formed  when  glycol  is  warmed  with 
sulphur  monochloride :  * 

20,H,(OH)2  +  2S2CI2  =  2C2H,C1(0H)  +  2HC1  +  SO^  +  3S. 

'  Ann.  Chim.  Phys.  [3],  Iv.  400  ;  Ann.  CTum.  Phainn,  ex.  125. 
-  Carius,  Ann.  Chcm.  Fharm.  cxxvi.  195. 
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It  is  likewise  produced  by  the  direct  combination  of  ethylene 
and  hypochlorous  acid.^  In  order  to  prepare  it.  according  to 
this  reaction,  a  large  balloon  is  filled  with  defiant  gas,  and 
the  hypochlorous  acid  obtained  from  6  grams  of  mercuric 
oxide  added  for  every  1  liter  of  the  gas.  This  is  then  allowed 
to  stand  for  some  days  and  the  liquid  diluted  with  water,  any 
hypochlorous  acid  which  may  be  present  being  destroyed  by 
the  addition  of  sodium  thiosulphate.  The  hquid  is  then  dis- 
tilled until  the  distillate  ceases  to  have  a  sweet  taste,  saturated 
with  sodium  chloride,  and  the  chlorhydrin  removed  from  the 
liquid  by  shaking  with  ether.* 

Ethylene  chlorhydrin  is  a  colourless,  sweet-tasting  liquid, 
boiling  at  128^  its  vapour  having  a  density  of  2*797.  When 
brought  in  contact  with  water  and  sodiun^  amalgam  it  is  con- 
verted into  ethyl  alcohol,  and  it  yields  chloracetic  acid  on 
oxidation.  Hence  it  may  be  regarded  as  nioiwchloT'ethyl- 
alcohol. 

Ethylene  DiMoride,  CjH^Clj.  This  compound  is  known,  from 
its  discoverers,  as  Dutch  liquid.  It  is  easily  formed  when 
ethylene  and  chlorine  are  brought  together,  but  the  combina- 
tion takes  place  slowly,  inasmuch  as  the  double  linkage  of  the 
carbon  has  first  to  be  replaced  by  single  linkage.  If  one  volume 
of  ethylene  and  two  volumes  of  chlorine  are  equally  mixed  and 
the  whole  ignited,  a  deep  red  flame  passes  through  the  mixture, 
hydrochloric  acid  is  formed  and  thick  clouds  of  soot'  are 
deposited  (Deiman,  &c.). 

At  the  time  of  the  discovery  of  Dutch  liquid,  chlorine  was 
considered  to  be  oxidized  muriatic  acid,  and  hence  it  was 
assumed  that  in  the  formation  of  the  oil  the  oxygen  united 
with  the  hydrocarbon,  and  the  product  w^  looked  upon  as  a 
body  resembling  some  of  the  fatty  oils.  It  was  recognized  by 
Colin  and  Robiquet'  to  be  analogous  to  hydrochloric  ether 
(ethyl  chloride),  and  its  composition  was  afterwards  determined 
by  Liebig,*  Dumas,*  and  Regnault,*  who  investigated  the 
compound  more  closely. 

^  Caritifl,  ib,  cxxiv.  257. 

•  Butlerow,  Ann,  Chem,  Pharm.  cxliv.  40.  The  solution  of  hjrpocliloroiifl 
acid  must  be  prepared  from  moist,  freshly-precipitated  mercuric  oxide,  in  which 
the  amount  of  dry  oxide  must  he  determined.  To  four  grams  of  the  latter  so 
much  water  and  ice  ia  added  that  15  parts  of  the  mixture  contain  one  part  of  dry 
oxide.  This  is  then  saturated  in  the  dark  with  chlorine  f^as,  and  afterwards  hau 
as  much  moist  oxide  added,  and  the  mixture  used  directly. 

'  Ann.  Chim.  Phys.  [2],  i.  337.  *  Ann,  Pharm.  i.  213  ;  ix.  20. 

»  Ann.  Chim.  Phys.  xlviiL  185 ;  Ivi.  145.       «  Ih.  Iviii  801 ;  Ixix.  161. 
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In  order  to  show  the  formation  of  Dutch  liquid,  the  apparatus 
employed  by  Colin  and  Robiquet  and  since  improved  upon  may 
be  used.  In  the  tubulated  balloon  (Fig.  100)  equal  volumes  of 
dry  ethylene  and  chlorine  are  brought.  The  ethylene  dichloride 
which  is  formed  condenses  on  the  sides  of  the  glass  and  falls 
into  the  flask,  which  is  kept  cool  by  water,  as  heat  is  of  course 
evolved  during  the  reaction. 

In  order  to  obtain  larger  quantities  of  ethylene  dichloride, 
Limpricht's  method  may  be  employed.  For  this  purpose  ethyl- 
ene is  passed  into  a  slightly-warmed  mixture  of  2  parts  of 
manganese  dioxide,  3  parts  of  common  salt,  4  parts  of  water, 
and  5  parts  of  sulphuric  acid  until  the  black  colour  of  the  man- 
ganese has  disappeared,  and  then  the  chloride  is  distilled  off. 


Fig.  100. 
Coal-gas  may  also  be  employed  as  a  source  of  ethylene,  but  in 
this  case  propylene  chloride  and  higher  homologues  are  formed, 
along  with  other  chlorinated  products.  Nearly  pure  ethylene 
dichloride  may,  however,  be  separated  from  this  mixture  by 
fractional  distillation.^ 

The  latter  compound  is  also  formed  by  the  action  of  ethylene 
on  antimony  pentachloride,  chromium  oxychloride,  and  cupric 
chloride.  If  the  latter  salt  be  fused  in  an  atmosphere  of  the 
gas,  large  bubbles  are  evolved,  which  ignite  and  bum  with  a 
red  flame  with  formation  of  hydrochloric  acid  and  deposition 
of  soot.* 


*  Ann,  CJiem,  Pharm,  xciv.  245. 


*  Wohler,  Pogg.  Ann,  xiii.  297. 
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Ethylene  dichloride  is  also  obtained  by  treating  glycol  with 
pentachloride  of  phospbonis  (Wurtz),  or  by  heating  ethylene 
alcohol  with  an  excess  of  fuming  hydrochloric  acid  to  100^^  It 
is  also  found  in  large  quantity,  together  with  ethyl  chloride  and 
other  bodies,  in  the  by-products  in  the  manufacture  of  chloral 
(see  part  i.  p.  539).  According  to  Kramer,*  it  is  here  produced, 
together  with  its  isomeride  ethidene  chloride,  by  the  action  of 
chlorine  on  ethyl  chloride;  whilst  according  to  StadeP  this 
latter  compound  only  yields  ethidene  chloride  as  a  further 
substitution-product. 

Ethylene  dichloride  is  a  thin  oily  liquid,  insoluble  in  water 
and  possessing  a  pleasant  smell  and  sweet  taste.  It  boils  at 
83^-5,  and  at  O**  has  a  specific  gravity  of  1-28082,*  whilst  that  of 
its  vapour  is  3*44  (Gay-Lussac). 


CHLORINE  SUBSTITUTION-PRODUCTS  OF 
ETHYLENE. 

A  description  of  these  compounds  may  here  follow,  as  ethy- 
lene dichloride  serves  as  their  point  of  departure. 

MonocJilaretht/lene  or  Vinyl  Chloride,  CjHjCl,  was  discovered 
by  Liebig  and  afterwards  investigated  by  Regnault.*  In 
order  to  prepare  it,  ethylene  dichloride  is  brought  in  contact 
with  alcoholic  potash  and  allowed  to  stand  for  some  days  until 
no  further  chloride  of  potassium  separates  out.  The  mixture 
is  then  warmed  gently  and  the  gas  led  through  a  vessel  cooled 
with  ice,  and  passing,  for  the  purpose  of  purification,  through 
sulphuric  acid  and  caustic  potash.  Monochlorethylene  is  a  gas 
having  an  ethereal  smell,  and  condensing  in  a  freezing  mixture 
to  a  mobile  liquid  boiling  between  —18°  and  —15°.  It  is  also 
formed  by  the  action  of  alcoholic  potash  on  ethidene  dichloride, 
CHj-CHCly  Exposed  to  sunlight  it  is  converted  into  a  viscous 
amorphous  insoluble  mass. 

If  the  gas  be  passed  into  antimony  pentachloride  it  is 
quickly  absorbed,  monochlorethylene  dichloride,  CHjCl— CHClg, 
being  formed.     This  same  body  is  also  produced  when  ethylene 

^  Schorlemmer,  Joum.  Chem,  Soc.  1881,  i. 

*  Ber.  DeuUdu  Chem.  Ges.  iii.  259. 
»  Ann,  Chem,  Pharm,  cxcv.  183. 

*  Thorpe,  Jaum.  Chem.  Soc.  1880,  i.  182. 
»  Ann.  Chim,  Phys.  Iviii.  808. 
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dichloride  is  treated  with  chlorine  in  the  sunlight.  It  is  like- 
wise found  in  the  by-products  of  the  chloral  manufisu^ture.^  It 
is  a  liquid  smelling  like  ethylene  chloride,  boiling  at  113''  and 
having  a  specific  gravity  at  0°  of  1-4223.^ 

DuMordhylene,  CHj— CClg,  is  produced  by  the  action  of 
alcoholic  potash  on  the  last-named  compound  (Regnault).  It 
is  a  mobile  liquid  boiling  at  37°  (Kramer),  and  having  a  specific 
gravity  at  15**  of  1*250.  Dichlorethylene  passes  very  quickly 
into  a  white  amorphous  polymeric  modification,  insoluble  in  the 
ordinary  solvents.  It  unites  with  chlorine  to  form  diMorethyU 
me  dichloride,  CHgCl— CCl,,  a  body  which,  however,  has  not 
been  prepared  pure  in  this  way.  It  is  formed,  together  with 
its  isomeride  acetylene  tetrachloride,  CHClj— CHCl,  (a  body 
which  will  be  described  further  on),  by  the  action  of  chlorine  on 
ethylene  dichloride  and  monochlorethylene  dichloride,  and  is  a 
liquid  boiling  at  127''-5.« 

Tricfdorethylene,  CHClmCClj,  is  obtained  by  acting  with 
alcoholic  potash  on  either  of  the  isomeric  chlorides,  CgHjCl^,  as 
well  as  by  treating  tetrachlorethylene  or  hexchlorethane  with 
zinc  and  dilute  sulphuric  acid.*  It  is  a  liquid,  boiling  at  90^ 
and  combines  with  chlorine  to  form  trichlorethylene  dichloride, 
CHClg— CCI3,  which  is  also  formed  by  the  continued  action  of 
chlorine  on  the  foregoing  bodies  or  on  ethyl  chloride.  For  this 
reason  it  is  also  termed  pentcccJdorethaTie.  It  is  readily  prepared 
by  the  action  of  phosphorus  pentachloride  on  chloral.^  It  is  a 
liquid  having  a  sweet  burning  taste  and  a  pleasant  honey-like 
smell,  boiling  at  159**  and  having  at  0**  a  specific  gravity  of 
l-7089.« 

Tetrachlorethylene,  CjCl^.  This  compound,  which  was  formerly 
called  protochloride  of  carbon,  waa  obtained  by  Faraday,  in 
1821,  by  passing  the  vapour  of  hexchlorethane,  CgCl^,  through 
a  red-hot  tube.^  Regnault  prepared  it  from  the  latter  com- 
pound by  acting  upon  it  with  alcoholic  solution  of  potassium 
hydrosulphide :  ® 

CgClg  +  2KSH  «  CjCl^  +  2KC1  +  SH^  +  S. 

^  Kramer,  Ber,  Deuiach,  Chem.  Oes,  iii.  259. 

■  Pierre,  Ann,  Chem.  Pharm.  Ixxx.  127. 

»  Stadel,  Am^  Chem.  Pharm,  cxcv.  187. 

<  Fischer,  Jahreab.  1864,  481. 

'  Patemo,  Comptea  Rcndus,  Izviii.  450  ;  Ann,  Chem,,  Pharm,  cli.  117. 

•  Thorpe,  Joum,  Chem,  Soc  1880,  i.  192. 

»  Phil.  Trans,  1821,  47. 

'  Ann.  Chem.  Pharm.  xxx.  850 ;  xxxiii.  824. 
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It  is  also  formed  from  hexchlorethane  by  the  action  of  reducing 
agents,  such  as  zinc  and  dilute  sulphuric  acid  or  zinc  filings  in 
presence  of  alcohoL^  The  reduction  in  this  way  may  readily  go 
further,  and,  according  to  Bourgoin,  a  pure  product  is  obtained 
by  dissolving  hexchlorethane  in  double  its  weight  of  aniline  and 
heating  this  to  ITO"*.  The  distillate,  which  still  contains  some 
of  the  higher  chlorinated  compound,  is  distilled  with  an  equal 
weight  of  aniline  at  130^ — 140^  and  the  distillate  then  freed 
from  aniline  by  dilute  sulphuric  acid.^ 

It  is  a  highly  refracting  mobile  liquid,  boiling  at  121^  and  at 
O""  having  a  specific  gravity  of  16595,  whilst  that  of  it«  vapour 
is  5-82  (Regnault). 

It  again  combines  with  dry  chlorine  in  the  sunlight  to  form 
hexchlorethane,  but  when  placed  under  a  layer  of  water,  trichlor- 
acetic acid  is  also  formed.  When  tetrachlorethylene  is  heated 
with  sulphur  trioxide  to  150*,  trichloracetyl  chloride  is  formed : 

CCljizCCl^  +   SO3  =   CCI3-COCI  +   SOy 

Hexchlorethane,  CgCl^,  was  first  prepared  by  Faraday  by  the 
continued  treatment  of  ethylene  chloride  with  chlorine.  It  is 
the  final  product  of  the  action  of  this  element  on  ethyl  chloride 
and  on  all  the  foregoing  substitution-products.  It  may  be  formed 
synthetically  by  passing  a  mixture  of  hydrogen  and  tetracblor- 
methane  vapour  through  a  rod-hot  tube  :  * 

Ca.  H  CCI3  HCl 

*+!-!        + 

COl^  H  CCl,  HOI. 

Hexchlorethane  crystallizes  in  rhombic  prisms  and  has  a  strong 
aromatic  camphor-like  smell.  It  is  tolerably  soluble  in  alcohol, 
still  more  so  in  ether,  but  scarcely  dissolves  in  water.  When 
heated,  it  sublimes  at  a  temperature  below  its  melting  point, 
which  lies  at  185** — 18T*.  In  order  to  bring  the  liquid  to  the 
boiling  point  it  must  be  heated  under  pressure.  When  the 
pressure  is  reduced  to  one  atmosphere  a  sudden  solidification 
takes  place,  from  which  it  appears  that  the  melting  point  of 
this  compound  lies  somewhat  higher  than  its  boiling  points 

Ethylene  Bronihydrin,  C^JiT(0'H),  is  obtained  by  saturating 
ethylene  glycol  with  hydrobromic  acid,  and  heating  the  solution  to 

*  Geuther,  i6.  cvii.  212. 

*  Bourgoin,  BulL  Soc,  Chim.  zziii.  244. 

*  Stadeler,  Ann,  Chem.  Pkarm,  Suppl.  ^ni.  168. 
^  Hahn,  Ber.  DetUteh,  Chem.  Oea.  xi.  1735. 
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100^  It  is  a  thickish  pleasantly  smelling  liquid  which  has  a 
bitter  taste.  It  boils  at  147^  and  has  at  8*"  a  specific  gravity  of 
1-66,  that  of  its  vapour  being  4'3025.i 

474  Ethylene  Dibromide,  CjH^Brg,  was  first  prepared  by  Balard.^ 
It  is  easily  formed  by  passing  ethylene  into  well-cooled  bromine 
which  is  covered  by  a  layer  of  water.  In  order  not  to  be  incon- 
venienced by  the  bromine  vapours  which  are  evolved,  the 
arrangement  suggested  by  Hofmann  ^  is  employed.  A  strong 
glass  bottle  of  two  to  three  liters  capacity  is  filled  with 
ethylene  under  water,  and  120  grams  of  bromine  together  with 
the  same  quantity  of  water  arc  poured  in,  and  the  cork  quickly 
replaced  by  one  carrying  a  glass  tube  which  passes  nearly  to 
the  bottom  of  the  vessel,  and  being  connected  by  a  caoutchouc 
tube  with  a  gas-holder  containing  ethylene.  The  gas  is  now 
allowed  to  pass  in,  the  whole  being  shaken  until  no  more 
absorption  takes  place.  More  bromine  is  then  added,  and  the 
operation  repeated  until  a  sufficient  quantity  of  the  dibromide 
is  obtained. 

In  order  to  prepare  larger  quantities,  the  method  described 
by  Erlenmeyer  and  Bunte,  and  shown  in  Fig.  101,  may  be  used. 
The  ethylene  is  prepared  by  the  method  already  described, 
and,  in  order  to  obtain  it  as  pure  as  possible,  it  is  passed 
through  an  empty  bottle  (a)  to  condense  any  vapours  of  ether 
and  alcohol  which  may  be  present ;  the  bottle  (b)  containing 
sulphuric  acid  retains  any  of  these  products  which  are  not 
condensed  in  (a),  whilst  (c)  and  {d)  contain  caustic  soda. 

The  air  is  first  driven  out  of  this  part  of  the  apparatus,  and 
the  bottle  (e)  two-thirds  filled  with  bromine  and  water,  and  con- 
nected on  one  side  with  the  upright  tube  R,  and  on  the  other 
side  with  the  bottle  (/),  which  is  filled  to  a  height  of  five  cm. 
with  broken  glass,  and  then  with  lumps  of  dry  soda-lime.  The 
air  is  now  driven  out  so  that  the  tube  R  is  half  filled  with 
bromine,  and  the  tube  connected  with  the  bottle  (d),  and 
ethylene  is  passed  in  until  the  colour  of  the  bromine  has  dis- 
appeared. The  crude  product  is  purified  by  washing  with  caustic 
soda  and  water,  then  dried  over  calcium  chloride,  and  rectified. 

Ethylene  bromide  is  a  mobile  pleasantly  smelling  liquid,  having 
a  sweet  taste,  boiling  at  131**'5,  and  having  a  specific  gravity  at  0** 
of  2'-2132  (Thorpe),  whilst  that  of  its  vapour  is  6-485  (Regnault). 
It  solidifies  in  the  cold  to  crystals  which  melt  at  d'^o  (Eegnault). 

1  Henry,  Ann.  Cfhim,  Pkys.  [4],  xxvii.  250.  *  lb.  [1],  xxxii.  875. 

•  Joum,  Chem.  Soc,  xiii.  67. 
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When  heated  with  water  to  150** — 160''  it  is  converted,  as  Carius 
has  shown,  into  hydrobromic  acid  and  aldehyde.^  In  this 
decomposition  glycol  as  we  know  now  is  first  formed  (p.  34). 

475  Monobromethylene,  or  Vinyl  Bromide,  CjHjBr,  is  formed  by 
the  action  of  alcoholic  potash  on  ethylene  bromide,*  or  ethidene 
bromide.^  It  is  a  liquid  which  boils  at  18^  and  has  a  specific 
gravity  of  1*66,  and  in  the  sunlight  is  converted  into  an 
amorphous  polymeric  modification.  When  treated  with  very 
concentrated  hydrobromic  acid,  it  unites  to  form  ethylene 
bromide.  With  a  weak  acid,  on  the  other  hand,  it  forms 
ethidene  bromide.*  It  combines  also  with  chlorine  and  bromine 
to  form  a  dichloride  and  dibromide,  and  from  these  a  series  of 
substituted  ethylenes  and  additive-products  may  be  prepared,* 
of  which  the  following  may  be  mentioned. 

Tetrdbrometkylene,  CjBr^,  is  not  only  formed  from  pentabrom- 
ethane,*  but  also  together  with  other  products  by  the  action  of 
bromine  on  alcohol  or  ether.^  It  crystallizes  from  alcohol  in 
laminae  which  melt  at  53^  and  have  an  aromatic  smell  and  a 
sharp  burning  taste. 

ITexbroTnethane,  CgBr^  crystallizes  from  solution  in  carbon 
disulphide  in  thick  transparent  tetragonal  prisms  which  decom- 
pose at  200° — 210°  without  previously  melting,  giving  rise  to 
the  foregoing  compound  and  bromine.®  It  is  distinguished  from 
tetrabromethylene,  inasmuch  as  it  is  not  volatilized  in  a  current 
of  steam.® 

Ethylene  Chlorhromide,  CgH^ClBr,  is  obtained  by  pas^ng 
ethylene  into  a  well-cooled  aqueous  solution  of  bromine 
chloride.^®  It  is  also  formed  by  the  action  of  bromine  on 
ethylene  chloriodide,^^  and  is  a  liquid  resembling  ethylene  dibro- 
mide, boiling  at  107** — 108°,  and  having  at  0°  a  specific  gravity 
of  1*79.     Alcoholic  potash  converts  it  into  monochlorethylene. 

Ethylene  lodhydrin,  CJBlJ.  (OH),  was  prepared  by  Butlerow 
and  Ossokin,  by  heating  the  chlorhydrin  with  potassium  iodide. 
It  is  a  heavy  oily  liquid  having  a  burning  taste  and  characteristic 
smell,  and  can  be  distilled  in  a  vacuum  without  decomposition.^^ 

*  Antu  Chem.  Pharm,  cxxxi.  178.  *  Regnatilt,  Autl  Pharm,  xv.  63. 
>  Beilstein,  Bull,  Soc.  Chim,  1861,  121. 

*  Reboul,  Comptes  JUndtcs,  liv.  1229 ;  Ann.  Chem,  Pharm.  cxxiv.  267. 

•  See  iJeuzel,  Ann.  Chem.  Phat'm.  cxcy.  205. 

•  Lennox,  Ptoc.  Roy,  Soc.  xi.  257. 

^  Lowig,  Pogg,  Aim.  xvi.  877.  •  Reboul,  loe.  cU. 

"  Merz  and  Weith,  Ber,  DetUxh.  Chem.  Oes,  xi.  2239. 

^®  Simpson,  Proe.  Roy.  Soc.  xxvii.  118. 

^^  Henry,  Anfk  Chem.  Pharm,  clvL  14.  ^^  lb.  cxliy.  42. 
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476  Bthylene  Diriodide,  CgH^Ig,  was  first  prepared  by  Faraday 
in  1821,  by  acting  on  ethylene  with  iodine  in  the  sunlight.^  It 
is  also  formed  when  the  gas  is  passed  into  iodine  warmed  to 
50** — 60"*.*  It  is,  however,  best  prepared  according  to  the 
process  of  Semenoff,  by  passing  ethylene  into  finely-powdered 
iodine  mixed  with  alcohol  so  as  to  form  a  thin  paste.  When  a 
considerable  quantity  of  the  compound  has  been  separated  out, 
the  iodine  solution  is  poured  off,  mixed  again  with  iodine,  and 
the  operation  repeated.  The  crystals  thus  obtained  are  pure 
after  they  have  been  washed  with  cold  alcohol.*  It  crystal- 
Uzes  in.  colourless  tables  or  prisms  melting  at  81* — 82^*  It 
possesses  an  aromatic  smell,  and  the  vapour  attacks  the  eyes  and 
produces  headache.  It  is  a  very  unstable  compound,  being 
easily  converted  in  the  presence  of  light  into  iodine  and 
ethylene.  When  heated  it  also  decomposes,  though  a  portion 
of  it  sublimes,  and  it  may  be  sublimed  without  decomposition 
in  an  atmosphere  of  ethylene. 

Wben  ethylene  iodide  is  heated  with  alcohol  to  TO"*,  the  com- 
pound CgHgCCHLCHj  is  formed.  This  is  moniodethyl  acide, 
and  is  a  yellow  oily  liquid  having  a  sharp  overpowering  smell. 
Sodium  ethylate  converts  it  into  acetaJ.'^ 

Alcoholic  potash  converts  ethylene  di- iodide  into  moniodethylene 
or  vinyl  iodide,  CjHjI,*  a  decomposition  which  may  easily  pass 
on  further,  when  much  acetylene  is  evolved.^  It  is  a  colourless 
liquid  having  an  alliaceous  smelly  boiling  at  S^"  and  at  0'' 
having  a  specific  gravity  of  2  08. 

Ethylene  Chlariodide,  C2H4CII,  is  formed  when  ethylene  is 
passed  into  an  aqueous  solution  of  iodine  monochloride.^  It  is 
an  oily  liquid  boiling  at  140^  and  at  10""  having  a  specific  gravity 
of  2*1644  (Thorpe).  Alcoholic  potash  converts  it  into  mono- 
chlorethylene,  and  when  heated  with  finely  divided  silver  to 
160**  ethylene  and  ethylene-dichloride  are  formed.*^ 

Ethylene  Bromiodide,  CjH^BrL  This  body  is  formed,  according 
to  Simpson,  by  passing  ethylene  into  an  aqueous  solution  of 
iodine  bromide.     It  is  deposited  in  white  needles  resembling 


^  Quart.  Jowm,  Science,  xiii.  429.  *  Regnattlt,  Ann.  Pharm.  zr.  67. 

>  Zeitsch.  Chem.  1^64,  673. 

*  Aronstein  and  Eramps,  Bcr.  Deutsche  Chem.  Cfes,  ziii.  489. 

•  Baamstark,  Ber.  Deutach.  Chtm,.  Ges.  viL  1172. 
'  Regnaalt,  Ann.  Pharm.  xt.  68. 

'  Gustavson,  Joum.  Buss,  Chem.  Oe$.  yi.  164. 

•  Simpoon,  Proc.  Boy.  Soe.  xii.  278. 

*  Friedel  and  Silya,  Bull.  Soe,  Chim,  zvii.  242. 
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ethylene  iodide,  melts   at   28®,  and  boils    between    162*  and 

ler.i 

477  Sulphates  of  Ethylene,  When  ethylene  alcohol  is  heated 
with  concentrated  sulphuric  acid  to  ISO**,  it  forms  ethylene-hydroxy' 
sulphuric  add,  C2H^(0H)S04H,  a  body  which  is  not  known  in 
the  pure  state.  The  barium  salt  is  easily  soluble,  it  forms  a 
white  solid  mass  which  decomposes  readily  in  aqueous  solution 
with  formation  of  glycol,  sulphuric  acid,  and  barium  sulphate.* 

Ethylenemlphuric  Add,  C2H4(SO^H)2,  is  formed  when  glycol 
is  allowed  to  fall  drop  by  drop  into  chlorsulphonic  acid  which  is 
cooled  by  ice : 

2SO2 1  OH  "**  ^2^*  i  OH  "  ^2^*  {  0S0'!0H  ■♦■  ^^^^• 

It  is  a  thick  liquid,  which  decomposes  only  at  160';  on  heating 
with  water  is  resolved  into  sulphuric  acid  and  glycol.  Its  barium 
salt,  C2H^(SO^)2Ba  +  2H2O,  crystallizes  in  slender  interwoven 
needles.* 

Ethylene  Nitrite,  G^^(^0^^,  This  compound  was  first 
obtained  by  Semenoff  by  passing  ethylene  into  liquid  nitrogen 
tetroxide.  An  oily,  very  poisonous  body  is  formed  at  the  same 
time,  but  this  has  not  been  further  investigated.  The  nitrite 
may  be  obtained  in  the  purer  state  by  passing  ethylene  into 
pure  ether,  and  at  the  same  time  allowing  nitrogen  tetroxide  to 
drop  in.  Ethylene  nitrite  crystallizes  in  tables  or  prisms  which 
fuse  at  37°"5,  and  sublime  at  a  higher  temperature  with  partial 
decomposition.*  It  has  not  yet  been  ascertained  whether  this 
compound  is  a  nitrous  ether  or  dinitro-ethylene,  though  the 
former  of  these  views  is  the  more  probable,  as  amyl  nitrite 
prepared  in  a  similar  way  is  doubtless  a  nitrous  ether. 

When  tetrachlorethylene  is  heated  with  nitrogen  tetroxide  to 
110'— 120',  dinitro-tetrachlorethylene,  C^0\J^^O^^,  is  formed, 
a  body  crystallizing  from  alcohol  in  feathery  needles.  It  smells 
like  chlorpicrin,  and  is  easily  decomposed  on  heating,  but 
sublimes  in  a  current  of  aqueous  vapour.^ 

Ethylene  Nitri-nitrate,  CgH^  -|  q^q  ,  is  formed  when  ethyl- 
ene is  passed  into  a  well-cooled  mixture  of  concentrated  nitric 
and  sulphuric  acids.      It  is  a  colourless  oily  liquid  having  a 

^  Simpson,  Proc.  Roy.  Soc,  xxii.  51.  '  lb.  ix,  725. 

■  Claesson,  Joum,  Prakt.  Chem,  [2],  xx.  2. 

«  JZeitsch,  C/iem,  1864,  678.  ^  Kolbe,  Ber,  DeiUseh,  Chem.  Oes.  u.  826. 
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spirituous  and  pungent  smell,  the  vapour  attacking  the  eyes 
and  producing  headache.  On  heating,  decomposition  takes 
place.  Alkalis,  as  ^ell  as  dilute  hydriodic  acid,  convert  it  into 
ethylene  alcohol,  a  reaction  which  shows  that  it  is  not  a  nitro- 
compound.^ 

Ethylene  Nitrate,  C^^{O^0^^,  is  produced  when  ethylene 
glycol  is  gradually  added  to  a  well-cooled  mixture  of  concen- 
trated nitric  and  sulphuric  acids.  It  is  a  colourless  oily  liquid 
having  an  unpleasant  sweet  taste,  and  taking  fire  readily,  burn- 
ing quickly  with  a  bright  flame.  It  decomposes  on  percussion, 
is  poisonous,'  and  is  converted  into  ethyl  alcohol  in  presence  of 
caustic  potash.^ 

In  a  similar  way  Ethylene  Chlomitrate,  CgH^Cl.NOs,  is  obtained 
from  ethylene  chlorhydrin,  and  this  substance  is  also  a  heavy 
oily  liquid  (Henry). 

478  BorcUe  of  Ethylene.  By  the  action  of  boron  trioxide  on 
ethylene  alcohol  the  monoborether  is  obtained  : 

(CI  ro.aH,.OH 

B^Cl    +    3C2H,(OH).    =    B^O.C;h,.OH    +    3HC1. 
(Cl  (0.C2H,.0H 

It  separates  out  from  its  solution  in  chloroform  in  yellowish- 
white  microscopic  laminae  which  are  decomposed  by  water  into 
boric  acid  and  glycol.  It  is  not  combustible,  but  colours  the 
luminous  gas  flame  of  a  bright  green.* 

Ethylene  Thiocyanatej  C2H^(SCN)j,  is  formed  by  heating 
ethylene  bromide  with  alcoholic  solution  of  potassium  thiocyan- 
ate.  It  is  sUghtly  soluble  in  cold  water,  and  more  easily  soluble 
in  hot  water  and  in  alcohol.  It  crystallizes  in  needles  or  rhom- 
bic tables,  melting  at  90^  and  having  a  sharp  taste.  Its  smell 
is  peculiar.  When  boiled  with  water  it  volatilizes,  its  vapour 
attacking  the  eyes.* 

Ethylene  Selenocyan^e,  C2H^(SeCN)2»  is  obtained  in  a  similar 
way  to  the  foregoing,  from  potassium  selenocyanate.  It  crystal- 
lizes from  boiling  water  or  alcohol  in  fine  white  needles,  which 
melt  with  decomposition  at  128"*.* 

Ethylene  Diformate,  03114(01102)2,  is  formed  by  boiling  glycol 

>  Kekul^,  BtT,  Deuisch,  Chem,  Ocs.  ii.  329. 

*  L.  Henry,  Ber,  DeuUch.  Chenu  Ota,  iii.  629 ;  Champion,  Ccmpl,  Rend.  Ixxiii. 
571. 

*  Conncler,  Ber.  DeutftcK.  Chem.  Oea.  xi  1106. 

*  Buff,  Ann,  Chem,  Pharm.  xcvl  862 ;  c.  228  ;  Sonnenschein  and  Meyer, 
Joum.  Prakt,  Chem.  Ixv.  257. 

^  Proskauer,  Ber.  J)cut8ch.  Chem.  Oes.  Tii.  1280. 
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with  3  to  4  parts  of  75  to  80  per  cent,  formic  acid  in  connection 
with  an  inverted  condenser..  The  product  is  then  distilled,  and 
a  liquid  obtained  which  boils  between  ITO** — ISO**,  and  this  also 
contains  monoformate.  In  order  to  remove  this  latter  compound 
it  is  again  heated  with  formic  acid,  and  the  pure  ether  is 
obtained  by  rectification  of  the  product.  It  is  a  mobile  liquid 
having  a  peculiar  smell  and  boiling  at  174°.^ 

e  OH 

479  EthyUne M(macetate,oT Ethylene Monacetin,  C^H^  j  OC  H  O 

The  formation  of  this  compound  has  already  been  described 
under  glycol  It  is  obtained  by  fractional  distillation  as  an  oily 
liquid  having  a  neutral  reaction,  a  faint  smell  resembling  acetic 
acid,  and  boiling  at  182^  It  is  heavier  than  water,  and  miscible 
with  this  liquid.  The  ether  is  also  formed  when  glycol  is  heated 
to  200'  with  the  necessary  quantity  of  acetic  acid.^  If  acetic 
anhydride  be  employed  in  place  of  acetic  acid,  the  reaction 
takes  place  at  170°.* 

Ethylene  Diaeetate,  or  Ethylene  Diacetin,  Cfi^iOG^fi)^^  is 
best  obtained,  according  to  Wurtz,  by  mixing  5  parts  of  ethylene 
bromide  and  9  parts  of  silver  acetate  with  acetic  acid  until  they 
form  a  thin  paste,  and  heating  this  for  some  days  to  100°.  It  is 
then  washed  out  with  ether,  the  latter  distilled  off,  and  the 
residue  fractionated.  It  is  also  obtained  by  heating  glycol  with 
excess  of  acetic  acid  to  200°  (Lauren^o).  Ethylene  diaeetate 
is  a  colourless  liquid,  having  a  specific  gravity  at  0°  of  1128, 
and  boiling  at  186° — 187°.  On  heating  it  has  a  faint  smell  of 
acetic  acid,  and  it  dissolves  at  22°  in  7  parts  of  water,  separating 
out  again  on  addition  of  calcium  chloride. 

{CI 
or  "FT  O 

is  obtained  by  heating  a  mixture  of  glycol  and  acetic  acid  satu- 
rated with  hydrochloric  acid,  or  better  by  passing  hydrochloric 
acid  gas  into  ethylene  monacetin  heated  to  100°  (Simpson).  It 
is  also  formed  by  the  action  of  acetyl  chloride  on  glycol 
(Lauren^o).  It  is  a  liquid  boiling  at  145°,  and  having  at  0°  a 
specific  gravity  of  1*1783. 

Ethylene  lodacetin,  CjH^  {  O  C  BLO'  ^^  formed  in  a  similar 
way  to  the  foregoing  compoimd  by  the  action  of  hydriodic  acid 

^  Henninger,  Bull.  Soe,  Chim.  [2\  7nn.  242. 
*  Lauren^,  Ann.  Chim.  Phys.  [3],  bcvii.  267. 
'  Simpson,  Fix>e,  Roy»  Soc,  x.  114. 
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on  the  cold  monacetin.     It  is  an  oily,  sweetish  liquid,  which 
on  cooling  crystallizes  in  tables  (Simpson). 

Besides  these  ethers  the  following  may  be  mentioned.     They 
have  been  prepared  by  Lauren9o,  Simpson,  and  Wurtz : 

B.P. 
f  OH 
Ethylene  monobutyrate,    CgH^  j  O  C  ILO     *^^*  ^^O"*- 

Ethylene  acetobutyrate,     C^TlA  Q  C^h!o     ^^^  *^  215^/ 

Ethylene  dibutyrate,  C^H^  |  q  Q^^O    ^^^  ^  ^^^**- 

r  OH 

Ethylene  mono  valerate,  CjjH^  j  O  P  H  O  ^^^^  240^ 
Ethylene  acetovalerate,  CjH^Jqq^^q  „  230^ 
Ethylene  divalerate,  C^H^  |  q  c'h!o         "     ^*^'^'- 


SULPHUR  COMPOUNDS  OF  ETHYLENE. 

f  OH 

480  Ethylene  Eydroxi/mlphide,  02H^-|  ^^tt,  was  obtained  by 

Carius  by  acting  on  potassium  hydrosulphide  with  ethylene  chlor- 
hydrin.  It  is  a  colourless  liquid  heavier  than  water,  having  a 
faint  smell  of  mercaptan.  Its  alcoholic  solution  gives  precipitates 
with  many  metallic  salts.^ 

Ethylene  Dihydrosulphide,  or  Ethylene  Mercaptan,  CgH^CSH)^. 
The  existence  of  this  compound  was  observed  so  long  ago  as 
1840  by  Lowig  and  Weidmann,  but  it  was  first  prepared  in  the 
pure  state  in  1862  by  Werner.  It  is  easily  formed  by  the  action 
of  ethylene  bromide  on  potassium  hydrosulphide  in  alcoholic 
solution.  It  is  a  colourless  highly  refracting  liquid,  boiling  at 
146^  and  having  a  specific  gravity  of  1-123  at  23*'-5.  It  dis- 
solves easily  in  ammonia  and  other  alkalis,  and  forms  insoluble 
mercaptides  with  the  heavy  metals.^ 

Ethylene  Sulphide,  CjH^S,  is  obtained  by  the  action  of  an 
alcoholic  solution  of  potassium  sulphide  on  ethylene  bromide, 

*  Carina,  Anji.  Chem,  Pharm,  cxxir.  267. 

*  ZeiMi,  Chem.  1862,  584. 
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52  THE  ETHYLENE  COMPOUNDS. 

and  was  first  prepared  by  Lowig  and  Weidmann  as  a  white 
amorphous  powder,  and  tern^ed  by  them  sulphetkerin.^ 

The  body  was  then  examined  ahnost  simultaneously  by 
Crafts,*  Wemer,3  and  Husemann,*  and  obtained  by  the  action  of 
an  alcoholic  solution  of  potassium  sulphide  on  ethylene  bromide. 
According  to  Crafts  the  product  contains  bromine,  but  if  it  be 
submitted  to  a  careful  dry  distillation,  a  white  crystalline  body 
of  the  above  composition  is  obtained,  and  this  is  purified  by 
heating  the  first  product  for  some  days  in  contact  with  ether, 
alcohol,  or  carbon  disulphide  to  150'' — 160^  Husemann  found, 
moreover,  that  this  compound  may  be  obtained  by  heating 
mercury  ethylene  mercaptide  with  ethylene  bromide : 

C,H,<;|>Hg    +    C,H,Br,    -    C,H,<(|>CjH,  +  HgEr, 

Hence  this  compound  is  diethylene  disuiphide,  and  its  consti- 
tution is  analogous  to  that  of  diethylene  dioxide.  Its  vapour 
density  was  also  found  to  correspond  to  this,  being  4*28. 

Diethylene  disulphide  crystallizes  from  hot  alcohol  in  white 
glistening  needles,  and  from  ether  in  hard,  glassy,  monoclinic 
prisms.  It  has  a  powerful  smell  and  pungent  taste,  sublimes  at 
111°  and  boils  at  about  200^ 

It  unites  directly  with  the  elements  of  the  chlorine  group. 
The  compound  with  iodine  is  comparatively  stable,  crystallizing 
in  monoclinic  tables,  having  the  formula  (C2H^)2S2l4,  or  perhaps 
CgH^SIg.  The  crystals  appear  red  by  transmitted  light,  but 
have  a  metallic  or  an  iron>black  lustre  by  reflected  light. 

Concentrated  nitric  acid  converts  the  disulphide  into 
(023.^)2^2^2*  ^  body  crystallizing  from  hot  water  in  white 
needles.  Heated  under  pressure,  (CgHJjSgO^,  or  C^H^SO,,  is 
produced,  a  body  which  forms  crystals  insoluble  in  water. 

Ethylene  Thiocarbonate,  CgH^.CSj,  is  formed  by  the  action  of 
sodium  thiocarbonate  on  ethylene  bromide.  It  crystallizes  from 
ether-alcohol  in  fine  golden-yellow  prisms,  melting  at  3G°"5. 
It  is  oxidized  by  dilute  sulphuric  acid  to  ethylene  oxyihiocarbonate, 
CgH^.COSj,  which  crystallizes  from  alcohol  in  tliin  needles, 
melting  at  31°. 

481  £thylens    Thwchlorides.      These  bodies,   discovered    by 

*  Fogg,  Ann.  xlix.  123. 

'  Ann.  Chan.  Pharm.  cxxiv.  110 ;  cxxviii.  220. 

*  Zeitach,  Chem.  1862,  684. 

*  Ann.  Chem.  I'harm.  cxxvi.  269. 
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Guthrie,^  are  formed  by  the  direct  union  of  ethylene  with  the 
chlorides  of  sulphur. 

Ethylene  Thiodichloride,  CgH^SCl^,  is  formed  by  passing 
ethylene  into  well-cooled  sulphur  dichloride,  which  must  be 
afterwards  heated  to  100^  It  is  a  liquid  having  a  taste  and 
smell  resembling  mustard-oil.  It  produces  blisters  when  brought 
on  the  skin,  and  at  the  ordinary  temperature  gives  off  a  small 
amount  of  vapour  which  attacks  the  mucous  membranes.  It 
decomposes  easily  on  heating. 

JSthylene  Dithiodichlaride,  {Gfi^fifil^*  ^®  formed  by  heating 
ethylene  with  sulphur  monochloride  to  100°.  It  is  a  light- 
yellow  liquid  having  a  sweet  pungent  odour  and  taste,  the 
vapours  of  which  attack  the  eyes  powerfully. 

Chlorethylene  IHthiodichlaride,  (0311301)282012,  is  formed  by 
the  action  of  ethylene  on  boiling  sulphur  monochloride.  It  is  a 
light-yellow  liquid  having  a  sweet  biting  taste  and  a  pleasant 
odour  resembling  that  of  lemons  and  peppermint. 

SULPHO-ACIDS  OF  ETHYLENE. 

482  Regnault,  in  1837,  was  the  first  to  point  out  that  ethylene 
unites  with  the  vapour  of  sulphur  trioxide,  forming  the  crystal- 
line compound  CgH^SjO^j,  to  which  he  gave  the  name  of  sul- 
phacetylic  acid.*  The  same  body  was  obtained  by  Magnus  by 
acting  with  alcohol  on  sulphur  trioxide.  He  termed  it  carbyl 
sulphate,  and  found  that,  in  contact  with  water,  it  gives  rise  to 
a  dibasic  acid,  to  which  he  gave  the  name  of  ethionic  add, 
OgH^SgOyHg,  but  that  when  boiled  with  water  it  is  converted 
into  monobasic  isetkionic  acid,  OgH^SO^H,  and  sulphuric  acid.* 
Later  investigations  have  proved  that  the  last-named  acid  is  a 
sulphonic  acid,  and  that  these  compounds  have  the  following 
constitution : 

Carbyl  Snlphate.  Ethionic  Acid.  Isethionic  Acid. 

yO     -SO.  .O.SO2.OH                    /OH 

OgH^            I  G,n,(  G,Il,( 

^SO^— 0.  \S02.0H.                    ^SOj-OH. 

Isetkionic  Acid  or  IlydroxyethyleTie  Sulphonic  Acid,  Before 
the  discovery  of  carbyl  sulphate,  this  substance  was  prepared  by 

*  Jmim,  Chem.  Soc.  xiii.  85  ;  t*.  129 ;  xiv.  128. 
'  Ann.  Chem,  Pharm,  xrv.  82. 
■  Pogg,  Ann,  xlviL  509. 
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Magnus  from  ethionic  acid,  a  compound  which  he  had  obtained 
by  treating  alcohol  or  ether  with  sulphur  trioxide  and  dissolving 
the  product  in  water.  Magnus  thought  at  first  that  the  two 
acids  were  isomerides  and,  as  Sertumer  had  suggested  for  sul- 
phovinic  acid  (ethyl  sulphuric  acid),  the  name  of  oenothionic 
acid,  Magnus  adopted  the  above  names  for  his  acids,  as  both 
might  be  considered  to  be  compounds  of  ether  and  anhydrous 
sulphuric  acid.^ 

Isethionic  acid  is  also  formed  in  an  analogous  way  to  the 
other  sulphonic  acids  by  oxidizing  ethylene  hydroxysulphide 
(p.  51)  with  nitric  acid,  and  its  potassium  salt  is  formed  when 
an  aqueous  solution  of  acid  sodium  sulphite  is  heated  with 
ethylene  oxide  to  100*.^  It  is  also  found,  in  an  analogous  way, 
from  normal  sodium  sulphite  and  ethylene  chlorhydrin  at  a 
temperature  of  170^— 180^« 

In  order  to  prepare  it,  the  vapour  of  sulphur  trioxide  is  passed 
into  well-cooled  absolute  alcohol  or  ether,  the  product  diluted  with 
four  times  its  volume  of  water  and  boiled  for  some  hours,  the 
evaporated  water  being  from  time  to  time  replaced.  It  is  then 
saturated  with  barium  carbonate  and  filtered.  The  liquid  is 
concentrated  by  evaporation  until  crystals  of  barium  methylene 
disulphonate  (Part  I.  p.  264),  separate  out,  whilst  the  rest  of  the 
salt  is  thrown  down  on  addition  of  alcohol.  The  filtrate  is  then 
concentrated  to  the  consistency  of  a  thin  syrup,  and,  on  standing, 
barium  isethionate  separates  out,  and  this  is  decomposed  by 
dilute  sulphuric  acid.  On  evaporating  the  solution,  isethionic 
acid  remains  as  a  syrup  but  crystallizes  to  deliquescent  needles 
having  a  strongly  acid  taste,  when  allowed  to  evaporate  over 
concentrated  sulphuric  acid. 

The  salts  of  isethionic  acid  are  readily  soluble  and  crystal- 
line. Potassium  Isethionate,  C2H^(OH)S03K,  crystallizes  in  glis- 
tening laminae  or  rhombic  prisms.  Ammonium  Isethionate, 
'C2H^(OH)SOjNH4,  is  deposited  in  transparent  prisms  or  pyra- 
mids. Barium  Isethionate,  [C2H^(OH)S03]2Ba.  crystallizes  in 
transparent  six-sided  tables,  or  is  formed  in  large  semi-transparent 
crystals. 

Isethionic  acid  also  acts  as  an  alcohol,  and  hence  it  exhibits 
elations  similar  to  the  hydroxy-acids  of  the  lactic  series. 
Thus,  on  oxidation,  it  is   converted   into   sulphonacetic   acid, 

*  Pogg.  Ann.  ancTil  878. 

*  Erknmeyer  and  Darnistadter,  ZdUch,  Ch^m.  1868,  842. 
»  CSollmann,  Ann,  Chcnu  Pharm,  cxlviii.  101. 
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CH3(S08H)C02H/  a  body  which  will  be  described  under  the 
glycolyl  compounds. 

Isethionyl  Dichioride,  C2H^C1(S02C1),  is  obtained  by  the  action 
of  phosphorus  pentachloride  on  potassium  isethionate.  It  is  a 
heavy  colourless  oil,  smelling  like  oil  of  mustard,  and  boiling  at 
about  200^ 

ClUariseihianie  Acid,  C^H^ClCSOgH).  The  chloride  is  only 
slowly  attacked  by  water  at  the  ordinary  temperature,  and  in 
order  to  prepare  this  acid  the  mixture  must  be  heated  for  some 
days  in  closed  tubes.  Chlorisethionic  acid  crystallizes  in  deli- 
quescent needles  and  forms  salts  which  crystallize  well.  On 
boiling  with  water,  especially  in  presence  of  an  alkali,  isethionic 
acid  is  again  formed.^ 

Amidisethionic  Acid,  or  Tauiune,  02H^(NH2)S03H. 

.  483  This  body  was  discovered  in  1824  by  Leopold  Gmelin*  in 
ox-bile,  and  afterwards  investigated  more  completely  by  Demar- 
qay,*  and  by  Pelouze  and  Dumas.*  These  chemists,  however, 
overlooked  the  feet  that  taurine  contained  sulphur,  and  gave  to 
it  the  formula  C^HyNOy  Its  correct  composition  was,  however, 
ascertained  by  Redtenbacher.* 

Taurine  occurs  in  bile  in  the  free  state,  but  chiefly  in  combina- 
tion with  cholic  acid  as  taurocholic  acid.  It  is  also  found  in 
the  kidneys,  lungs,  muscles,  &c. 

In  order  to  prepare  it  from  ox-bile  an  excess  of  hydrochloric 
acid  is  added,  the  whole  filtered  and  evaporated  until  a  treacly 
resinous  mass  separates  out.  The  watery  liquid  is  then  poured 
off  and  evaporated,  when  common  salt  separates  out,  formed 
from  the  sodium  salts  of  the  bile  acids.  The  solution  which  is 
poured  off,  is  mixed  with  strong  alcohol,  and  set  aside  until  the 
whole  of  the  taurine  crystallizes  out.  Alcohol  is  then  added 
and  the  whole  purified  by  recrystallization. 

Kolbe  first  obtained  taurine  artifically  by  heating  ammonium 
chlorisethionate  with  an  excess  of  aqueous  ammonia  to  140^^ 

Taurine  is  tolerably  soluble  in  cold,  and  very  soluble  in  hot 
water,    crystallizing   in    large  transparent  monoclinic  prisms. 

1  F.  Carl,  Ber,  Deut&ch.  CTusm,  Oes,  xiv.  68. 

*  Kolbe,  Ann,  Chem.  Fhann,   cxii.  241 ;  cxxii.  38. 

*  Tiedemaiin  and  Gmelin,  Die  Verdauung,  i.  48,  690, 

*  Ann,  Pkarm.  xxvii  286.  *  lb,  zxrii.  292. 

*  lb.  Ivii.  170 ;  Ixv.  37. 

^  Ann,  Chem.  Pharm,  exxii.  38. 
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The  crystals  grate  between  the  teeth,  and  have  a  cooling  but 
not  otherwise  characteristic  taste.  Its  aqueous  solution  has  a 
scarcely  preceptible  acid  reaction,  and,  from  this  solution,  alcohol 
precipitates  it  in  the  form  of  small  crystals,  which  under  the 
microscope  are  seen  to  possess  the  characteristic  prismatic  form. 
It  does  not  combine  with  acids,  nor  does  it  form  salts  of  definite 
composition  with  bases.  That  it  acts,  however,  as  a  weak  acid 
is  seen  &om  the  fact  that  it  is  not  precipitated  from  its  solution 
in  alkalis  by  alcohol,  but  that  it  is  thrown  down  when  carbon 
dioxide  is  passed  through  the  solution. 

Like  other  amido-acids  (Part  I.  p.  460)  taurine  must  be  con- 
sidered as  an  ammonium  salt,  having  the  following  composition : 

CH,— NH, 


CH,.SOj.a 


If  nitrogen  trioxide  be  passed  into  its  solution  in  dilute  nitric 
acid  it  is  converted  into  isethionic  acid.^ 

Taur(hcarbamie  Add,  02H^(NH.CO.NH2)SO,H,  is  found  in 
the  urine  when  taurine  is  administered.  It  crystallizes  in 
glistening  quadratic  laminsd,  easily  soluble  in  water.  The 
potassium  salt  of  this  acid  may  be  artificially  prepared  by 
evaporating  mixed  solutions  of  taurine  and  potassium  cyanate. 
If  the  acid  be  heated  with,  baryta  solution  to  130** — 140*  it 
decomposes  into  taurine,  ammonia,  and  carbon  dioxide.^ 

484  Carhyl  Sulphate  and  Ethionic  Add.  From  the  foregoing 
constitutional  formula  it  is  clear  that  ethionic  acid  is  the 
sulphate  of  isethionic  acid  and  carbyl  sulphate  the  corres- 
ponding anhydride.  To  prepare  this  latter  compound,  sulphur 
trioxide  is  brought  into  a  vessel  well  cooled  with  ice,  and  then 
a  tube  filled  with  absolute  alcohol  lowered  into  the  flask 
and  the  whole  tightly  closed.  When  the  sulphur  trioxide  has 
been  absorbed,  the  tube  is  brought  into  another  vessel  containing 
trioxide,  and  the  operation  repeated  until  a  sufficient  quantity 
of  the  crystals  have  separated  out,  the  fuming  sulphuric  acid 
which  is  produced  at  the  same  time  being  poured  off.  The 
crystals  are  brought  on  to  a  porous  plate  contained  in  a  vacuum 
over  sulphuric  acid,  and  allowed  to  stand  until  they  no  longer 
fume.  Carbyl  sulphate  forms  a  radiated  mass  of  crystals,  which 
melt  at  80*";  the  fused  mass  crystallizing  on  cooling.     It  absorbs 

*  Gibbs,  Sillvm,  Am.  Jcum,  [2],  xxv.  80. 

*  Salkowsky,  Ber,  DeiOsch,  Chem.  Ges,  vi.  744  and  1191. 
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moisture  with  great  avidity^  being  converted  into  ethionic  acid, 
which  is  only  known  in  aqueous  solution.  Its  salts  usually 
crystallize  well,  but  they  also  are  very  unstabia 

IH'isethumic  Acid,  O  |  ^^h*|o'h-  "^^  ^^  ^^  *^*^  *^^^ 
are  formed  by  gently  heating  the  isethionates.  The  acid  pre- 
pared from  the  barium  salt  has  only  been  obtained  as  yet  in 
the  form  of  a  thick  syrup. 

Ammonium  Di-isethumate,  (CjH^SO^NHJjO.  By  heating 
ammonium  isethionate,  Strecker  obtained  a  body  which  he 
believed  to  be  taurine.^  Sey berth  showed  that  this  is  not  the  case, 
and  he  considered  this  compound  to  be  the  amide  of  isethionic 
acid.^  Its  exact  composition  was,  however,  first  determined  by 
F.  GarL  In  order  to  prepare  ammonium  di-isethionate,  am* 
monium  isethionate  is  heated  for  some  hours  to  210'' — 220*,  and 
the  residue  crystallized  from  boiling  alcohol  It  forms  pearly 
glistening  laminae  which  melt  at  196° — 198^  When  boiled 
with  baryta  water,  the  corresponding  barium  salt,  C^HgSjOyBa 
+  H^O,  crystallizes  out  in  thin  six-sided  tables.  It  is  also 
formed  when  barium  isethionate  is  heated  for  some  time 
to  200^ 

485  Ethylene  Dimlphonic  Acid,  C2H^(S03H)2,  was  first  pre- 
pared by  Hofmann  and  Buckton  *  by  heating  propionamide  or 
propionitril  with  fuming  sulphuric  acid,  and  termed  by  them 
disulphetholic  acid : 

CH3 

I  CH2.S0,.0H  r  ^^yj 

CH,  +  3SO,(OH)2  =1  +  SOJ  JJtt^*  +  CO,. 

CN 

Almost  simultaneously,  Buff*  obtained  it  by  oxidizing 
ethylene  thiocyanate  with  nitric  acid.  It  may  also  be  obtained 
in  the  same  way  from  ethylene  dihydrosulphide  and  ethylene 
thio-carbonate.  It  is  likewise  easily  formed  by  acting  on  acetic 
anhydride  with  concentrated  sulphuric  acid.*  The  free  acid  is  a 
very  deliquescent  crystalline  mass  which  yields  easily  soluble 

*  Jnn.  Chem.  Pharm,  xci.  97. 

'  Bar.  Deutsch,  Chem,  Ota,  vii.  391. 

*  lb,  xii.  1604;  xiv.  65. 

*  Proe,  Boy.  Soe  viiL  1 58. 

»  Ann.  Chem,  Pharm.  c.  232. 

*  Fianchimont,  Compt,  Rend,  zcii.  1054. 
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salts  which  usually  crystallize  welL  These  have  been  completely 
studied  by  Husemann.^ 

Hydroxy-ethylevs  Disulphonic  Add,  C2H3(OH)(S03H)2,'  is 
formed  by  heating  potassium  isethionate  with  fuming  sulphuric 
acid.  It  forms  a  thick  strongly  acid  syrup.  Its  salts  are  very 
stable  and  crystallize  well.* 


NITROGEN  BASES  OF  ETHYLENE. 

486  The  action  of  ammonia  on  ethylene  bromide  was  first  in- 
vestigated by  Cloez,  who  obtained  three  different  bases,  termed 
by  him,  Formyliac,  N(CH)H,;  Acetyliac,  NCCjHjjH^ ;  and 
Propyliac,  N(C,H5)H2.*  At  the  same  time  Natanson  examined 
this  reaction  and  obtained  similar  bodies,  but  did  not  discover 
their  chemical  nature.*  A  clear  light  was,  however,  thrown 
upon  this  subject  by  the  investigation  of  Hofmann,<^  who 
showed  that  the  action  of  ethylene  bromide  upon  ammonia 
is  similar  to  that  of  the  haloid  ethers  of  the  monatomic 
alcohol  radicals,  with  this  difference,  that  one  molecule  of 
ethylene  bromide  acts  upon  two  molecules  of  ammonia,  and 
that  the  bases  thus  formed  are  then  further  attacked  by  the 
ethylene  bromide,  as  shown  by  the  following  reaction,  in  which 
graphic  formulas    are    used    in   place    of    Hofmann's  typical 

formulae : 

Ethylene-diamine. 

C^^Br,    +    2NH,    =    C,H,<(JJg«    +    2HBr. 

Diethylene-diamine. 

C,H,Br,   +    C,H,<5;5«    =   C,H,<NH^C,H,   +    2HBr. 

Tiiethylene-triamine. 


C.H^Brj  +C2H,;         ;C2H,  -  CjH,     C^H,     C,H,  +  2HBr. 


*\NH/^ 


<^y 


The  last  compound  unites  with  ethylene  bromide  to   form 
tetraethylaramonium  dibroraide,  N2(C2HJ^Br2. 

*  Ann.  Chnn,  Phnrm.  cxxvi.  269.      •  Moves,  Ann,  Chem.  Pharm,  cxliii.  196. 
»  Jnhresb.  1853,  468  ;  16.  1858,  344  ;  Comutes  Rendus,  xlvi  844. 

*  Ann.  Chem.  Pharm.  xcii.  48  ;  xc.viii.  291. 

9  Cumpt,  Rend,  xlvi.  265 ;  xlix.  781 ;  Proc,  Roy,  Soc.  x.  224. 
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At  the  same  time  other  reactions  take  place  in  which  poly- 
ethylamines   corresponding  to   the    polyethylene    alcohols    are 

formed : 

Diethylene-triamine. 

2CjH,Brj  +  3NH,  =  NH  +  4HBr. 

Triethylene-triamine. 

CjH,.NIL         C,H,.NH 
CjH^Br,  +  NH  =  NH  C^H,  +  2HBr. 

CjH^.NHj         CjH,.NH 

Triethylene-tetramine. 

C,H,.NH, 
NH 
SCjH^Br,  +  4NHj  «     G^^  +  6HBr. 

/h 
\h,.nh, 

&C. 

In  the  case  of  diamines  containing  the  groups  NHj  or  NH 
the  hydrogen  in  these  groups  may  he  replaced  wholly  or  partially 
hy  alcohol  radicals,  by  heating  the  diamines  with  the  haloid 
ethera  Similar  compounds  are  also  formed  when  ethylene 
bromide  is  heated  with  the  primary  or  secondary  amines. 

The  tertiary  amines,  on  the  other  hand,  exhibit  a  diflferent 
behaviour  towards  ethylene  bromide.  Apparently  an  addition- 
product  of  the  two  bodies  is  formed,  but  the  substance  produced 
is  the  monobromide  of  an  ammonium  containing  the  group 
CjH^Br,  as  for  example,  tHmethyl-'brorixdhyUammonium  bromide, 
N(CH8)8(C2H^Br)Br.  Silver  salts  precipitate  only  one  half  the 
bromine  from  this  substance,  whilst  ammonia  withdraws  hydro- 
bromic  acid,  tHmethyl'vinyl'amrtionium  bromide,  N(CH3)3(C2Hg) 
Br,  being  formed.  If  moist  silver  oxide  be  used  instead  of 
ammonia,  both  bromine  atoms  are  removed,  and  the  hydroxide 
of  the  vinyl  base,  N(CH8)3(C2H3)OH,  is  produced. 

From  the  foregoing,  it  is  seen  that  the  number  of  compounds 
of  this  group  is  numerous.  As,  however,  these  bodies  resemble 
the  compound  ammonias  and  ammonium  compounds  in  their 
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chemical  relations,  it  will  here  be  sufficient  to  describe  the  more 
important  of  them. 

487  Ethylene  Diamine,  C^^^^^,  is  formed  together  with 
other  of  the  above-named  diamines  when  ethylene  bromine  acts 
for  some  time  on  alcoholic  ammonia  at  100°.  The  cooled  liquid 
is  then  poured  off  from  the  ammonium  bromide  which  separates 
out,  evaporated  to  dryness,  and  the  residue  distilled  with  caustic 
potash.  The  distillate  is  dried  over  solid  caustic  potash,  and 
then  fractionated  and  the  bases  thus  separated. 

For  the  preparation  of  large  quantities  of  ethylene  diamine 
the  by-product  obtained  in  the  manufacture  of  chloral,  and 
boiling  between  70"*  and  100"*,  can  be  utilized.^  This  is  a 
mixture  of  ethylene  chloride,  ethidene  chloride,  and  higher  sub- 
stitution-products, of  which  the  two  first-named  are  attacked 
by  alcoholic  ammonia  at  lOO** — 120'*.  As  soon  as  the  reaction  is 
complete,  the  liquid  is  separated  from  the  sal-ammoniac  and  the 
unaltered  chlorine  compounds  distilled  off.  From  the  residue  the 
hydrochloride  of  the  base  having  the  composition  C,H^(NH3Cl)j 
separates  out  in  needles,  and  this  is  obtained  in  the  form  of 
silver-white  needles  after  frequent  recrystallization  and  washing 
with  alcohol,  in  which  it  is  insoluble.  The  brown  mother-liquor 
is  distilled  with  caustic  potash,  and  the  first  distillate  treated 
with  hydrochloric  acid,  when  another  yield  of  the  hydrochlorate 
is  obtained.  The  later  fractions  contain  the  higher  diamines, 
triamines,  &c. 

The  compound  obtained  by  distillation  with  caustic  potash 
from  the  salts  is  not  the  anhydrous  base  but  the  hydrate 
C2H^(NH2)2  +  HgO,  and  from  this  the  water  cannot  be  with- 
drawn even  by  barium  oxide,  and  it  boils  at  almost  the  same 
temperature  as  the  anhydrous  base.  Although  the  water  is  so 
intimately  combined,  the  compound  does  not  exist  in  the 
gaseous  form.  Cloez  found  the  specific  gravity  of  the  vapour 
to  be  1'427,  and  hence  he  concluded  that  formyliac  which  he 
believed  to  be  contained  in  the  salts  had  the  formula  N(CH)H2. 

Anhydrous  ethylene  diamine  can  only  be  obtained  by  repeated 
distillation  of  the  hydrate  over  sodium.  It  is  a  thick  liquid 
having  a  faint  ammoniacal  smell,  and  a  burning  taste.  It  is 
strongly  alkaline  and  easily  soluble  in  water.  It  boils  at  117* 
and  has  a  vapour  density  of  2*07. 

Ethylene  Diethyl  Diamine,  C^H^  -I  ;^JH/Q^xJ  y  is  formed  not 

*  Btr,  Deiitseh.  Chem,  Oea,  ir.  666. 
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only  by  the  action  of  etbylamine  on  ethylene  bromide,  but  also 
by  that  of  ethyl  iodide  on  ethylene  diamine.  If  the  product  be 
distilled  "with  water  and  silver  oxide^  and  the  distillate  allowed 
to  evaporate  in  a  vacuum,  the  hydrate  l^fi^K^(G^K^)fi^  4-  H^O 
is  obtained.  It  is  a  solid  mass  resembling  stearic  acid,  having 
an  ammoniacal  smell,  and  losing  water  in  contact  with  caustic 
baryta.     The  anhydrous  base  is  a  colourless  oily  liquid.^ 

Diethylene  Diamine,  NjCCjH^),!!^,  is  a  liquid  boiling  at  170" 
which  unites  with  water  to  form  the  cr3^talline  hydrate.  By 
the  action  of  ethyl  iodide,  the  hydriodide  of  diethylene  diethyl 
diamine,  T^2(^2B^2(Pi^6)»  ^*  formed.  The  free  base  boils 
at  185^ 

Trieihylene  Diamine,  N^CCjHJj,  boils  at  about  210^  and  is 
easily  soluble. 

Diethylene  Triamine,  N3(C,H JjH^  is  an  oily  liquid  soluble  in 
water  and  boiling  about  208^  Treated  with  an  excess  of  hydro- 
chloric acid  it  yields  the  salt  N3(C2H^)2HgCl3,  which  crystallizes 
well  and  combines  with  platinum  chloride  to  form  the  compound 
[N,(CjHj2Hg]2(PtC1^3,  cr3rstalli2ing  in  golden  yellow  needles 
which  decompose,  however,  on  recrystallization.^ 

Triethylene  Triamine,  Nj(C2H4)jH3,  boils  with  pai'tial  decompo- 
sition at  about  216*',  and  forms,  in  strongly  acid  solution,  well 
crystallizable  salts  containing  three  equivalents  of  acid.  When 
only  a  weak  acid  solution  is  used,  salts  are  formed  which  contain 
only  two  equivalents  of  acid,  and,  if  the  free  base  be  added  to 
this  solution,  salts  containing  a  still  smaller  quantity  are  formed. 
The  platinichloride  [NjCC^H J  HJj  (PtCle^j,  is  tolerably  soluble 
in  water,  and  cr3^tallizes  in  long  golden-yellow  needles.  Besides 
this,  another  compound,  [Nj(C2H^3Hj2  PtCl^,  is  known,  crystal- 
lizing in  large  prisms. 

Triethylene  Tetramine,  'NJC^^2^^  is  a  thick  syrup.  Its 
platinum  compound,  N^(C2Hj3Hi^j(PtCl3)j,  is  a  pale  yellow 
amorphous  almost  insoluble  precipitate. 

^  Proe,  Boy,  See.  z.  104  and  596. 
*i6.  Z.619;  zi.41d. 
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Ethylene  Oxide  Bases.^ 


488  Ethylene  oxide  combines  with  aqueous  ammonia  with 
evolution  of  heat,  when  the  following  bases  are  formed : 

Ozyethylamine. 


c^^o  + 


C^H^O 


'    -r    •^■'•■-»8    ■ 

-    -J"*\OH. 

Diozyethylamine. 

NH, 

c,h;^ 

OH 

NH, 
.0^ 

/ 

C,H^ 

OH. 

Trioxyethylamine, 

NH, 

NH, 

C,H, 

h   C,H, 

)i 

\ 

/ 

0 

=   C,H, 

c,^ 

>> 

\ 

/ 

OH 

C,H, 

These  bodies  remain  on  evaporation  as  syrupy  liquids  having 
a  strong  alkaline  reaction.  In  order  to  separate  them,  they  are 
neutralized  with  hydrochloric  acid,  evaporated,  and  the  residue 
exhausted  with  absolute  alcohol,  when  hydrochloride  of  tri- 
oxyethylamine remains  behind.  The  solution  is  evaporated 
again  to  a  syrup,  and  from  this  the  salt  of  oxyethylamine  is 
allowed  gradually  to  crystallize  and  the  crystals  are  then  washed 
with  alcohol.  A  more  complete  separation  is  effected  by  means 
of  the  platinichlorides.  For  this  purpose  a  concentrated  solution 
of  platinum  chloride  is  added  to  the  alcoholic  solution,  when  the 
salt  of  dioxyethylamine  crystallizes  out.  Ether  is  then  added  to 
the  mother-liquor,  which  precipitates  some  more  of  this  salt, 

*  Wurtz,  Compte$  Rendus,  xlix.  898  ;  liii.  838  ;  Ann,  Chcm,  Pharm.  cxiv.  51 ; 
xzi.  226. 
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until  at  last  golden-yellow  scales  of  the  monoxyethylammonium 
platinichloride  make  their  appearance.  By  decomposing  these 
compounds  with  sulphuretted  hydrogen,  the  hydrochlorides  of  the 
two  bases  are  again  formed.  These  are  formed  together  when 
ethylene  chlorhydrin  is  heated  with  ammonia  to  100''. 

The  bases  are  obtained  from  the  hydrochlorides  by  decompo- 
sition with  silver  oxide.  They  are  thick  strongly  alkaline  liquids 
which  have  not  been  further  examined. 

Oxyefhylammonium  Chloride,  CgH^(0H)NH3Cl,  forms  small 
crystals  melting  at  100^ 

IHoon/ethylamTnonium  Chloride,  (C2H^)20(0H)NH3C1,  is  very 
easily  soluble  in  water  and  alcohol,  and  on  the  addition  of 
platinum  chloride  deposits  the  platinichloride  [(C2H4)20(OH) 
NHJgPtCla,  in  large  crystals  resembling  those  of  potassium 
dichromate. 

Trioxyethylammonium  Chloride,  (C2HJ302(0H)NH3C1,  crys- 
tallizes from  water  in  large  rhombohedrons. 

When  trioxyethylamine  is  warmed  with  ethylene  oxide,  higher 
polyoxyethylamines  are  formed,  their  basic  properties  decreasing 
with  increase  of  oxygen.  They  have  not  been  separated  from 
one  another,  as  neither  they  nor  their  salts  crystallize. 

Ethylene  oxide  and  ethylene  chlorhydrin  combine  together 
with  amines  to  form  oxy-bases  or  their  hydrochlorides.  Of 
these  the  following  compounds  have  the  greatest  interest. 


CHOLINE  AND  NEURINE. 

489  In  the  investigation  of  the  constituents  of  ox  and  swine^s 
bile  Strecker  discovered  a  base  to  which  from  analysis  of  its  salts 
he  gave  the  formula  CgH^NO,  and  termed  it  Choline,^  (x^^V* 
bile).  Liebreich  at  a  later  period  obtained  a  basic  compound  as 
a  decomposition-product  of  protagon,  a  body  possessing  a  com- 
plicated constitution  and  forming  the  chief  constituent  of  the 
materials  of  the  brain  and  nerves.  This  basic  substance  he 
termed  Neurine  [yevpov,  nerve),*  and  from  analysis  gave  to  it  the 
formula  CsH^^N.  The  same  compound  was  further  investigated 
by  Baeyer,  who  found  that  it  is  oxyethyUtriTYvethyl-ammonium  hy- 
droxide, NfCjH^.OH)  {GR^jdH,  Hydriodic  acid  converts  it 
into  the  compound  N(C2H^I)  (0113)31,  and  this  when  treated 
1  Ann.  Chem.  Pharm.  cxxiii.  353.  *  lb.  cxxxiv.  29. 
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with  silver  oxide  and  water  yields  the  vinyl  base,  N(C2H3)(CH3)j 
OH.^  The  same  body  was  also  obtained  by  Hofmann  in  a 
similar  way  from  the  corresponding  bromine  compound,  which 
latter  compound  is  obtained  by  the  action  of  ethylene  bro- 
mide on  trimethylamine.  Baeyer  then  suggested  that  neurine 
is  probably  identical  with  choline  as  well  as  with  sincaline, 
a  base  formerly  prepared  by  von  Babo  and  Hirschbrunn  as  a 
product  of  decomposition  of  sinapin,  a  compound  occurring  in 
white  mustard-seeds  (sinapis  alba).^  The  truth  of  this  sug- 
gestion was  soon  afterwards  proved  by  the  investigations  of 
Dybkowski,^  and  of  Claus  and  Keese.* 

Wurtz  then  prepared  the  base  synthetically.  He  obtained 
the  chloride  by  heating  ethylene  chlorhydrin  with  trimethylamine 
and  prepared  the  base  itself  by  bringing  a  concentrated  solution 
of  this  amine  together  with  ethylene  oxide,  and  allowing  the 
mixture  to  stand  for  a  day  :  * 

C^H^O  +  H3O  +  N(CH3)3  «  N(C,H,.OH)(CH3)30H. 

Further  experiments  of  Liebreich  then  showed  that  the  oxyethyl 
base  is  only  formed  when  an  alcoholic  or  ethereal  extract  of 
brain  is  used.  Pure  protagon  on  the  other  hand  yields  on 
boiling  with  baryta-water,  the  vinyl  base  to  which  he  restricts 
the  name  of  neurine,  suggesting  that  the  oxethyl  base  should  be 
termed  BUiTieurine.^ 

Choline,  Bilineurine,  or  Oxyethyl-triTnethyl-amvumium  Hy^ 
droxide,  N(C2H^OH)(CH3)30H,  is  formed  as  a  decomposition- 
product  of  lecithin,  a  compound  which  will  be  described  under 
Glycerin,  and  which  occurs  in  gall,  the  yolk  of  egg,  &c.  The 
best  method  for  preparing  choline  is  according  to  Diakonow^ 
to  extract  the  yolk  of  egg  repeatedly  with  ether  and  after- 
wards with  warm  alcohol.  The  ether  and  alcohol  are  afterwards 
distilled  off,  the  residue  boiled  for  an  hour  with  baryta  and 
the  excess  of  baryta  precipitated  with  carbou  dioxide,  and  the 
filtrate  evaporated.  The  residue  is  extracted  with  absolute 
alcohol,  and  the  solution  precipitated  with  platinum  chloride. 
The  precipitate  is  then  dissolved  in  water,  and  the  platinum 

^  Ann.  Chem,  Pharm,  cxl.  306 ;  czlii.  322. 
»  Jb,  Ixxxiv.  10. 

•  J  mm.  Prakt,  Chem,  c.  151. 

•  lb,  cii.  24. 

•  Anri,  Chem.  Pharm.  Suppl.  vi. 

•  Ber.  Ikutsch.  Chem.  Oes.  ii.  12. 

7  CAm.  Centralb.  1868,  140,  169,  575. 
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thrown  down  with  sulphuretted  hydrogen.  By  the  action  of  silver 
oxide  on  the  choline  hydrochloride  thus  obtained,  a  strongly 
alkaline  solution  of  the  free  base  is  produced,  and  this,  on 
evaporation,  remains  behind  as  a  syrupy  liquid. 

Oxyetkyl-trimethyl-ammonium  Chloride,  ^(CgH^OH)  (0113)301 
Like  most  of  the  choline  salts  this  is  a  deliquescent  substance, 
crystallizing  from  absolute  alcohol  in  fine  needles.  The  platini- 
chloride,  [N(02H^OH)  (CHg)3],PtCle,  crystallizes  from  hot  water 
in  orange-yellow  rhombic  prisms  or  tables,  and  is  insoluble  in 
alcohol.  The  aurichloride,  N(OjH40H)(OH3)3Au01^,  is  precipi- 
tated from  the  hot  saturated  aqueous  solution  in  long  yellow 
prisms.  The  sulphate  is  amorphous  and  very  soluble  in  water 
but  scarcely  dissolves  in  absolute  alcohol.  The  carbonate  is  very 
deliquescent,  and  also  amorphous ;  it  has  an  alkaline  reaction, 
and  its  aqueous  solution  is  not  precipitated  by  alcohol.  The 
ioddhi/l'trimethyl--am7nonncm  iodide,  N02HJ(0H3)3l,  has  already 
been  mentioned.  It  crystallizes  from  alcohol  in  large  glistening 
imperfectly  formed  crystals  resembling  those  of  potassium  iodide. 

Choline  is  not  only  an  ammonium  hydroxide,  but  also 
an  alcohol.  On  oxidation  it  is  converted  into  oxy-choline, 
N(0H2.C02H)  {CR^fiB.,  a  body  which  will  be  described  under 
the  glycol  compounds. 

Neurine,  or  Vinyl'trirnethyl-ammonium  Hydroxide,  N(02H3) 
(CH3)30H.  This,  as  has  been  mentioned,  was  first  discovered 
by  Hofmann.^  The  free  base  is  only  known  in  aqueous  solu- 
tion, and  has  a  strongly  alkaline  reaction.  The  platinichloride, 
[N(02H,)(0H3)3]2Pt01^,  IS  easily  soluble  in  water,  and  crystallizes 
in  yellow  octohedrons,  or  in  five-sided  tables  which  soon  become 
opaque,  and  then  on  solution  in  water  leave  a  residue,  whilst 
choline  platinichloride  remains  in  solution  (Liebreich). 


PHOSPHORUS  BASES  OP  ETHYLENE. 

490  The  tertiary  phosphines  of  the  monad  radicals  act  readily 
on  ethylene  bromide,  giving  rise  to  two  series  of  compounds,  the 
relative  quantities  of  which  depend  upon  the  proportions  in 
which  the  bodies  are  mixed.     The  compounds  obtained  from 

^  Arm.  Chim,  Pkys.  [3],  liv.  856. 
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triethyl-phosphine  will  here   only  be  described.      With  this, 
ethylene  bromide  yields  the  following  bodies :  ^ 

P(0,H,),  +  aH,Br,  =  P(C,H,Br)(C,H,)3  Br. 
2P(C,H,),  +  C,H,Br,  =  P,(C,H,)(C,H,).Br^ 

BrcmMyl'ti^iethyl'phosplionium  Bromide,  P(C2H^Br)(C2H5)5Br, 
is  formed  by  heating  an  ethereal  solution  of  triethyl  phosphine 
with  excess  of  ethylene  bromide.  The  product,  which  also  con- 
tains the  above-mentioned  dibromide,  is  washed  with  ether,  and 
crystallized  from  absolute  alcohol.  It  is  soluble  in  water  and 
alcohol,  and  crystallizes  in  rhombic  dodecahedrons.  When  its 
solution  is  treated  with  silver  chloride,  and  platinum  chloride 
added  to  the  hot  filtrate,  long  orange-yellow  prisms  of  the 
compound  [P(C2H^Br)(C2H5)3]2PtClg  are  deposited. 

Oxyethi/l'iriethyl'pfwaphonium  Hydroxide,  P(C2H^OH)(C2H5)3 
OH,  is  obtained  by  boiling  the  bromide  solution  with  silver 
oxide.  The  strongly  alkaline  solution  dried  over  sul- 
phuric acid  yields  a  syrup.  The  base  yields  with  acids  well 
crystallizable  salts.  The  hydroxide  decomposes,  on  heating,  into 
ethylene,  water,  and  triethylphosphine.  When  treated  with 
phosphorus  pentachloride,  the  crystalline  compound,  cJUorethyl- 
triethyl-phosphonium  chloride,  N(C2H^C1)(C2H5)3C1,  is  formed. 

Vinyl'triethyl'phosphonium  Compounds,  When  bromethyl- 
triethyl-phosphonium  bromide  is  boiled  with  water  and  silver 
acetate,  and  the  silver  bromide  filtered  ofiF,  and  platinum  chloride 
added  to  the  concentrated  solution,  octohedrons  of  the  vinyl  salt, 
[P(C2H3)(C2H5)3]2PtCle,  are  deposited. 

Mkylene-hexethyl'pJiosphonium  Dibromide,  P2C2H^(C2H5)gBr2,  is 
contained  in  the  mother-liquor  of  the  above  monobromide. 
It  is  best  obtained  in  the  pure  state  by  heating  ethylene  bromide 
with  an  excess  of  triethylphosphine.  It  crystallizes  in  white 
needles.  Treated  with  silver  oxide  and  water  it  yields  a  strongly 
alkaline  hydroxide  having  a  bitter  taste,  and  drying  in  a  vacuum 
to  a  syrupy  mass.  Its  salts  crystallize  well.  The  chloride  is 
very  soluble  in  water,  and  crystallizes  in  large  tables.  The 
iodide  is  diflScultly  soluble  in  cold  water,  and  separates  from 
hot  solution  in  fine  white  rhombic  needles.  As  it  crystallizes  so 
easily,  and  therefore  can  be  easily  obtained  pure,  this  salt  is  well 
suited  for  the  preparation  of  other  diphosphonium  compounds. 
The  platinichloride  is  almost  insoluble  in  water,  and  separates 
from  hot  hydrochloric  acid  in  monoclinic  crystals. 

^  Froc,  Hoy.  Soc,  x.  100;  Ann,  Chem.  Pharm,  Suppl.  i.  151. 
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ARSENIC  BASES  OP  ETHYLENE. 

491  These  compounds  are  closely  allied  to  the  foregoing 
phosphorus  bases. 

Bromethyl'triethyl-arsonium  Bromide,  A8(C2H^Br)(C2H5)3Br, 
is  formed  by  heating  ethylene  bromide  with  triethylarsine.  It 
crystallizes  from  hot  water  in  rhombic  dodecahedrons,  and  yields 
a  finely  crystalline  platinichloride.  By  warming  the  monobromide 
with  water  and  silver  oxide  a  strongly  alkaline  solution  of  vinyls 
irieiht/l-arsonium  hydroxide,  As(C2H3)(C2H5)gOH,  is  obtained. 
The  platinichloride  of  this  body  crystallizes  in  fine  octohedrons. 

Ethylene-hexithyl-arsonium  Dibromide,  Asju^Jip^^^T^  is 
obtained  when  the  above  monobromide  is  heated  with  triethyl- 
arsine to  150^  It  is  converted  by  silver  oxide  and  water  into  the 
hydroxide,  the  salts  of  which  crystallize  well.^ 

Hofmann  has  obtained,  besides  these,  a  large  number  of  mixed 
ethylene  bases  containing  nitrogen  and  phosphorus,  nitrogen  and 
arsenic,  or  phosphorus  and  arsenic.  These  bodies  are  very 
similar  in  their  properties  to  those  already  described.* 


ETHIDENE  OR  ETHYLIDENE  COMPOUNDS. ' 

492  The  radical  ethidene  or  ethyliderie  does  not  exist  in  the  free 
state.  The  oxide  has  already  been  described  as  acetaldehyde, 
CH3.CHO,  and  it  has  been  stated  that  the  corresponding  alcohol 
or  ethidene  glycol  is  not  known,  but  that  it  probably  exists  in 
aqueous  solution  (p.  13).  Trichlorethidene  glycol,  or  chloral 
hydrate,  is,  however,  known,  together  with  a  number  of  other 
ethidene  and  trichlorethidene  compounds  which  are  hereafter 
described. 

Ethidene  Diethyl  Ether,  or  Acetal,  CH3.CH(OC2H5;2.  In  ex- 
amining the  products  of  the  slow  combustion  of  alcohol  over 
platinum-black  Dobereiner  found,  amongst  other  products,  a 
liquid  to  which  he  gave  the  name  of  heavy  oxygen  ether. 
This  was  afterwards  investigated  in  1833  by  Liebig,  who  termed 
it  acetal,^  Stas  then  found  that  the  same  substance  is  formed  when 
chlorine  acts  upon  alcohol,  and  he  it  was  who  first  gave  to  this 

^  Fofmann,  Proc,  Roy,  Soc,  ai  62 ;  Ann.  Chcm,  Pharm,  Suppl.  i.  306. 
'  Jb.  i.  289.  •  Ann,  Pharm,  v.  25 ;  xiv.  156. 
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body  its  correct  formula.^  Its  constitution  was  determined  by 
Wurtz  and  FrapoUL  They  obtained  it  by  treating  aldehyde  with 
phosphorus  pentabromide,  and  by  then  acting  upon  the  product, 
which  according  to  their  views  (p.  72)  contained  ethidene 
bromide,  with  sodium  ethylate.* 

It  is  also  formed  by  heating  alcohol  with  aldehyde  :  • 

CH,.CHO  +  2HO.C2H5  =  CH3.CH(OC2H5)2  +  H^O. 

This  reaction  takes  place  slowly  in  the  cold,  and  hence  acetal 
forms  one  of  the  constituents  >  of  crude  spirit  and  is  contained 
in  the  faints  obtained  in  the  process  of  rectificAtion  *  (Part  I. 
p.  295).   According  to  Dobereiner  it  is  also  contained  in  old  wine. 

In  order  to  prepare  acetal,  a  mixture  of  two  parts  of  alcohol, 
three  parts  of  manganese  dioxide,  two  parts  of  water,  and  three 
parts  of  sulphuric  acid  is  distilled  in  a  capacious  flask  until  three 
parts  have  passed  over,  the  distillate  dried  over  chloride  of 
calcium  and  rectified,  and  the  portion  boiling  above  60**  collected ; 
this  is  again  dried  and  then  further  rectified.  On  heating  with 
strong  caustic  potash,  the  aldehyde  and  ethyl  acetate,  which  it  is 
difficult  to  separate  from  the  acetal,  are  destroyed ;  then  the 
whole  is  treated  with  fused  calcium  chloride,  and  lastly  purified 
by  fractional  distillation.* 

Acetal  is  a  mobile  liquid  having  a  pleasant  fresh  smell  and  a 
nutty  after-taste.  It  boils  between  104**  and  106**,  and  has  at 
22°*4  a  specific  gravity  of  0*821.  It  is  easily  converted  into 
aldehyde  and  acetic  acid  by  means  of  oxidizing  agents.  When 
heated  with  acetic  acid  it  is  converted  into  ethyl  acetate  and 
aldehyde.* 

Chlorine  gives  substitution-products  similar  to  those  which 
are  obtained  by  the  action  of  chlorine  upon  alcohol. 

493  Monochloracetal,  CH2C1.CH(0C2H5)2,  is  not  obtained  pure 
in  this  way,  as  the  substitution  easily  goes  further.  It  is  best 
prepared  by  treating  dichlorether  (Part  I.  p.  339)  with  sodium 
ethylate  or  absolute  alcohol : 

CHjCLCHCLOCgHg  +  NaOCjHg  -  CHgCLCHCOCaH,)^  +  NaCl. 


*  Jnn.   Chim,  Phya.  [3],  xix.  146. 

*  Coniptes  lUndus,  xlvii.  418  ;  Ann.  Chem,  Phaifn,  cviii.  223. 

*  Geiitber  and  Alsberg,  ib,  cxxvL  62. 

*  Kramer  and  Pinner,  Ber,  Deutsche  Ch^m,  Oes.  ii.  401. 

*  Wurte,  Ann,  Chem.  Pharm,  c.  116 ;  Ann.  Chim.  Phya,  [3],  xlviii.  870. 

*  Beilstein  and  Hofacker,  Ann,  Chem,  Pharm,  cxii.  289. 
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Monochloracetal  is  a  pleasantly-smelling  liquid  boiling  at 
ISBN'S,  and  having  a  specific  gravity  of  10418  at  OV  When 
heated  with  sodium  the  following  reaction  takes  place  : 

OC,H, 

CHjClCH         +  2Na  =  CHjUCH.OC^g  +  NaOCjHj  +  NaCL 

VinyUdhyl  ether  thus  obtained  is  a  mobile  liquid  boiling  at 
35**'5,  possessing  a  peculiar  ethereal  smell,  and  having  at  14'*'5 
a  specific  gravity  of  0*7625.  It  unites  with  chlorine  again 
to  form  dichlorether,  and  it  is  decomposed  by  the  action  of 
dilute  sulphuric  acid  into  alcohol  and  aldehyde.* 

Dickloracetal,  CHCl2.CH(OC2H5)2,  is  formed  easily,  together 
with  trichloracetal,  by  the  action  of  chlorine  upon  alcohol 
(Lieben)  and  acetal'  It  is  an  aromatic-smelling,  oily  liquid, 
boiling  at  183"* — 184^  and  having  at  14"*  a  specific  gravity  of 
1'1383.  When  heated  with  sulphuric  acid  it  forms  dichloracet- 
aldehyde,  CHClj-COH,  a  heavy,  mobile  liquid,  boiling  at  88** — 
90**,  and  converted  into  acetylene  tetrachloride  by  the  action  of 
phosphorus  pentachloride.* 

Trichloracetal  will  be  described  further  on. 

Monobromacetai,  CH2Br.CH(OC2H5)2,  is  formed  by  the  action 
of  bromine  upon  acetal.  It  is  a  heavy  not  unpleasantly-smelling 
liquid  boiling  at  170°  with  partial  decomposition.* 

The  above  named  vinyl-ethyl  ether  combines  with  bromine  to 
form-  the  dibrom-ether  which  decomposes  on  heating  and  which 
when  heated  with  sodium  ethylate  yields  monobromacetal. 

By  heating  with  alcoholic  potash  it  is  converted  into  Hydroxy- 
acetal,  CB[2.0H.CH(OC2H5)2,  a  pleaaantly-smelling  liquid  boiling 
at  167'.  The  ethyl  ether,CH2(OC2H5)CH(OC2H5)2,  corresponding 
to  this  alcohol,  is  formed  when  bromacetal  is  heated  with  sodium 
ethylate,  and  is  a  liquid  boiling  at  164*",  and  having  an  ethereal 
smell  (Pinner). 

Ethidene- ethylene  Dioxide^  (P^^^^^i^  ^^  formed,  according  to 
Wurtz,  when  aldehyde  is  heated  for  several  weeks  with  glycol  to 
100": 

^  Lieben,  Ann,  Chem,  Pharm.  civ.  114 ;  cxlvi  193  ;  Patem6  and  Hazzara, 
Ber,  DeuUrX  Cfunn.  Ge$.  vi.  1202 ;  Klien,  Jahreah.  1876,  836. 
'  Wislicenos,  Ann,  Chem.  Pharm.  cxcii.  106. 
»  Pinner,  ib.  clxxix.  88 ;  Krey,  Jahreab,  1876,  474. 

*  Patem6,  Comptes  Hendtts,  Ixvii.  456. 

•  VinneT,  Liebig*8  Ann.  clxxix.  88 ;  Krey,  Jahreab.  1876,  474. 
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CH..OH  CIL.O\ 

+  CHO.CH-  -  I  CH.CH,  +  HjO. 

HyOH  CH,.0/ 


i 


It  is  a  pungent  but  not  unpleasantly-smelling  liquid,  boiling  at 

82'*-5,  and  at  0"  having  a  specific  gravity  of  10002,  whilst  that 

of  the  vapour  is  3 '103.* 

Mhidene    Methyl-ethyl    Ether,      or      Methyl-ethyl     Acetal, 

(  OC  H 
CHgCH  -j  Qptr  ^  was  obtained  by  Wurtz  by  oxidizing  a  mixture 

of  alcohol  and  wood-spirit  with  manganese  dioxide  and  sulphuric 
acid.  It  is  a  liquid  smelling  like  common  acetal,  boiling  at  85**, 
and  having  a  specific  gravity  at  0"*  of  0  8535. 

JSthidene  Dimethyl  Ether^or  Dimethyl  Ac€tal,CK^.Gn(pCn^t^ 
is  formed  together  with  the  foregoing  compound.  It  has  a  strong 
ethereal  smell,  boils  about  65'',  and  at  O"*  has  a  specific  gravity  of 
0"8556.    Dancer  found  this  compound  in  crude  wood-spirit.* 


ETHEREAL   SALTS  AND  ETHERS  OP 
ETHIDENE. 

494  Ethidene  DicMorids,  or  Dichhrethane,  CH3.CHCI2,  was 
first  prepared  by  Begnault  by  acting  with  chlorine  upon  ethyl 
chloride.*  By  treating  aldehyde  with  phosphorus  pentachloride 
both  Geuther*  and  Wurtz*  obtained  a  compound  having 
the  same  composition  but  believed  to  be  a  body  dififering  from 
Regnault's  ^ther  hydrocMorique  monochlor^,  until  Beilstein* 
showed  that  the  two  are  in  reality  identical  Ethidene  chloride 
is  also  formed  by  the  action  of  phosphorus  chloride  on 
paraldehyde.'^ 

For  the  purpose  of  preparing  it  from  ethyl  chloride,  the 
vapour  of  this  substance  is  passed,  mixed  with  chlorine,  over 
animal  charcoal  heated  to  250° — 4?00°.®  It  is  still  more  simply 
obtained  by  fractional  distillation  from  the  by-products  of  the 
chloral-manufacture.*^ 

Ethidene  chloride  is  an  ethereal-smelling  liquid  having  a  sweet 
and  biting  taste.     It  boils  at  59°'9,  and  at  0°  has  a  specific 

•  Compies  Rendus,  liii.  378 ;  Ann.  Ckem,  Pkarm,  cxx.  828. 

2  Chem,  Soc.  Joum,  xviL  222.  «  Aim.  Chivi,  Phys.  [2],  Ixxi.  353. 

•  Ann,  Chem,  Fharm,  C7.  821.  »  Co7npt,  Bend.  xlv.  1018. 

•  Ann,  Ckem,  Pharm,  cxiii.  110.  '  Gcuther,  ZeitscK  Chciti,  1865,  24. 

•  Damoiaeaii,  Bull.  Soc  Chim,  xxv.  113. 

•  Kramer,  Ber,  Deutsch,  Chein,  Gcs,  iii.  257. 
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gravity  of  1-2044  (Thorpe).  It  is  a  very  stable  compound,  and 
may  be  distilled  without  alteration  over  potassium.  Heated 
widi  sodium  to  200""  chlorethylene,  acetylene,  ethane  and  ethylene 
are  formed.^  It  is  attacked  by  alcoholic  potash  with  difiBculty. 
Heated  with  sodium  ethylate,  it  fonns  chlorethylene,  CgHgCl, 
and  a  little  acetal.  By  the  further  action  of  chlorine  it  yields 
first  trichlorethane  or  cUchhretkyl  chloride,  CHjCCLj,  and  morio* 
Ahrahylene  dichlaride,  CHjCl.CHCla  (p.  41)."  The  first  of 
these  is  a  body  resembling  ethidene  dichloride,  boiling  at  74'''5 
and  having  at  0"*  a  specific  gravity  of  1*3465.  It  is  attacked  by 
alcoholic  potash  only  with  difficulty  on  heating  with  formation  of 
potassium  chloride  and  potassium  acetate : 

CHj  CH. 

I        +  4K0H  =  I  +  3KC1  +  2H.0. 

CCl,  CO.OK 

Higher  chlorine  substitution-products  of  these  bodies  have 
aheady  been  described  (p.  42). 

Ethidene  Dibromide,  CHj-CHBrj,  was  prepared  by  Hofmann  « 
by  heating  ethyl  bromide  with  bromine,  and  afterwards  examined 
by  Caventon,*  Reboul,*^  and  Tawildarow.* 

It  is  formed  also  by  the  action  of  phosphorus  bromochloride, 
PBr^Clj,  on  aldehyde,^  as  well  as  by  heating  monobromethylene 
with  hydrobromic  acid  (Reboul).  It  is  a  liqtdd  which  boils  at 
110*,  and  at  10**  has  a  specific  gravity  of  2129. 

Ethidene  XH-iodide^  CH3.CHI2,  is  formed,  according  to  Gus- 

tavson,  when  ethidene  chloride  is  heated  with  a  solution  of 

aluminium  iodide  in  carbon  disulphide.     It  is  a  liquid  boiling 

with  decomposition  at  177* — 179^  and  having  a  specific  gravity 

of  2-84  at  0^« 

f  CI 
Ethidene    Chlorethylate,  CH3.CH  <  q^  g- ,  was  obtained  by 

Wurtz  and  FrapoUi  by  passing  a  current  of  hydrochloric  acid 
into  a  mixture  of  aldehyde  and  absolute  alcohol.   This  compound 
is  identical  with  monochlorether  and  by  treatment  with  sodium 
ethylate  is  converted  into  acetal. 
495  ^^i^tene  OxycMoride,   (CH3,CHC1)20.     This  compound, 

^  Tollens,  Ann.  Chem.  Pharm,  cxzxyii.  811.  *  StSdel,  ib,  czct.  183. 

»  Froe.  Soy.  Soc.  x.  619.  *  CompL  liend.  lii.  1330. 

*  Jb.  Ixx.  898.  •  Ann.  Chem,  JPharm,  clxxyi.  12* 
'  Pat8ni6  and  PiBati,  Ber.  Ikutsek.  Chem,  Get,  v.  289. 

•  lb.  yii.  731. 
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metameric  with  dichlorether,  waa  obtained  by  Lieben/  by  the 
action  of  hydrochloric  acid  on  well-cooled  aldehyde.  According 
to  Geuther  and  Cartmell,*  the  compound  CgHuCl^O,  is  first 
produced,  and  this  may  be  considered  to  be  paraldehyde  in  which 
one  atom  of  oxygen  is  replaced  by  two  of  chlorine,  and  tho 
following  reaction  taking  place  : 

0CHC1.CH, 

SCHyCHO  +  2HC1  =  CHyCE^  +  H,0. 

^CHaCH, 

This  body  decomposes  on  distillation  into  aldehyde  and  ethidene 
oxychloride : 

OCHCI.CH3  CHaCHg 

CHyCH  =  CH3.CHO  +  O 

^CHCLCHj  CHCI.CH3. 

Ethidene  oxychloride  is  a  liquid  boiling  at  116"* — 117*,  and 
having  at  12*^  a  specific  gravity  of  1-1376.  When  heated  with 
water  it  decomposes  into  hydrochloric  acid  and  aldehyde,  and  by 
the  action  of  zinc-ethyl  it  is  converted  into  secondary  butyl 
oxide.' 

f  CI 

Ethidene    Chloracetin,   CHj.CH  <  q  qq  q^  ,  was  obtained  by 

Wurtz,  together  with  acetyl  chloride,  by  the  action  of  chlorine 
upon  aldehyde.^  Maxwell-Simpson  prepared  it  also  by  heat- 
ing aldehyde  with  acetyl  chloride.^  It  is  a  liquid  boiling  at 
120**— 124^  having  an  aromatic  smell,  is  lighter  than  water  and 
only  slowly  decomposed  by  this  liquid.  It  dissolves  in  dilute 
caustic  potash  with  formation  of  aldehyde,  potassium  acetate  and 
potassium  chloride. 

(  Br 

Ethidene  Bromacetin,  CHj.CH  -J  q  pq^tt  i  was  first  prepared 

by  Wurtz  and  Frapolli  by  treating  aldehyde  with  phosphorus 
pentabromide,  and  was  considered  to  be  ethidene  bromide  until 
Tawildarow  pointed  out  its  true  constitution,  inasmuch  as  he 
obtained  it  by  heating  aldehyde  with  acetyl  bromide.*  It  is 
formed  according  to  the  equation : 

*  Ann^  Chem.  Pharm.  ctL  886.  •  2h,  cxii.  18. 

*  Kessel,  Ann,  Chem,  Pharm,  clzzr.  44. 

*  Ann.  Chim,  Phys,  [3J  xHx.  68.  •  Phil.  Mag,  [4],  xviL  lOfi. 

*  Ann,  Chem.  Pharm,  dzzvL  12. 
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2C0H.CH,  +  PBr,  =  0  {  chSh,  +  ^B'  +  ^^h- 

It  boils  between  135**  and  145**  with  partial  decomposition. 

Mhidene  Diacetate,  CH3.CH(OC2H30)2,  is  formed  by  heating 
aldehyde  with  acetic  anhydride/  to  180"*,  and  when  alcoholic 
solutions  of  potassium  acetate  and  chloracetin  are  mixed  together.^ 
It  is  a  liquid  having  a  peculiar  smell  resembling  onions,  and 
boils  at  168°*8,  whilst  its  specific  gravity  at  12^  is  1061.  It  is 
only  slowly  decomposed  by  water ;  caustic  potash  decomposes  it 
into  aldehyde  and  acetic  acid. 


Ethidene  Sulphite  Compounds. 

496  In  the  year  1853  Bertagnini  made  the  observation  that 
benz-aldehyde  unites  with  the  acid  sulphites  of  the  alkali-metals 
to  form  crystalline  difficultly-soluble  compounds,  and  that  the 
other  aldehydes  do  the  same.*  Later  on  Limpricht  found  that 
many  ketones  yield  similar  compounds/  and  as  these  bodies  are 
easily  decomposed  by  acids  or  alkalis  with  separation  of  the 
aldehyde  or  ketone,  they  are  often  employed  for  the  purification 
of  the  latter  bodie& 

It  remained  doubtful  whether  common  aldehyde  yielded  such 
compounds,  until  Bunte  showed  in  1873  that  they  exist,  and  gave 
to  them  the  name  of  aldehyde  sulphurous  acid  salts.^  These  are 
distinguished  from  those  of  the  aldehydes  having  a  higher  mole- 
cular weight,  inasmuch  as  they  are  very  soluble  in  water,  and  as 
they  decompose  at  100°  they  can  only  be  obtained  by  slow 
evaporation  over  sulphuric  acid  in  an  exsiccator.  They  may  be 
looked  upon  as  the  salts  of  ethidene  sulphurous  acid. 

(  OH 

Potassium  Ethidene  SuIphiie,CK^.G'E<  q^q  ^  When  alde- 
hyde is  added  to  a  concentrated  solution  of  hydrogen  potassium 
sulphite  a  combination  takes  place  with  considerable  evolution 
of   heat.     The  salt  crystallizes  in  hard  microscopic   radiating 

(  OH 
needles.      Sodium   Ethidene  Sulphite,  CHgK  q  oq -j^    +H2O, 

crystallizes  from  water  in  fine   laminae  having  a  fatty  lustre, 
and  is  precipitated  by  alcohol  in  the  form  of  glistening  needles. 

'  Genther,  Ann,  Chem,  Pharm,  cyL  249. 

*  R.  Stihitf,  Ber.  Deutsch.  Chem,  Oes,  ix.  304. 

*  Ann.  Chem.  P/uurm.  Izxxv.  179,  268. 

«  Jb.  xciii  288.  »  lb.  clzz.  805. 
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The  ammonvwm  salt  appears  only  to  exist  in  aqueous  solu- 
tion. On  evaporation,  small  needles  are  obtained  having  the 
formula  C^H^NOj^S;  these  are,  therefore,  probably  the  amide' 

( OH 
CH3.CH  <  Q  gQ  jjiTT'    The  same  compound  was  also  formerly 

obtained  by  Petersen  by  the  action  of  sulphur  dioxide  on 
deliquesced  aldehyde-ammonia.^ 


COMPOUNDS  OP  ETHIDENB  WITH  NITROGEN. 

(  OH 

497  Ethidme  Hydramine,  CHj.CH-<  -^^tt  .  This  compound  was 

first  observed  by  Dobereiner,  but  investigated  more  closely  by 
Liebig,  who  termed  it  oMehi/de-ammoma  (Vol.  III.  Part  I.  p.  476). 
When  an  ethereal  solution  of  aldehyde  is  saturated  with 
ammonia,  crystals  of  this  compound  are  deposited.  These  have 
an  alkaline  reaction,  and  are  soluble  in  all  proportions  iu 
water ;  they  are  also  very  soluble  in  alcohol  but  dissolve  only 
slightly  in  ether.  When  ether  is  added  to  the  alcoholic  solu- 
tion and  this  allowed  to  stand,  transparent  hard  glassy  rhom- 
bohedrons  are  deposited.  These  melt  at  70° — 80**,  and  may 
be  distilled  at  100°.  The  specific  gravity  of  the  vapour  at 
160°  has  been  found  to  be  30-36,^  compared  with  hydrogen 
as  unity.  Above  185°  decomposition  begins.  Dilute  acids 
decompose  it  with  liberation  of  aldehyde.  It  is  therefore  much 
more  unstable  than  its  isomeride  oxyethylamine  (p.  62).  It 
possesses  a  peculiar  ammoniacal  yet  turpentine-like  smell,  and 
it  is  decomposed  in  contact  with  air,  especially  in  presence  of 
light,  becoming  first  yellow,  then  brown,  and  after  a  time  deli- 
quescing. On  heating  it  evolves  a  smell  like  that  of  burning 
animal  matter.  On  passing  sulphur  dioxide  into  its  aqueous 
solution  Redtenbacher  *  obtained  small  needles  of  the  compound 
C2H7NO3S,  which  is  isomeric  with  taurine,  and  with  the  above 
named  ethidene  sulphamide.  This  body  is  much  more  easily 
soluble  in  water  than  the  last  compound*  and  much  less  stable. 
It  decomposes  when  heated  to  100°  (Bunte),  and  on  recrystalliza- 

*  Ann,  Chem.  Pharm,  cii.  817. 

2  Schroder,  Ber.  Deutsch.  Chcm.  Oes,  iv.  470. 

•  A7in,  Chem,  Pharm.  Ixv.  40. 
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tion.      Its  constitution  is  probably  represented  by  one  of  the 
following  formulae : 

CH3.CH  I  NiLSOjIL  CHs.CH  |  jj^SO^ 

Ethidme  Imid/hSUver  NUrate,  2(CH,.CH.NH)gAgNOs  +  H^O, 
was  first  prepared  by  Liebig,^  and  its  composition  was  ascertained 
by  Liebermann  and  Goldschmidt,^  and  by  Mixter.*  It  is  obtained 
when  an  ammoniacal  alcoholic  solution  of  aldehyde  is  precipi- 
tated by  silver  nitrate.  The  crystalline  precipitate  is  not  very 
soluble  in  water,  and  deposits  a  metallic  mirror  on  boiling.  If 
this  compound  be  dissolved  in  ammonia  and  allowed  to  evaporate 
in  a  vacuum  over  sulphuric  acid,  it  separates  in  monoclinic 
crystals. 

Silver  sulphate  gives  a  variety  of  crystalline  compounds  with 
aldehyde-ammonia.^ 

An  alcoholic  solution  of  aldehyde-ammonia  undergoes  altera- 
tion when  allowed  to  staod  for  some  time,  and  this  takes  place 
quickly  on  heating,  a  series  of  bodies  being  formed  to  which 
the  name  of  aldehyde  base^  or  oMines  has  been  given,  and  of 
which  the  following  have  been  described : 

Hydracetamide,  C^HigNj. 
Oxytrialdine,       CeHuNO- 
Oxytetraldine,     CgH^NO. 
Oxypentaldine,   Ci^^HijNO, 

These  bodies  are  amorphous,  and  form  salts  of  which  only  a  few 
are  characteristic.^ 

498  Thialdine,  C-H13NS2,  was  discovered  in  1847  by  Wohler 
and  Liebig,who  obtained  it  by  the  action  of  sulphuretted  hydrogen 
on  an  aqueous  solution  of  aldehyde-ammonia.^  It  crystallizes 
from  ether  containing  alcohol  in  large  Jbighly-refracting  mono- 
clinic  prisms  (Rammelsberg)  melting  at  43°,  and  having  a 
peculiar  aromatic  smell,  which  after  a  time  becomes  unpleasant. 
It  volatilizes  slightly  at  the  ordinary  temperature,  and  is 
readily  volatile  in  aqueous  vapour.  When  heated  by  itself  it 
undergoes  decomposition.     It  is  a  monacid  base.      Its  salts 

»  Ann.  PhamL  xiv.  146! 

*  Ber,  DeuUch.  Chem.  Oes.  z.  2179 ;  xL  1198. 
»  Saiim,  Amer.  Joum.  [8],  xiv.  195. 

*  Mixrer,  ib.  [3],  xvii.  427. 

*  Schiff,  Ann,  Chem,  Pharm.  Snppl.  vi.  1  ;  Von  Babo,  Joum.  Prakt.  Chem, 
IxxiL  88  ;  Heintz  and  Wislicenns,  Pogg,  Awt,  cv.  577. 

'  Ann,  Chem,  Pharm,  lix.  296. 
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crystallize  well,  and  have  been  investigated  by  Wdhler  and 
Liebig,*  as  well  as  by  Brusewitz  and  Cathander.* 

Methyl'thialdine  Hydriodide,  Cfi^^{G)l^^^^iSl,\B 9k CTY^i:aX'' 
line  body  obtained  by  the  action  of  methyl  iodide  on  thialdine. 
It  is  slightly  soluble  in  water,  and  dissolves  more  readily  in. 
alcohol.* 

Thialdine  has  probably  the  following  constitution  : 

OH, 


i. 


/\ 

CHo— CH  CH— CH. 
NIL 

SehncddiTie,  C^H^gNSe,,  is  obtained  by  the  action  of  selen- 
iuretted  hydrogen  on  a  solution  of  aldehyde-ammonia.  It 
forms  small  crystals,  and  the  solution  gradually  decomposes  on 
exposure  (Wohler  and  Liebig). 

CarbothiaMine      or      Diethidene-amntonium     Thiocarbamate, 

^^i  SNrV'HCH'i  *  separates  out  in  glistening  white  crystals 

on  evaporating  sulphide  of  carbon  with  an  alcoholic  solu- 
tion of  aldehyde-ammonia.  These  are  difficultly  soluble  in 
alcohol,  and  scarcely  soluble  in  water.*  It  is  also  formed  by  the 
action  of  aldehyde-ammonia  on  ammonium  thiocarbamate.*  It 
acts  as  a  weak  base.  Its  solution  in  hydrochloric  acid  easily 
decomposes,  with  formation  of  sal-ammoniac,  aldehyde,  and 
carbon  disulphide.  If  its  solution  be  treated  with  ferric  chloride, 
ferric  thiocyanate  is  formed  slowly  in  the  cold  but  quickly  on 
warming.  If,  however,  hydrochloric  acid  be  present,  then  not 
only  ferrous  chloride  and  aldehyde  are  formed,  but  a  white 
crystalline  powder  is  thrown  down,  having  the  composition 
S2(CS.NH2)2.*  This  is  identiwil  with  the  compound  discovered 
by  Zeise,  and  termed  hydranzothin,  obtained  by  him  by  acting 
upon  ammonium  thiocyanate  with  chlorine  water  or  a  mixture  of 
hydrochloric  acid  and  ferric  chloride.'^ 

*  Ann.  Chem,  Pkarm,  Ixi  1.  •  Joum.  Prakt.  Chem,  xcviii  815. 

*  Hofmann,  Ann,  Chem,  Fharm.  ciii.  98. 

*  Liebig  and  Sedteiibacher,  i6.  Izy.  43. 

*  Mulder,  ib.  clxviii  285. 

'  Guareschi,  Ber,  DeiUach,  Chem.  Gen,  xL  1883. 
'  Ann.  Chem.  Phann.  zlvii  36. 
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499  EthicUne  Acetamide,  CHyCHCNH-CgHjO),,  is  formed  by 
heating  aldehyde  with  acetamide.  It  crystallizes  in  large  prisms, 
which  are  decomposed  by  acids  with  formation  of  aldehyde.^ 

Ethidme  Cyanuramide,  C5Nj(N.CH.CHj)3  +  H20,  is  obtained 
by  the  action  of  cyanamide  on  aldehyde.  It  forms  a  resinous 
mass,  which  is  precipitated  from  alcoholic  solution  by  chloroform 
in  scales.  It  is  insoluble  in  bisulphide  of  carbon,  and  possesses 
the  same  coefficient  of  refraction  as  that  liquid,  and  for  this 
reason  it  cannot  be  seen  when  it  is  suspended  in  it.* 

Ethidene-Biuret,  C^H^NjOg,  was  discovered  by  Wohler  and 
Liebig,  and  obtained  by  passing  the  vapours  of  cyanic  acid 
into  aldehyde.  It  was  first  called  trigenic  acid,  probably 
because  it  contained  three  molecules  of  cyanic  acid.  The 
action  of  these  bodies  on  one  another  is  extremely  energetic ; 
carbon  dioxide  is  evolved  with  almost  explosive  violence  unless 
ice  be  added.  The  cyanic  acid  in  the  latter  case  is,  however,  but 
slowly  absorbed,  and  then  if  the  liquid  be  allowed  to  remain  at 
the  ordinary  temperature,  a  quiet  evolution  of  carbon  dioxide 
takes  place,  which,  like  that  of  a  fermenting  liquid,  lasts  for 
0ome  days,  until  at  last  the  half-solidified  mass  forms  a  syrup 
from  which  crystals  are  deposited.  The  product,  which  contains 
cyamelide  (Vol.  I.  p.  671)  and  aldehyde-ammonia,  is  boiled  with 
hydrochloric  acid  until  aldehyde  is  evolved.  It  is  then  filtered 
off,  when  on  cooling  trigenic  acid  separates  out.  It  has  a 
slightly  yellow  colour,  and  is  purified  by  re-solution  and  warming 
with  animal  charcoal.  It  crystallizes  in  small  white  stellar 
needles,  which  have  a  faint  acid  taste  and  smell.  When  silver 
nitrate  is  added  to  the  solution,  and  then  ammonia  gradually, 
the  silver  compound,  C^HgAgNjOg,  separates  out  as  a  crystalline 
powder  *  (Liebig  and  Wohler).  Trigenic  acid  probably  possesses 
the  following  constitution : 

NH— CO 
/  \ 

CH-CH  NH. 

\NH— CO/ 

^  T&wildarow,  Ber,  DeuUch,  Chem.  Oes.  t.  477. 
'  Knop,  Ann,  Chem,  Pharrru  czxzi  253. 
»  Jb.  lix.  296. 
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COMPOUNDS  OP  TRICHLORBTHIDENB. 

500  Triehlarethidene  Alcohol,  G(\.CR(pH)^  has  already  been 
described  as  chloral  hydrate  (YoL  IIL  Part  L  p.  539).  This  body 
is  obtained  by  the  union  of  chloral  (trichlorethidene  oxide)  with 
water.  Although  it  appears  to  undergo  no  change  on  distillation, 
it  is  converted  by  heating  into  its  constituents,  as  is  proved  by 
the  specific  gravity  of  its  vapour.  Various  chemists  have,  however, 
questioned  this  fact ;  and  it  has  been  the  subject  of  a  lively  dis-* 
cussion  in  which  the  question  of  the  constitution  of  this  chloral 
hydrate  was  of  less  consequence  than  the  question  of  the  truth 
of  the  general  applicability  of  Avogadro's  law,  according  to 
which  equal  volumes  of  different  gases  contain,  at  the  same 
temperature  and  pressure,  equal  numbers  of  molecules.^ 

The  result  of  this  experimental  discussion  has  been  to  prove 
that  the  vapour  of  chloral  hydrate  is  a  mixture.  That  this  is 
the  case  is  shown  by  the  following  facts.  In  the  first  place 
Wurtz  found  that  the  vapours  of  chloral  and  water  may  be 
brought  together  without  any  evolution  of  heat  being  noticed, 
and  hence  undergo  no  chemic^  combination.^  Then  Wiedeman 
and  Schulze'  showed  that  the  vapour  of  the  hydrate  when  allowed 
to  diffuse,  behaved  as  a  mixture  of  aqueous  vapour  and  chloral 
vapour,  and  not  as  a  homogeneous  gas.  Lastly  Naumann  has 
proved  the  dissociation  of  chloral  hydrate,  inasmuch  as  he 
has  shown  that  the  substance  partially  decomposes,  on  fi:ac- 
tional  distillation,  into  chloral  and  water.  According  to  these 
facts,  then,  it  might  be  supposed,  according  to  the  old  idea, 
that  chloral  hydrate  is  a  molecular  compound,  that  is  to  say, 
a  compound  in  which  the  water  is  contained  in  the  same 
state  of  combination  as  the  water  of  crystallization  in  salts. 
That  this  is,  however,  not  the  case  is  seen  from  the  reactions  of 
the  following  similarly  constituted  compounds  and  of  other 
bodies. 

Trichlorethidene  Ethyl  Ether,  CC18.Ch|  q^  jj .     This  body, 

which  is  usually  termed  Chloral  Alcoholate,  is,  as  has  been  stated, 
the  last  product  of  the  action  of  chlorine  upon  alcohol  (Vol.  III. 
Part  I.  p.  538),  and  is  formed  with  evolution  of  heat  when 

1  YoL  I.  38-70.  *  Oompt.  Bend.  Itttit.  190. 

»  Pogg.  Ann.  [2]  Ti  288. 
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chloral  and  alcohol  are  brought  together.  It  is  difficultly 
soluble  in  cold  water,  but  dissolves  readily  in  alcohol,  and 
crystallizes  in  white  prisms  which  according  to  Liebig  melt  at 
46^  but  according  to  Jacobsen  at  56^  It  boils  at  US'* — 116°, 
decomposing  into  chloral  and  alcohol,  as*is  shown  by  the  specific 
gravity  of  the  vapour,  which  is  3'49,^  and  hence  it  behaves  like 
chloral  hydrate.  That  it  is  not,  however,  a  molecular  compound 
in  which  the  alcohol  plays  the  part  of  water  of  crystallization 
has  been  shown  by  Henry.  If  the  supposition  were  correct, 
it  must,  when  treated  with  phosphorus  pentachloride,  decompose 
into  a  mixture  of  pentachlorethane  and  ethyl  chloride,  whereas 
tetrachlorether  is  in  fact  formed.* 

Chloral  not  only  combines  with  common  alcohol,  but  also 
with  other  alcohols,  with  mercaptan,  with  the  glycols,  with  chlor- 
hydrins,*  &a 

TriMcrethidem  Diethyl  Ether  or  Trichloracetal  exists  in  the 
two  following  modifications : 

CCl^CCKOCjHj)^.  CCl,.CH(OC2H0r 

The  first  of  these  is  formed  by  the  continued  action  of  chlorine 
upon  alcohol  or  acetal,  and  crystallizes  from  alcohol  in  white 
monoclinic  prisms  melting  at  83^  and  volatilizing  in  the  vapour 
of  water,  and  boiling  with  slight  decomposition  at  230''.^ 

The  second  compound  was  discovered  by  Wurtz  and  Vogt,  who 
obtained  it  by  heating  tetrachlorether  and  alcohol  together :  ^ 

CCla-CHaCOCgHj)  +  HO.CjH^  =  CCVCHCOCjH^,  +  HQ. 

It  is  also  formed  in  the  preparation  of  chloral,*  and  is  a  liquid 
boiling  at  204*'*8,  and  having  a  specific  gravity  at  0**  of  1*2813.^ 
Concentrated  sulphuric  acid  decomposes  it  with  evolution  of 
chloral. 

PefUaMoracetal,CCl^.CH |  qc^H^CI  '  ^^  ^^^^^ ^^  Friedel  in 
the  residues  of  the  preparation  of  chloral.  It  is  a  liquid  boiling  at 
186' — 189^  and  is  not  attacked  by  caustic  potash.    When  heated 

*  Bar.  DetUsch,  Ckem.  Oti,  iiL  909. 
«  Ih,  iv.  101  and  436. 

*  Martiua  and  Mendelssohn,  ib,  ill.  445  ;  Henry,  xb.  vii.  762 ;  Jacobsen,  Ann, 
Chem.  Pharm,  clyii.  243. 

«  Patem6,  tb,  cl.  253 ;  Krey,  Jahrtab,  1876,  474. 

*  Compt,  Rend,  Ixxiv.  777. 

'  Lieben,  Ann,  Chem,  Pkarm,  civ.  114 :  Byasson,  Compl,  Send,  Izzm  26. 
'  Pateni6  and  Pisati,  Jakreab,  1872,  803. 
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{OC  H 

is  obtained,  boiling  between  153'  and  159^^ 

Trichlorethidene  Mhyl  Acetin,  CCl^.CR^QQ^^^       is  formed 

by  acting  upon  acetyl  chloride  with  chloral-alcoholate,  and  it  is 

a  pleasantly  smelling  liquid  boiling  at  193^  and  having  at  ll"*  a 

specific  gravity  of  1'327.* 

r  CI 
Trichlorethidene  Chloracetin,  CCI3.CH  <  Qp  -rj  /^,  is  obtained 

\  2     3 

by  the  action  of  acetyl  chloride  on  chloral  or  chloral  hydrate.  It 
is  a  liquid  boiling  at  ISo",  and  having  at  17''  the  specific  gravity 
1-4761  (Meyer  and  Dulk). 

Trichhyrethidene  Diacetate,  CCl8.CH(OCjH30)2,  is  obtained  by 
heating  together  chloral  and  acetic  anhydride  for  many  hours  to 
150^  It  is  a  peculiarly  smelling  liquid,  boiling  at  221^ — 222^ 
and  having  a  specific  gravity  of  1*422  at  11**  (Meyer  and  Dulk). 

501  TrncJUorethidene  Sulphite  Compounds.  Like  other  alde- 
hydes, chloral  also  combines  with  the  acid  sulphites  of  the 
alkali-metals  to  form  crystalline  compounds.  The  potassium  salt, 
C2Cl3H(OH)S03K,  crystallizes  in  glistening  lamime,'  diflScultly 
soluble  in  cold  water.  This  salt  is  also  formed  when  the  normal 
sulphate  is  used,  but  the  solution  must  then  not  be  warmed,  as 
compounds  free  from  chlorine  are  then  produced.* 

Trichlorethidene  Thiohydrin,  (CCl3.CH.0H)jS,  is  formed  by 
the  action  of  sulphuretted  hydrogen  on  an  ethereal  solution  of 
chloral,  or  on  an  aqueous  one  of  chloral  hydrate.  It  is  insoluble 
in  water,  crystallizes  from  chloroform  in  rhombohedrons,  has  a 
peculiar  mercaptan-like  smell,  and  melts  at  127** — 128**,  with 
partial  decomposition.* 

{OH 
^TT.      This  body, 

commonly  called  chloral-ammonia,  is  formed  by  the  action  of 
ammonia  on  well-cooled  chloral.*  In  order  to  prepare  it,  chloral 
is  dissolved  in  chloroform,  and  ammonia  led  into  this  liquid,  well 
cooled  in  a  mixture  of  ice  and  common  salt7  It  crystallizes  in 
white  needles  which  melt  at  62* — 64**.    It  is  almost  insoluble  in 


*  Ber,  DetUaeh,  Chem.  Gea,  riiL  042. 

'  Meyer  and  Dulk,  Ann,  Chem,  Pfutrm,  clxxi.  69. 

»  Stadeler,  ib,  cvi,  258.  *  Rathke,  ib.  clxL  154. 

B  Hagemann,  Bcr,  JJtuUck,  Chem,  Ges.  v.  154  ;  Wyss,  ib,  vii.  211. 

•  Sttkl«ler,  loc,  cU,  ;  Pereonne,  Ann.  Chem,  Pharm,  clvii.  118. 
^  K.  Schilf,  Ber,  Deufsch,  Chem,  Oes.  x.  165. 
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cold  water,  and  hot  water  decomposes  it  with  formation  of 
chloroform  and  ammonium  formate. 

{OH 

formed  by  the  action  of  anhydrous  ethylamine  on  chloral.  A 
white  crystalline  mass  is  thus  produced,  which,  on  heating,  decom- 
poses into  chloroform  and  ethyl  formamide  ^  (Vol.  III.  Part  I. 
p.  406). 

f  OH 
TriMorethidene  Hydracetamide^  CCI3.CH  <  ^.^  -rj  q\tt*  ■^^®* 

tamide  and  chloitd  combine  together  with  evolution  of  heat- 
giving  rise  to  the  above-named  body.*  It  also  occurs  when 
chloral-ammonia  is  treated  with  acetyl  chloride  (Schiff).  It 
crystallizes  from  hot  water  in  rhombic  tables,  which  melt  at 
156^     When  heated  with  acetyl  chloride  for  some  hours  to  120^ 

( 00  H  O 
the    compound,   CCI3.CH  <  ^^A  ||  qx^,  is  formed.     This  crys- 
tallizes from  hot  acetic  acid  in  transparent  prisms,  which  melt  at 
117"* — 118**,  and  are  decomposed  by  hot  water  into  the  foregoing 
compound  and  acetic  acid  (Schiff). 

Trichlorethidene  Diaceiamide,  GClj.CH  |  ^[c^H*0)H'  ^  f^™®^ 
by  heating  chloral  with  acetonitril.  It  is  difficultly  soluble  in 
water  and  alcohol,  and  crystallizes  from  acetic  acid  in  glistening 
needles,  which,  when  heated,  sublime  without  previous  fusion.' 

Trichlorethidene  Urea,  CO  -j  VHVjHrOH^CCl  *  '^^^^  *"^ 
stance  is  formed  by  the  action  of  chloral  on  a  solution  of  urea. 
It  forms  hard  rhombic  crystals,  easily  soluble  in  hot  water. 
When  an  excess  of  chloral  is  added  to  a  saturated  solution  of 

urea,  the  compound,  CO  I  j^gQ^/QjiNriif*  insoluble  in  water, 

is  produced.  This  crystallizes  from  alcohol  in  small  six-sided 
tables,  or  in  large  flat  pearly  needles. 

The  amido-compounds  of  trichlorethidene  are  not  attacked  by 
dilute  acids,  but  are  easily  decomposed  by  alkalis,  with  formation 
of  the  same  products  as  are  yielded  by  the  substances  from  which 
they  have  been  obtained.  Thus,  for  example,  the  acetamide 
compound  yields  chloroform,  ammonia,  potassium  formate,  and 
potassium  acetate  (Jacobsen). 

^  Hofmann,  Ber,  Deutseh,  Chem,  Ota.  t.  247. 

'  Jacobsen,  Ann,  Chem,  Pharm.  clvii.  244  ;  Wallach,  Ber,  Dmtaeh,  Chenu  Oes, 
v.  251.  »  Hubner,  ib,  tL  109 ;  Hepp,  ib,  x.  1651. 
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THE  GLYCOLYL  COMPOUNDS. 

Glycollic  Acid  or  Oxyacetic  Acid,  CH2(0H)C05H. 

50a  This  substance  was  obtained  by  Strecker  in  1848,  by 
acting  with  nitrogen  trioxide  on  glycocoU  (amido-acetic  acid).^  It 
was  afterwards  more  carefully  examined  by  himself  and  SocolofF, 
having  been  prepared  by  them  firom  hippuric  acid  (benzoyl 
amido-acetic  acid).^  Although  Strecker  must  be  looked  upon  as 
the  discoverer  of  glycollic  acid,  it  is  interesting  to  learn  that  so 
early  as  the  year  1806  it  had  been  noticed  by  Berzeiius,  who 
found  it  in  the  acid  residues  obtained  in  the  preparation  of  ethyl 
nitrite  by  Black's  method  (Part  I.  p.  357).  He,  however,  thought 
that  this  acid  was  malic  acid  The  next  step  in  the  history  of 
glycollic  acid  was  made  by  Debus,  who  showed  that  it  is  produced 
together  with  oxalic  acid,  its  aldehyde,  and  other  products  by 
the  moderate  action  of  dilute  nitric  acid  on  alcohol'  Wurtz  then 
obtained  this  acid  by  the  oxidation  of  ethylene  alcohol/  and 
Eekul^  found  that  it  can  be  readily  prepared  by  heating  aqueous 
potassium  chloracetate.^ 

Glycollic  acid  also  occurs  in  unripe  grapes,  but  it  disappears 
during  the  process  of  ripening,^  being,  in  all  probability,  trans- 
formed into  tartaric  acid.  It  is  also  found  in  the  green  leaves  of 
the  Virginian  creeperJ 

Debus's  method  for  preparing  glycollic  acid  has  been  improved 
by  Lautemann®  and  DrechseL®  Instead  of  exposing  alcohol  to 
gradual  oxidation  with  nitric  acid,  it  is  better  to  use  the  mother- 
liquors  from  the  manufacture  of  fulminating  mercury.  Cloez 
was  the  first  to  observe  that  an  acid  occui*s  in  this  liquid,  to 
which  he  gave  the  name  <^  homolactinic  acid.^*  Dessaignes  sug- 
gested that  this  was  glycollic  acid,^^  an  idea  confirmed  afterwards 
by  Fahlberg."  According  to  this  latter  authority,  the  mother- 
liquor  contains  at  first  little  or  no  glycollic  acid,  but  this  is 
formed  in  large  quantity  when  the  liquid  is  allowed  to  stand  for 
some  time  at  a  temperature  of  25^    The  mercury  which  is  still 

*  Ann,  Chem,  Pharm.  Ixviii.  65.  •  lb.  Ixxx.  84.  •  i*.  c.  1. 

*  Comptes  JtenduSf  xliv.  1306  ;  Ann.  Chem.  Pharm,  ciii.  867.      '  lb,  cv.  286. 
«  Erlenmeyer  and  Hoster,  Jahreab,  1864,  359 ;  tb,  1866,  873. 

^  Oorup  Besanez,  Ann.  Chem,  Pharm,  clzi.  229. 

*  Kolbe,  Lehrb.  Org.  CJiem.  i.  678. 

»  Ann,  Chem.  Pharm,  cxxvii  160.  "  lb.  Ixxxiv.  282. 

"  2b,  Ixxxix.  839.  "  Joum.  Praki,  Chan.  vii.  829. 
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contained  in  solution  is  then  thrown  down  by  sulphuretted 
hydrogen,  a  large  excess  of  milk  of  lime  added  to  the  filtrate, 
this  boiled  and  filtered  hot,  and  the  filtrate  treated  with  carbon 
dioxide  in  order  to  separate  the  lime.  On  concentrating  the 
solution,  calcium  glycollate  is  obtained,  and  this  can  be  purified 
by  recrystallization.  In  order  to  obtain  the  free  acid,  the  lime 
salt  is  decomposed  by  ah  excess  of  oxalic  acid  and  the  boiling 
liquid  saturated  with  lead  carbonate,  the  solution  of  the  lead 
salt  precipitated  by  sulphuretted  hydrogen,  and  the  acid  solution 
filtered  off  from  the  lead  sulphide. 

The  two  glucoses,  dextrose  and  levulose,  are  easily  oxidized 
in  aqueous  solution  by  silver-oxide,  with  formation  of  carbon 
dioxide,  glycollic  acid,  and  oxalic  acid.  This  reaction  may  be 
employed  for  the  preparation  of  glycollic  acid.  For  this  pur- 
pose a  mixture  of  the  two  glucoses  is  prepared  by  boiling  one 
part  of  cane  sugar  with  twenty  parts  of  a  2  per  cent,  sulphuric 
acid  for  two  hours  with  a  reversed  condenser,  and  then  re- 
moving the  sulphuric  acid  by  barium  carbonate.  The  filtrate 
is  added  to  a  warm  moist  mixture  of  two  parts  of  calcium 
carbonate  and  the  oxide  prepared  from  ten  parts  of  silver 
nitrate.  After  a  few  minutes  an  evolution  of  carbon  dioxide 
begins,  and  as  soon  as  this  has  ceased,  the  mixture  is  warmed 
to  50°  as  long  as  any  gas  is  evolved.  It  is  then  filtered,  and 
the  glycollate  allowed  to  crystallize.  One  hundred  parts  of 
sugar  give  thirty  parts  of  the  dry  salt.  The  addition  of  calcium 
carbonate  at  the  commencement  of  the  operation  serves  the 
purpose  of  keeping  the  solution  neutral,  as,  if  it  becomes  acid, 
the  glycollic  acid  is  readily  further  oxidized  to  oxalic  acid.^ 

503  Glycollic  acid  may  also  easily  be  obtained  from  monochlor- 
acetic  acid,  as,  on  boiling  this  with  caustic  soda,  sodium  glycollate 
is  formed : 

CHjCLCOjNa  +  NaOH  =  CH^COBOCO^Na  +  NaCl. 

A  concentrated  solution  of  sulphate  of  copper  is  added  to  the 
hot  solution,  and  the  difficultly  soluble  copper  glycollate  thrown 
down.  This  may  be  purified  by  recrystallization,  and  decomposed 
by  sulphuretted  hydrogen. 

According  to  Fittig,  glycollic  acid  is  most  easily  prepared  by 
heating  a  5  per  cent,  solution  of  chloracetic  acid  for  some  days 
in  connection  with  a  reversed  condenser,  and  concentrating  €he 
product  by  evaporation.* 

^  Kiliani,  Autl  Chem,  Pharm.  cct.  191.  Liebig's  Annalen,  ccv.  191. 
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Glycollic  acid  separates  from  syrupy  solution  in  stellated 
needles,  and  from  solution  in  alcohol  or  ether  in  fine  laminaa, 
which  melt  at  80'',  and  are  unalterable  in  the  air.  If  the  aqueous 
solution  be  evaporated  too  far,  some  glycollic  anhydride,  a  body 
which  will  be  afterwards  described,  is  formed,  and  if  ib  be  crystal- 
lized from  alcoholic  ether,  some  ethyl  glycollate  is  also  produced. 
Both  of  these  products  either  prevent  the  crystallization  of  the 
acid,  or  render  it  deliquescent  in  moist  air,  and  hence  it  was 
formerly  assumed  that  two  isomeric  glycollic  acids  exist.^ 

By  the  action  of  phosphorus  pentachloride  on  glycollic  acid, 
glycolyl  chloride  is  formed,  a  body  which  has  been  already 
described  as  monchloracetyl  chloride  (Part  I.  p.  535). 


The  Gltcollates. 

504  The  salts  of  oxyacetic  acid  are  easily  soluble  in  water, 
and  crystallizable.  Of  these  the  following  are  the  most 
characteristic. 

Calcium  Glycollaie,  (Cfifi^jCsi*  crystallizes  by  spontaneous 
evaporation  of  its  solution  in  stellar  silky  needles,  containing 
4  molecules  of  water,  and  dissolving  at  15**  in  80  and  at  100** 
in  19  parts  of  water.  It  separates  from  the  hot  solution  on 
cooling  in  crystals  which  contain  3  molecules  of  water,  and 
on  evaporating  at  100**  large  transparent  hard  crystals  are 
obtained,  which  are  only  soluble  with  difficulty  in  water. 

Lead  Glycollate,  {C^iifi^)^h,  is  obtained  from  acid  solution  in 
glistening  monoclinic  crystals,  which  dissolve  at  IT*  in  31  parts 
of  water.  When  the  neutral  solution  is  boiled,  or  if  a  glycol- 
late be  precipitated  with  acetate  of  lead,  a  basic  salt,  having  the 
formula  (C2H303Pb)20,  separates  out  in  stellar  needles  which 
require  more  than  10,000  parts  of  water  to  dissolve  them. 

Copper  Glycollate,  {CJE[^0^2^^>  forms  blue  crystals,  which 
dissolve  in  134  parts  of  cold,  and  are  more  easily  soluble  in 
hot,  water. 

Silver  Glycollate,  CgHjOjAg,  is  a  curdy  precipitate,  which  after 
a  time  becomes  crystalline.  It  dissolves  in  hot  water,  with  partial 
decomposition  and  blackening. 

^  Eolbe,  Ann,  Chem,  Pharm,  cxxvii.  159. 
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Ethers  and  Ethereal  Salts  of  Qlycoltl. 

505  Ethyl  Glycollaie,  C^Elfi^(Cfi^),  is  formed  by  heating 
ethyl  chloracetate  with  anhydrous  sodium  acetate  and  alcohol :  ^ 

C^ClCOfifi,  +  CjHjOgNa  +  CgHg-OH  = 

CHgCOEOCOjCjaj  +  CjHjOjCCjHg)  +  NaCl. 

In  place  of  sodium  acetate,  sodium  glycollate  may  be  used 
when  of  course  no  ethyl  acetate  is  formed.* 

It  may  be  more  readily  obtained  by  distilling  a  mixture  of 
calcium  glycollate  and  potassium  ethyl  sulphate  (Fahlberg). 

It  is  a  pleasantly  smelling  liquid,  soluble  in  water,  and  de- 
composing quickly  in  contact  with  this  liquid,  especially  on 
heating,  into  glycoUic  acid  and  alcohol  According  to  Heintz  it 
boils  at  155^  whilst  Fahlberg  gives  the  boiling  point  at  150*, 
and  Schreiner  at  160*.  At  0*  it  has  a  specific  gravity  of 
11074. 

The  following  ethers  have  also  been  prepared :  ' 

B.P.      Sp.  Gr.  at  O*. 
Methyl  glycollate,  C^Kfi^{CTl^      151*      11862 
Propyl  glycoUate,  CjHjOsCCjHy)      170*      1-0837 

EthyUglycollic  Add,  GR^{OCfi^COfi.  This  body,  isomeric 
with  ethyl  glycollate,  is  also  termed  oxyetkylacetic  iJuM  and 
ethcxmcetic  acid.  In  order  to  prepare  it  30  grams  of  sodium  are 
dissolved  in  500  grams  of  absolute  alcohol,  and  an  alcoholic 
solution  of  60  grams  of  chloracetic  acid  added  to  it,  and  the 
whole  heated  to  boiling.  The  liquid  is  filtered  from  the  sodium 
chloride  which  separates  out,  the  alcohol  removed  by  distillation, 
and  the  residue  warmed  with  69  grams  of  copper  sulphate.  The 
residue,  obtained  on  evaporation,  is  a  mixture  of  sodium  sul- 
phate and  copper  ethyl-glycollate,  [CjH2(C2H5)03]2Cu+2H20, 
from  which  the  latter  salt  is  obtained  on  extraction  with  hot 
alcohol,  it  separating  out  on  cooling  in  small  blue  needles.  It 
is  easily  soluble  in  water,  and  crystallizes  in  large  rhombic  prisms. 
On  treating  its  aqueous  solution  with  sulphuretted  hydrogen 
and  distilling  the  filtrate,  ethyl-glycoUic  acid  passes  over  at  about 
190*,  this  being  mixed  with  a  small  quantity  of  glycoUic  acid, 
paraformaldehyde,  and  ethyl-glycoUic  ethyl  ether.  It  is  a 
colourless,   strongly   acid  liquid    boiling   at  from   206* — 207* 

*  Heintz,  Ann.  Chem,  Pharm.  cxxiii.  825.  '  Pogg,  Ann,  cxiv.  440, 

*  Ann»  Chem,  Pharm,  cxcvii.  1. 
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(Henry).  On  heating  it  with  phosphorus  iodide,  glycoUic  acid 
and  ethyl  iodide  are  formed.^  Phosphorus  trichloride  does  not 
attack  it  in  the  cold,  but,  on  heating,  ethyl-glycolyl  chloride  is 
formed,  CH2(OC8H5)COCl.  This  is  a  mobile,  heavy  liquid, 
boiling  at  127** — 128**,  fuming  slightly  in  the  air,  and  attacking 
the  eyes  violently.* 

Ethyl  Mhoxacetate,  CH^(OC^K^)CO^{CiIl^,  is  obtained  by 
heating  sodium  ethyl-glycollate  with  ethyl  iodide  and  alcohol,* 
as  well  as  by  allowing  ethyl  chloracetate  to  drop  into  an  alcoholic 
solution  of  sodium  ethylate.*  The  ether,  obtained  by  fractional 
distillation,  is  an  easily  mobile  liquid,  having  a  pleasant  mint- 
like smell  and  a  sweetish  taste.  It  boils  at  IdS'*^,  and  at  0"*  has 
a  specific  gravity  of  0*9996,  that  of  its  vapour  being  4-56. 

In  addition  to  these,  many  other  compounds^  and  ethers 
(Schreiner)  having  an  analogous  constitution  to  ethyl-glycoUic 
acid  are  known. 

Acdoglycollic  Add,  or  Acetoxacetic  Acid,  CH20(C2H80).C02B[, 
is  not  known  in  the  free  state.  Its  ethyl  ether  is  formed  by 
heating  ethyl  chloracetate  with  anhydrous  sodium  acetate.  It  is 
a  liquid  having  a  faint  fruit-like  smell,  and  boiling  at  179^ 
When  it  is  treated  in  the  cold  with  milk  of  lime,  it  forms  the 
easily  soluble  calcium  acetogli/collate,  (C  fifi^^^Sk-^- 2^0,  crystal- 
lizing in  small  prisms,  and  yielding  on  boiling  with  milk  of  lime 
the  calcium  salts  of  acetic  and  glycollic  acids.* 

The  hydrogen  in  the  alcoholic  hydroxyl  of  glycollic  acid  may 
be  replaced  by  other  acid  radicals,  and  in  these  cases  also  the 
ethers  and  salts  but  not  the  free  acids  are  known.  ^ 

As  glycollic  acid  is  at  once  an  alcohol  and  an  acid,  two  mole- 
cules of  it  can  unite  with  elimination  of  water  and  formation  of 
compound  ethers  (p.  84). 

506  Glycoglycollic  Acid,CTL^(OB.)CO^.CB^.GO^TL  This  com- 
pound, which  is  at  the  same  time  an  acid,  an  alcohol,  and  an 
ether,  is  usually  called  glycollic  anhydride.  It  is  formed  on 
heating  glycollic  acid,  or  by  exposing  this  for  many  days  to  the 

1  Heintz,  Pogg,  Ann,  cix.  331  ;  cxi.  652 ;  cxiv.  469. 

*  Henry,  £er,  Deutsch,  Chem.  Ges.  ii.  276. 

•  Heintz,  Ann.  Chem.  Fharm,  cxxix.  89 ;  Geuther  and  Wackenroder,  Zeiisch, 
Chem.  1867,  705. 

*  Schreiner,  loc.  cU, 

•  Heinlz,  loc.  cit,  and  Ann.  Chem,  Pharm.  cxxx.  257 ;  Joum.  PraH,  Chem, 
Ixxviii.  124,  174  (?)  ;  Ixxix.  238 ;  Siemens,  Chem.  CentraJb.  1862,  17. 

«  Heintz,  Ann.  Chem.  Pharm.  cxxiii.  325  :  Gal,  i6.  cxlii.  870  :  Comptes  Bemdu*^ 
Uiii.  1086. 
'  Heintz,  Ann.  Chem.  Pharm,  cliv.  257  ;  Gal,  loc.  cit. 
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action  of  the  vapours  of  sulphur  trioxide.  On  washing  it  with 
water  it  remains  as  a  white  powder  which  is  insoluble  in  ether, 
alcohol,  and  cold  water,  whilst  on  boiling  it  forms  glycolUc  acid. 
It  is  also  dissolved  by  fused  glycoUic  acid,  and  this  explains  the 
feet,  noted  on  page  84,  of  the  anomalous  behaviour  of  fused 
glycollic  acid  (Fahlberg). 

Glycolide,  C^H^O^,  was  first  prepared  by  Dessaignes  by  the 
dry  distillation  of  tartronic  acid,  CH(OH)(C02H)2.^  It  is  also 
formed  on  strongly  heating  glycollic  acid,  but  most  readily  by 
heating  potassium  monochloracetate  to  150^.' 

CHjCl         NaOCO  CH,— 0— CO 

I  +1=1  J     +2NaCl. 

CO.ONa         CICH,  CO— 0— CH^ 

It  is  also  formed  by  the  action  of  bromacetylbromide  on 
sodium  acetate.'  It  is  a  white  amorphous  powder,  insoluble 
in  cold  water,  melting  at  220^  and  combining  with  water  to 
form  glycollic  acid,  and  with  alcohol  to  form  the  ether. 

Glycolide,  as  is  seen  from  its  mode  of  formation,  is  a  double 
ether  in  which  the  radical  glycolyl  is  contained  twice,  and  both 
of  these  act  at  once  as  alcohol  radicals  and  as  acid  radicals. 

Diglycollic  Add,  0{fjS^GO^^  This  dibasic  acid,  which 
also  acts  as  an  ether,  was  first  known  as  paramalic  acid, 
as  it  is  metameric  with  malic  acid.  Heintz  was  the  first  to  obtain 
it,  together  with  glycollic  acid,  by  heating  chloracetic  acid  with 
caustic  soda,^  and  Wurtz  afterwards  showed  that  it  is  obtained 
by  oxidizing  diethylene  glycol.^  The  same  substance  is  formed  in 
large  quantity  when  chloracetic  acid  is  heated  with  the  hydroxides 
of  the  alkalhie  earths,  whilst  caustic  alkalis  and  other  metallic 
hydroxides  chiefly  yield  glycollic  acid.*  In  order  to  prepare  it  in 
this  way,  monochloracetic  acid  is  boiled  with  an  excess  of  milk  of 
lime,  and  the  filtrate  treated  with  carbon  dioxide  and  concentrated 
somewhat ;  on  addition  of  alcohol  the  calcium  salts  of  glycollic 
and  diglycollic  acids  separate  out,  and  these  may  be  readily 
separated  by  recrystallization,  calcium  diglycoUate  being  less 
soluble  in  water  than  the  glycoUate.  In  order  to  prepare  the 
free  acid,  the  calcium  salt  is  converted  into  the  insoluble  lead 

*  Ann.  Chem.  Pharm,  Ixxxiz.  839. 

*  Kdcale,  ib.  cv.  286 ;  Tscherniak  an<1  Norton,  Bull  Soe.  Chim.  [2],  zzz.  102. 

*  Kaumann,  Ann,  Chem,  Phann.  czxiz.  275. 

*  Pogg.  Ann,  dx,  470 ;  cxv.  280. 

»  Comptes  Hendus,  \L  162  ;  Ann,  Chem,  Pharm,  cxvii.  136. 

*  Schreiber,  Joum,  PrakL  Chem,  [2],  ziii  486 ;  Heintz,  Ann.  Chem,  Pharm, 
cxliv.  91. 
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Bait,  and  this  decomposed  by  sulphuretted  hydrogen.*  It  crystal- 
lizes from  water,  in  which  it  is  easily  soluble,  in  large  transparent 
rhombic  prisms  containing  one  molecule  of  water,  which  is 
driven  off  completely  at  100''.  The  anhydrous  acid  boils  at  148^ 
and  solidifies  again  to  a  crystalline  mass  on  cooling.  On  heating 
with  hydriodic  acid,  it  is  decomposed  into  acetic  and  glycollic 
acids,  which  latter,  when  an  excess  of  hydriodic  acid  is  present, 
is  reduced  to  acetic  acid 

Diglycollic  acid  forms  both  acid  and  normal  salts.  Those  of 
the  alkali  metals  are  soluble ;  those  of  the  other  metals  dissolve 
only  with  difficulty. 

Calcium  Diglycollate,  C^H^OgCa,  is  scarcely  soluble  in  cold 
and  only  slightly  soluble  in  hot  water.  On  cooling  the  solution 
it  crystallizes  in  long  glistening  needles,  which  contain  6  molecules 
of  water.  On  allowing  the  solution  to  evaporate  slowly,  a  salt 
crystallizes  out  containing  3  molecules  of  water,  and  it  can  also 
be  obtained  with  1,  4,  or  5  molecules  of  water.* 


SULPHUR  COMPOUNDS  OP  GLYCOLYL. 

507  Thioglycollic  Add,  or  Mercapto-cuietic  Add,  CjS^(^'S)GQ^, 
is  obtained  by  the  addition  of  chloracetic  acid  to  an  aqueous 
solution  of  potassium  hydrosulphide.  The  potassium  salt, 
separated  from  potassium  chloride  by  crystallization  and  treat- 
ment with  alcohol,  is  decomposed  by  sulphuric  acid,  and  the  acid 
extracted  with  ether.  It  is  an  oily  colourless  liquid,  soluble  in 
water,  and  having  but  little  smell.  As  an  acid  and  a  mercaptan 
it  can  form  three  series  of  salts,'  as  well  as  different  compound 
ethers.*  Thiodiglycollic  Acid,  S(CHj.C02H)2,  and  DithioglycoUic 
Acid,  S2(CHj.C05H)2,  have  also  been  prepared.* 

508  Thetine  Compounds.  These  bodies,  which  correspond  to 
the  sulphine  compounds  (Part  I.  pp.  158  and  384),  have  been 
investigated  by  Crum-Brown  and  Letts.®  Their  bromides  are 
formed  by  heating  bromacetic  acid  with  the  sulphides  of  the 
alcohol  radicals : 

*  Ann,  Chem,  Pharm,  cxliv.  91. 

*  Mohs,  Zeitxh.  Chtn.  1866,  495. 

•  ClaessoD,  Ann.  Chem.  Pharm.  clxxxvii.  118. 

^  Erlenmejer  and  Lisenko,  Zeitseh.  Cham.  1862,  134 ;  daesson,  Ber.  Deutack. 
Chem.  Oes.  viiL  120. 

»  Schulze,  ZeUeeh.  Chem.  1865,  78 ;  Schreiber,  J(mm.  Pmkt.  Chem.  [2],  xiiL 
472 ;  Andreaach,  Ber.  JkutecK  Chem.  Oes.  zil  1890 ;  Claessoa,  ib.  ziv.  409. 

•  Sdin.  Phil.  Trans,  xxviii,  [2],  671. 
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Dimethyl  Tbetine  Bromide. 

CH.Br 

CHjS(CH^jBr 

1           +  S(CH,), 

=       1 

CO^ 

CO,H. 

The  compounds  thus  obtained  are  easily  soluble  in  water, 
and  crystallize  from  alcohol  in  large  transparent  rectangular 
tables. 

CHj 

Dimethyl  Thetine,  CO  SCCHj)^  +  H^O,   is  obtained   by 

0 

acting  with  moist  silver  oxide  on  a  solution  of  the  bromide.  It 
forms  large  deliquescent  crystals,  which  are  less  soluble  in  alcohol 
than  in  water.  It  possesses  a  burning  saline  taste,  and  unites 
with  acids,  but  not  with  weak  ones  such  as  carbonic  or  hydro- 
cyanic, and  this  is  easily  understood  as  the  substance  is  itself  a 
salt.  If  it  be  allowed  to  stand  for  a  week  over  sulphuric  acid 
in  a  vacuum,  it  loses  its  water  and  becomes  opaque. 

The  bromide  has  an  acid  reaction  like  all  tbetine  salts.  Its 
warm  solution  dissolves  oxide  of  lead,  and  on  cooling,  laminsB  of 
a  double  salt  separate  out,  whilst  dimethyl  thetine  remains  in 
solution : 


CO 


CH,S(CH3)jjBr  CH-SrCSy^r 

+  2Pb(0H),=  |  ^      +PbBr,+ 

OH  CO.OPbBr 

CH- 

3C0        s(cnx  +  4H2O. 

O 

The  other  dimethyl  thetine  compounds  are  obtained  from 
the  bromide  by  decomposing  it  with  soluble  silver  salts,  and  the 
same  compounds  are  obtained  by  the  action  of  acids  upon 
dimethyl  thetine. 

The  chloride,  which  is  crystalline  but  very  deliquescent, 
combines  with  platinum  chloride  to  form  the  salt  (C^H^02)2 
PtCl5+2HjO,  a  body  crystallizing  from  hot  water  in  orange- 
iieedle& 

The  ethyl  ether,  Br(CHj)2SCH[jCO.OC2H5,  is  formed  by  the 
union  of  ethyl  bromacetate  with  methyl  sulphide.  Itorystcdlizes 
in  pearly  glistening  hygroscopic  laminse. 

Letts  has  prepared  several  other  thetine  compounds  with  other 
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alcohol  radicals,  and  these  are  less  easily  formed  than  dimethyl 
thetine,  and  with  the  greater  diflSculty  the  more  carbon  the 
radical  contains,  whilst  the  power  of  crystallization  diminishes 
in  the  same  ratio.^ 

509  SulpJio-acetic  Acid,  CH2(S08H)COjH,  was  discovered  by 
Melsens  in  1842,  who  gave  it  the  above  name.  He  obtained  it 
by  the  action  of  sulphur  trioxide  and  fuming  sulphuric  acid  on 
acetic  acid.^  It  is  also  formed  by  treating  acetamide  or  aceto* 
nitril  with  the  fuming  acid,®  or  by  heating  acetic  acid  with 
chlorsulphonic  acid.^  Its  sodium  salt  is  easily  obtained  by 
boiling  chloracetic  acid  with  a  solution  of  normal  sodium 
sulphite.*  The  sulphur  compounds  already  described  also  yield 
this  acid  on  oxidation  with  dilute  nitric  acid.^  It  remains 
behind  as  a  syrup,  on  evaporation  of  the  solution  in  a  vacuum. 
This  gradually  solidifies  to  a  needle-shaped  mass  which  is  very 
deliquescent.  Sulphone-acetic  acid  is  a  strong  dibasic  acid, 
of  which,  however,  only  the  normal  salts  have  as  yet  been 
prepared. 

5 10  Thiocyanacetic  Acid,  or  Ithodacetic  Acid,  CH2(S.CN)C02H. 
The  ethyl  ether  of  this  body  was  obtained  by  Heintz,  by  acting 
with  potassium  thiocyanate  on  ethyl  chloracetate.^  On  heat- 
ing this  with  strong  hydrochloric  acid,  he  believed  that  he  had 
obtained  the  free  acid,  but  Claesson  has  shown  that  the  substance 
which  is  then  liberated  is  its  isomeride,  thiocarbimidacetic 
acid  (p.  91).  In  order  to  prepare  thiocyanacetic  acid,  powdered 
potassium  thiocyanate  is  added  to  a  concentrated  solution  of 
sodium  chloracetate.  The  crystalline  magma  which  is  formed  is 
then  treated  with  boiling  alcohol,  when  potassium  chloride 
remains  behind,  and  crystals  of  sodium  thiocyanacetate  are  de- 
posited from  the  filtrate.  The  well-cooled  aqueous  solution  of 
this  salt  is  then  decomposed  by  sulphuric  acid  and  at  once 
extracted  with  ether.^ 

Bhodacetic  acid  is  a  colourless  and  odourless  oil  which,  when 
gently  warmed,  changes  into  a  porcelain-like  mass  difficultly- 
soluble  in  water,  and  crystallizing  from  this  solution  in  groups 
of  stellar  needles.     It  forms  with  the  metals  of  the  alkalis  and 

*  Edin,  Phil.  Trans,  xxviii.  [2],  583. 

"  Ann.  Chem.  Pharm.  xliv.  97  ;  Hi.  276. 

*  Buckton  and  Hofmann,  Proc,  Boy,  Soc,  viii.  158 ;  Ann.  Chem,  Pharm.  c.  141. 

*  Baumstark,  ih.  cxl.  75. 

*  Collmann,  ih.  cxlviii.  101. 

*  Carnis,  ib.  cxxiy.  52. 
f  lb.  cxxxvi.  223. 

^  Claesson,  Ber.  Veutsch.  Chem.  Ges.  x.  1846. 
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the  alkaline  earths  crystallizable  salts,  whereas  those  of  the 
other  metals  are  readily  decomposed  "mth  formation  of  the 
thioglycollates.  When  sulphate  of  copper  is  brought  into  a 
solution  of  rhodacetic  acid,  a  black  amorphous  precipitate  is 
formed  after  some  time,  consisting  of  cuprous  thioglycollate, 
(CTI^^jCn^(CO^fiu^  This  reaction  is  very  characteristic 
(Claesson). 

Thiocarbimidacetie  Acid,  or  Mustard  ^  oil  -  acetic  Acid, 
CHgCN.CSjCOjH,  was  obtained  by  Volhard  by  boiling  glycolyl 
thio-urea  (p.  97)  with  hydrochloric  acid : 

CH2.NHV  •  CH,.N.CS 

I  ^CS  -f  HCl  -h  H,0  =  I  4  NH.CL 

CO.NH  /  CO.OH 

It  is  soluble  in  hot  water,  difficultly  soluble  in  cold,  and  crys- 
tallizes in  rhombic  tables,  melting  at  125° — 126^  As  an  amido- 
compound  it  acts  as  a  weak  acid,  the  salts  being  many  of  them 
partially  decomposed  by  water.^ 

Nitroacetic  Add,  CH2(N02)C02H.  This  body  is  not  known  in 
the  free  state.  When  attempts  are  made  to  form  the  potassium 
salt  by  heating  a  solution  of  potassium  chloracetate  with  potas- 
sium nitrite,  carbon  dioxide  and  nitromethane  (Part  I.  p.  227) 
are  obtained. 

The  ethyl  ether  is  however  known,  and  this  is  obtained  by 
the  action  of  ethyl  bromacetate  on  silver  nitrite.  This  liquid 
boils,  not  without  decomposition,  at  151° — 152°,  and  on  treat- 
ment with  tin  and  hydrochloric  acid  is  converted  into  amido- 
acetic  acid.^ 


AMIDO-COMPOUNDS  OP  GLYCOLYL. 

5x1  Many  of  these  compounds  are  of  great  physiological 
interest,  inasmuch  as  they  and  several  of  their  derivatives  occur 
both  in  the  animal  and  in  the  vegetable  kingdoms,  as  the 
products  of  decomposition  of  higher  and  more  complicated 
compounds.  In  addition  to  those  now  described,  others  exist 
which  will  be  noticed  in  the  further  course  of  this  work. 

Glycolamide,  CH2(OH).CO(NH2),  is  obtained  by  the  action 
of  ammonia  on  ethyl  glycollate  or  glycolide.     It  forms  colourless 

*  J<mm,  Frdkt.  Chem,  [2],  ix.  6. 

*  Forcnmd,  BulL  Soc^Chini,  zxxL  586. 
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crystals  which  fuse  at  120"*.  Aqueous  hydrochloric  acid  con- 
verts it  into  glycolic  £^d  and  sal-ammoniac. 

Amtdo-ncetic  Acid,  or  Glycocoll,  CH2(NH2)002H,  was  first  pre- 
pared by  Braconnot  in  1820,  being  contained  amongst  the 
products  of  the  action  of  sulphuric  acid  on  glue,  and  receired 
from  him  the  name  of  Sticre  de  giUdine,  on  account  of  its  sweet 
taste.^  Dessaignes  found  later  on  that  the  same  body  occurs 
as  a  product  of  decomposition  of  hippuric  acid.*  This  latter 
chemist  as  well  as  Laurent,*  Mulder,*  and  Horsford  *  determined 
its  composition,  and  the  last-named  chemist  gave  to  it  the 
name  of  glycocoll,  by  which  it  is  usually -known  {t^Xvkv^,  sweet ; 
KoXka,  glue).  Strecker  then  found  that  it  is  a  decomposition 
product  of  glycocholic  acid,  one  of  the  constituents  of  bile,*  and 
since  that  it  has  been  obtained  from  various  other  complicated 
carbon  compounds.  According  to  Chittenden  it  is  found  in  the 
muscle  of  the  edible  Peeten  irradiaTts? 

Amido-acetic  acid  was  first  artificially  obtained  by  Perkin  and 
Duppa,  by  acting  with  ammonia  on  bromacetic  acid.^  Cahours 
then  showed  that  chloracetic  acid  may  also  be  used  for  this 
purpose.*  Its  formation  from  cyanogen  is  peculiar.^^  If  this  gas 
be  led  into  a  boiling  solution  of  concentrated  hydriodic  acid,  the 
following  reaction  takes  place : 

CN  CHaNH. 

I      4  5HI  +  2H2O      =      I  +  NH  J  +  2L 

CN  CO.OH 

The  method  proposed  by  Braconnot  was  formerly  employed 
for  the  preparation  of  glycocoll.  According  to  Mulder  a  better 
yield  is  obtained  when  the  glue  is  boiled  with  hot  caustic  potash 
instead  of  sulphuric  acid.^^  It  is  most  conveniently  prepared  from 
hippuric  acid  (benzoyl-amido-acetic  acid),  a  body  occurring 
in  the  urine  of  graminivorous  animals.  This  substance,  when 
warmed  with  four  times  its  weight  of  Aiming  hydrochloric  acid, 
undergoes  the  following  change : 

CH2NH(CeH,.C0)  CH..NH2 

Ltx  -^^^^      =^     Lxx        +CeH5C0,H. 

CO2H  COgH 

^  Ann.  Chim.  Phys,  [2],  xiii.  114. 

'  Dessaignes,  Ann.  Cfiem,  Pharm,  Iviii.  822. 

•  CampU  Rend,  xxii.  789.  *  Joum,  PraH.  Chem.  xzxviii.  294. 

•  Ann.  Chem,  Pharm.  Ix.  1.  •  lb.  Ixv.  130  ;  Ixvii.  16. 

^  lb.  clxxviii.  266.  •  (^uaH.  Jcum.  Chem,  Soc.  xi  22. 

•  Compt.  Jiend.  xlvi.  1044 ;  cvii.  147. 

^'  Emmerling,  Bcr.  Deutsch.  Chan.  Gcs.  vi.  1352. 
"  Joum.  Prakt.  Chem.  xvi.  290. 
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The  solution  is  then  diluted  with  water  and  allowed  to  cool, 
when  a  large  portion  of  the  benzoic  acid  which  is  formed  crys- 
tallizes out  The  filtrate  is  evaporated  almost  to  dryness  and 
then  boiled  ¥rith  water  for  some  time,  in  order  to  drive  ofif  the 
remaining  benzoic  acid.  In  this  way  glycocoll  hydrochloride 
is  obtained,  and  this  is  decomposed  with  oxide  of  lead  or  silver 
oxide. 

The  preparation  of  amido-acetic  acid  from  chloracetic  acid  or 
bromacetic  acid  is  not  economical,  because  large  quantities  of 
diglycolamidic  acid,  NH(CH^G02H)2,  and  triglycolamidic  acid, 
N(CHj.C0iH)3,  are  produced.^ 

Glycocoll  dissolves  in  4*3  parts  of  cold,  and  more  readily  in 
hot  water.  It  is  insoluble  in  absolute  alcohol  and  spirit  of  wine. 
It  crystallizes  in  large  hard  monoclinic  tables  which  grate  be- 
tween the  teeth,  have  a  sweet  taste  and  fuse  at  ITO"",  undergoing 
decomposition  with  separation  of  carbon  when  heated  to  a  higher 
temperature.  Its  solution  is  coloured  deep  red  by  ferric  chloride 
and  deep  blue  by  copper  salts. 

As  an  amido-acid  glycocoll  is  at  once  a  base  and  an  acid,  or 
rather,  as  it  has  a  neutral  reaction,  a  salt  (p.  18).  Of  its  numer- 
ous compounds,  only  the  more  important  can  here  be  mentioned. 

51a  Metallic  Compounds  of  OlycocolL  Amongst  these  the  copper 
salt  is  very  characteristic.  It  is  obtained  by  boiling  a  glycocoll 
solution  with  copper  oxide.  On  cooling  or  addition  of  alcohol, 
the  compound,  having  the  formula  (CjH^NOj),  Cu  +  H^O, 
ciystallizes  in  fine  blue  needles.  These  dissolve  in  caustic 
potash,  yielding  a  deep  blue  solution.  If  glycocoll  and  caustic 
potash  be  added  to  a  solution  of  copper  sulphate  the  solution 
also  becomes  dark  blue,  and  the  above  salt  is  separated  on 
addition  of  alcohol.  The  silver  salt,  CjH^NOgAg,  difficultly 
soluble  in  water,  is  deposited  in  granular  crystalsL 

Acid  Compounds  of  OlycocolL  Of  these,  two  series  are  known 
(p.  18),  and  all  crystallize  well. 

Saline  Compounds  of  OlycocolL  It  has  already  been  stated 
that  glycocoll  combines  with  many  salts,  and  these  compounds 
are  also  readily  obtained  crystalline. 

Ethyl  Amido-acetate,  CB^(JSK^)GO^Cja^^,  When  glycocoll  is 
heated  with  ethyl  iodide  and  alcohol,  the  compound,  CH2(NH3l) 
COj-C^Hg,  is  formed,  crystaUizing  in  rhombic  prisms.  When 
its  aqueous  solution  is  heated  with  silver  chloride,  the  correspond- 
ing chloride  is  formed.  This  crystallizes  in  fine  needles  and 
^  Heintz,  Ann,  Chenu  Pharm.  czxii.  257 ;  cxxxvL  213. 
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when  treated  with  water  and  silver  oxide  yields  the  ethyl  ether, 
which  is  deposited  in  small  crystals,  and  in  aqueous  solution  easily 
decomposes  into  glycocoU  and  alcohol. 

Amido-Glycolamide,  CH2(NH2)CO(NH,).  This  is  formed 
together  with  the  above-named  compound  by  the  action  of  a 
large  excess  of  alcoholic  ammonia  on  ethyl  cbloracetate,  and  it 
is  formed,  though  in  less  quantity,  in  a  similar  way  from 
glycocoll.  On  evaporating  the  solution  a  syrup  remains  which 
gradually  crystallizes.  Boiling  water  decomposes  it  into  glyco- 
coll and  ammonia. 

CH, 

513  Methyl- glycocoll,  or  Sarcosine,  CO        l^(CHg)H2.    This 

0 

body,  which  was  first  believed  to  be  an  alkaloid,  was  obtained  by 
Liebig  in  1847  as  a  product  of  the  decomposition  of  creatine 
(p.  98),  a  body  occurring  in  the  muscular  tissue.^  Volhard  then 
showed  that  this  compound  is  formed  when  ethyl  chloracetate 
is  heated  with  aqueous  methylamine.^  It  is  very  soluble 
in  water,  has  a  sharp  but  sweet  taste,  and  crystallizes  in 
transparent  rhombic  prisms.  In  its  chemical  relations  it  closely 
resembles  glycocoll.  Its  platinum  salt  is  especially  characteristic. 
This  is  soluble  in  water,  and  crystallizes  readily  in  large  honey- 
yellow  octohedrons.* 

By  the  action  of  ethylamine  on  chloracetic  acid,  ethyl-glycocoU 
is  formed,  whilst  diethylamine  yields  diethyl-glycocoll.*  Both 
deposit  in  deliquescent  crystals. 

The  following  compounds  are  metameric  with  ethyl  glycocoll 
and  ethyl  amido-acetate. 

JSthyl  Glycolamide,  CH2(OC2H5)CO.NHj,  is  formed  by  the 
action  of  ammonia  on  the  ethyl  ether  of  ethyl  glycollic  acid,^  and 
crystallizes  from  water  in  large  prisms  having  a  cooling  taste. 
These  melt  below  100®,  the  liquid  boiling  at  225^  and  on  heat- 
ing with  phosphorus  pentoxide,  the  nitril,  CH2(OC2H5)CN,  is 
formed,  an  aromatic  smelling  liquid  boiling  at  134"* — 135^• 

OlycoUthylamide,  CH2(OH)CO.NH(C2H6),  is  formed  by 
acting  with  ethylamine  on  ethyl  glycoUate.  It  is  a  thick 
liquid  soluble  in  water,  boiling  at  about  250""  (Heintz). 

1  Ann,  Cfhem.  Pharm,  bdi.  310.  *  lb,  cxxiii.  261. 

*  Hointz,  ib.  cxxix.  33. 

*  Heintz,  ib,  cxl.  218.  •  Heintz,  ib.  cxxix.  27. 

*  Henn-,  Ber.  Deutach.  Chem,  Qes,  vi.  269 ;  Tscbemiak  and  Norton,  ih.  xii. 
869. 
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CH, 

514  TrimethyUglycocoll,  or  Betaine,   CO      •N(CH,)«.     This 

V 

weak  base  was  first  obtained  by  Liebreich  by  careful  oxidation  of 
choline.^  He  then  artificially  prepared  it  by  acting  upon  tri- 
methylamine  with  chloracetic  acid,*  and  termed  it  oxyneurine. 
Before  this  Scheibler  had  noticed  a  base  which  occurs  in  the 
juice  of  the  sugar-beet  {Beta  vulgaris),  which  he  afterwards  in- 
vestigated, and  to  which  he  gave  the  name  of  Bdaine,^  The 
identity  of  this  substance  with  oxyneurine  was  proved  both  by 
himself  and  by  Liebreich/ 

Trimethyl-glycocoU  is  found  in  Lycium  harharum,  and  the  body 
got  from  this  was  formerly  believed  to  be  a  peculiar  alkaloid, 
described  under  the  name  of  Zycine.  Its  identity  with  betaine 
was  shown  by  Husemann.^ 

In  order  to  prepare  betaine  a  slight  excess  of  lead  acetate  is 
added  to  the  beet  or  the  molasses  diluted  with  water,  the  pre- 
cipitate filtered  off  and  this  decomposed  by  dilute  sulphuric 
acid.  The  acid  solution  gives  with  phosphotungstic  acid  a 
pirecipitate  which  is  then  decomposed  with  milk  of  lime.^ 

Betaine  crystallizes  from  alcohol  in  large  glistening  deliques- 
cent crystals  containing  one  molecule  of  water,  which  is  evolved 
at  100''.  In  its  chemical  relations  it  resembles  glycocolL  The 
chloride,  C(H^2^^2^^»  ^^^^^^^  large  stable  monoclinic  crystals. 
It  combines  with  platinum  chloride  to  form  the  compound 
(C6Hi2NOo)2PtClfl  +  2H2O,  a  body  deposited  in  large  yellow 
crystals  which  effioresce  on  exposure. 

Muscarine,  CH(OH)yCH,N(CH3)80H,  is  found  together  with 
choline  in  a  toadstool,  fly  agaric  {Agaricus  muscarius)J  and  is 
formed  by  the  oxidation  of  the  latter  base  with  strong  nitric  acid.^ 
The  free  base  has  a  strongly  alkaline  reaction  and  crystallizes 
in  thin  deliquescent  lamina.  The  hydrochloride  is  also  very 
deliquescent,  and  forms  the  platinichloride  (C5Hi4N02)2PtClg  + 
2H2O,  which  is  difficultly  soluble  in  water.  Muscarine  is  the 
poisonous  constituent  of  the  toadstool. 


*  Ber.  DetOseh,  Chan,  Oea.  ii.  13.  »  lb.  ii.  167. 

•  lb.  it  292.  *  lb.  iii.  155  and  161. 
»  Arch.  Pharm.  [3],  vi.  216 ;  Jahresb.  1875,  82S. 

•  See  Fruhling  and  Schulz,  Ber.  Deutach.  Chem.  Gta.  x.  1070. 
'  Schmiedeberg  and  Koppe,  Jahresb.  1870,  875. 

*  Schmiedeberg  and  Harnack,  ib.  1876,  804. 
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CARBAMIDE  COMPOUNDS  OP  GLYCOLYL. 

/NH— CH, 
515  Glyeolyl-urea,  CO^  I      ,  was   first    obtained  by 

\NH— CO 
Baeyer  as  a  product  of  decomposition  of  uric  acid  and  allantom, 
and  termed  by  bim  SydrarUain.  He  also  obtained  tbis  com- 
pound artificially  by  heating  alcoholic  ammonia  with  bromacetyl 
urea,  a  body  prepared  by  acting  on  urea  with  bromacetyl 
bromide :  ^ 

/NH-  .NH.CIL 

CO:  +NH3=:C0'^         I      +NH,Br. 

\NH.C0.CH2Br  ^NRCO 

Glycolyl-urea  is  easily  soluble,  especially  in  hot  water, 
depositing  in  large  but  not  well-formed  crystals.  These  have 
a  slight  sweet  taste,  and  melt  at  206*. 

Glycoluric  Add,  or  HydraTUcylc  Acid,  (NH2)CO.NH.CH2.COjH. 
The  barium  salt  of  this  acid  is  obtained  firom  the  foregoing 
compound  by  boiling  it  with  baryta- water.  This,  when 
decomposed  with  dilute  sulphuric  acid,  yields  glycoluric  acid, 
a  body  crystallising  from  hot  water  in  monoclinic  prisms.*  It 
is  also  formed  when  an  aqueous  solution  of  glycocoU  sulphate  is 
evaporated  with  potassium  cyanate,'  or  when  glycocoU  and  urea 
are  boiled  for  some  time  with  baryta-water.^ 

/N(CH,)-CH, 

\nh 

a  product  of  decomposition  of  creatinine  (p.  QO),  and  is  also 
formed  when  sarcosine  is  fused  with  urea.*  It  forms  clear 
crystals  which  have  a  faint  acid  reaction  and  melt  at  145*. 

Methyl'hydrantoic  Acid,  (NHj)CO(NCH3)CH2.COjH.  If,  in 
addition  to  its  usual  food,  such  a  quantity  of  sarcosine  be  given 
to  a  dog  that  the  amount  of  nitrogen  which  it  contains  be 
exactly  equal  to  that  which  the  dog  excretes  daily,  uric  acid 
and  urea  completely  disappear,  and  in  their  place  methyl- 
hydrantoic  acid  and  other  nitrogenous  compounds  make  their 


Methyl'hydrantoin,   GO^  I      ,  was  first  obtained  as 

CO 


appearance.* 

^  Ann.  Chsm.  Pharm.  cxxx.  158  ;  Ber,  Deutach,  Ckem.  Ges,  viii.  614. 
'  Herzog,  Ann,  Cfum,  Pharm,  czxzvL  278. 

•  Wislicenus,  ib,  clxv.  103. 

*  Baumaun  and  Hoppe-Seyler,  Ber.  Deutseh.  Chem.  Ge9.  vii.  84. 
»  Huppert,  ib.  vi.  1278.  •  Schultzen,  i6.  v.  578. 
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The  same  acid  is  formed  when  sarcosine,  potassium  cyanate, 
and  ammonium  sulphate  are  allowed  to  stand  together  in 
aqueous  solution,  or  when  a  mixture  of  sarcosine  and  urea  is 
boiled  with  baryta-water.^  It  crystallizes  from  alcohol  in  trans- 
parent needles.  When  heated  alone  it  is  converted  easily  into 
methyl-hydrantom,  and  when  heated  with  baryta-water  under 
pressure  it  decomposes  with  formation  of  carbon  dioxide, 
ammonia,  and  sarcosine. 

/NH— CHj 

\nh- 

chloride  of  this  body  is  obtained  by  heating  thiocarbamide 
with  chloracetic  acid.  It  crystallizes  in  fine  prisms,  and  yields, 
on  treatment  with  alkalis,  the  thio-urea  which  crystallizes  from 
hot  water  in  long  glistening  needles.^  When  boiled  with 
baryta-water,  barium  thioglycoUate  together  with  dicyandi- 
amide  is  produced.'  According  to  Liebermann  and  Lange  it 
appears  probable,  from  this  decomposition  as  well  as  for  other 
reasons,  that  the  constitution  of  sulphohydrantoi'n  and  of 
mustard-oil  acetic  acid  (p.  91)  is  represented  by  the  following 
formuUe :  * 


Olywlyl  Thio-^rea^OTSulpJiohydraTUain,  CS  I      .     The 

^  -^_(!;o 


Glycolyl  Thio-urea.  Mostard-oil  Acetio  Acid. 

CBL  CH. 

HN=CS'        CO  0=CS^        CO 

The  formation  of  the  latter  compound  from  thiocyanacetic  acid 
is  in  this  case  easily  understood. 


GUANIDINE  COMPOUNDS  OF  GLYCOLYL. 

516  Glycocyamine,  or  Chiamdoacetic  Add,  CjHyNgOg,  was 
obtained  by  Strecker  by  heating  together  for  some  days  aqueous 
solutions  of  glycocoU  and  cyanamide,  to  which  some  ammonia  had 
been  added.  ^  It  is  also  formed  when  glycocoll  is  heated  with 
guanidine  carbonate.^    It  is  deposited  in  small  crystals  which  are 

^  BanmaDn  and  Hoppe-Seyler,  loc.  eit. 

'  Volhard,  Ann.  Chem.  Pharm,  clxvi.  883. 

*  Andreasch,  Ber.  Deutach,  Chem,  Qes.  xii.  1885.  ^  lb,  xii.  1588. 

*  Compt.  Rmd  lii.  1212 ;  Jahresb.  1861,  680. 

<  Kencki  and  Sieber,  Joum,  Prakt,  Chein.  [2],  ztU.  477. 
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difficultly  soluble  in  cold  and  more  easily  in  boiling  water  and 
insoluble  in  alcohol  It  acts  at  once  as  a  weak  base  and  as  an 
acid,^  and  hence  in  the  free  state  it  may  be  considered  to  be 
a  salt  * 

CH2.NH.Ci=NH  CH2.NH.C  =  NH 

CO.OH  NHj  CO— 0— NH3. 

Glycoayamidine,  or  Gycolyl  Ouanidine,  C3H5N3O,  is  formed  when 
glycocyamine  hydrochloride  is  heated  to  160"*.  Its  constitution 
is,  therefore,  represented  by  the  following  formula : 

CH^-NHv 

I  :c  zr  NH. 

CO.NH  / 

The  free  base  is  obtained  from  this  hydrochloride  by  boiling 
it  with  lead  hydroxide.  It  crystallizes  in  smaU  laminsB,  easily 
soluble  in  water,  and  having  an  alkaline  reaction.  The  hydro- 
chloric acid  compound  is  also  very  soluble,  and  forms  a  platini- 
chloride,  {C^S^fi)^iC\,  crystallizing  in  yellow  needles.  The 
zinc  double  salt,  (C3HgN30)2ZnCl2,  is  a  characteristic  one,  being 
difficultly  soluble,  and  also  crystallizing  in  needles. 


Creatine,  or  Methyl  Quanidoacetic  Acid,  C^H^NgO^ 

517  Creatine  was  first  found  by  Chevreul,^  in  1835,  in  the  juice 
of  flesh  {Kpia^,  flesh),  and  examined  most  minutely  by  Liebig,  in 
1847,  in  his  celebrated  research  on  the  constituents  of  the  liquids 
of  flesh.'  It  is  found  in  the  flesh  of  all  vertebrates  and  also  in 
small  quantity  in  the  brain  and  blood.  The  flesh  of  game  and 
of  poultry  is  best  suited  for  its  preparation,  as  this  appears  to 
contain  about  0*35  per  cent.  The  flesh  is  finely  cut  up,  freed 
from  fat  as  much  as  possible,  well  kneaded  several  times  with 
its  own  weight  of  water,  and  the  liquid  well  pressed  out  in  a 
coarse  linen  bag.  The  liquid  is  then  heated  to  boiling  to 
separate  the  albumen,  &c.,  and  filtered.  The  phosphoric  acid 
which  is  present  is  next  separated  by  the  addition  of  baryta- 
water  and  the  filtrate  evaporated  to  one-twentieth  its  bulk. 
The  creatine  crystallizes  out  on  standing,  a  small  quantity  of 
creatinine  present  being  removed  by  washing  with  alcohol. 

As  the  extract  of  meat  is  prepared  now  on  the  manufacturing 

*  Engel,  BvXU  Soc  Chim.  [2],  xxiv.  274. 
'  Jinn.  Chem,  Pharm,  iv.  293. 

•  Jb.  Ixu.  267. 
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scale,  this  may  conveniently  be  employed  for  preparing  creatine. 
It  is  dissolved  in  20  parts  of  water  and  acetate  of  lead  added 
so  long  as  a  precipitate  forms,  the  filtrate  treated  with  sul- 
phuretted hydrogen  and  the  solution  operated  upon  as  above 
described.* 

Creatine  has  been  artificially  prepared  by  Yolhard  by  heating 
an  alcoholic  solution  of  sarcosine  with  freshly  prepared  cyanamide 
for  some  hours  to  100^* 

CH,.N(CHa)H,     CnN  CH2.N(CH3)C  zz  NH 

CO-0  NH,  CO— 0 NHj. 

Creatine  dissolves  in  75  parts  of  cold  water  and  more  readily 
in  hot  water,  crystallizing  in  bright  glistening  transparent 
monoclinic  prisms  which  contain  one  molecule  of  water.  When 
heated  to  100**  they  become  opaque  from  loss  of  water.  It  has 
a  &intly  bitter  taste  and  is  not  soluble  in  absolute  alcohol  or 
ether.  When  boiled  with  baryta-water  it  decomposes  into  sar- 
cosine and  urea,  and  when  its  aqueous  solution  is  heated  with 
mercuric  oxide,  oxalic  acid  and  methyl-guanidine  are  formed. 

Creatine  has  a  neutral  reaction,  but  combines  with  acids  as 
well  as  with  a  variety  of  salts,  in  this  respect  resembling 
glycocolL    The  compounds  thus  obtained  usually  crystallize  well. 


Creatinine,  or  Methyl  Gltcolyl  Guanidine,  C^H^NjO. 

518  This  body  was  first  obtained  by  Liebig,  who  heated  creatine 
in  a  current  of  hydrochloric  acid  to  100^  when  the  hydrochloride 
of  a  "  true  organic  alkaloid  "  is  formed.  Creatinine  sulphate  is 
easily  formed  when  creatine  is  evaporated  to  dryness  with  the 
calculated  quantity  of  dilute  sulphuric  acid.  By  decomposing 
this  with  baryta-water,  or  by  boiling  the  hydrochloride  with  an 
excess  of  oxide  of  lead  in  order  to  form  an  insoluble  basic  lead 
chloride,  a  solution  of  the  free  base  is  obtained. 

Creatinine  occurs  in  nature  in  human  urine  and  in  that  of 
various  animals,  and  from  the  first  source  it  can  be  readily 
obtained  (Liebig).  The  liquid  is  neutralized  with  milk  of  lime, 
chloride  of  calcium  added  in  order  to  precipitate  the  phosphates, 
and  the  whole  evaporated  until  salts  begin  to  crystallize  out.  A 
concentrated  solution  of  zinc   chloride  is   then  added  to  the 

^  Holder  and  Moutbaan,  Zeilach.  Ckem.  1869,  341.  >  Jahresb.  1868,  685. 
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mother-liquor,  when  the  zinc  chloride  compound  already 
described  slowly  separates  out  and  is  decomposed  on  boiling 
with  water  and  an  excess  of  lead  hydroxide.^ 

It  is  perhaps  simpler  to  make  use  of  mercuric  chloride,  which 
also  forms  an  insoluble  compound  with  creatinine,  which  is 
easily  decomposed  by  sulphuretted  hydrogen.  Instead  of  human 
urine  that  of  the  horse  may  be  employed* 

Creatinine  is  tolerably  soluble  in  water,  difficultly  soluble  in 
alcohol,  and  deposits  in  anhydrous  monoclinic  crystals  which 
have  an  alkaline  reaction.  When  boiled  with  baryta-water, 
ammonia  and  methyl  hydrantom  (p.  96)  are  formed : 

CH2.N.CH,  CHj.N.CH, 

I       No  -  NH  +  H^O  =  NcO  +  NH,. 

CO.NH  CO.NH 

Creatinine  in  aqueous  solution  readily  undergoes  change, 
passing  into  creatine.  This  takes  place  more  quickly  if  ammonia, 
lead  oxide,  or  other  bases  be  present. 

Scdts  of  Creatinine.  Creatinine  is  a  strong  base  decomposing 
ammonium  salts.  The  hydrochloride,  C^HgNgOCl,  crystallizes 
from  hot  alcohol  in  short  transparent  prisms,  and  from  water, 
in  which  it  is  very  soluble  in  transparent  scales.  The  platini- 
chloride,  (C4H3NgO)2PtCl^  forms  yellowish-red  granular  crystals, 
or  orange-red  prisms.  The  sulphate,  (C^H8NjO)2SO^,  crystallizes 
from  hot  alcohol  in  transparent  quadratic  tables. 

Creatinine  Zinc  Chloride,  {Cfi^Nfi)^Cl^  forms  oblique 
rhombic  prisms  or  small  needles  that  form  warty  concretions* 
It  is  difficultly  soluble  in  water  and  almost  insoluble  in  strong 
alcohol.  It  forms  with  hydrochloric  acid  an  easily  soluble 
compound,  (C4H8NjOCl)2ZnCl2,  which  crystallizes  well. 

Creatinine  also  forms  well  crystallized  compounds  with  other 
salts.     These  have  been  especially  studied  by  Neubauer. 

Creatinine  forms  with  ethyl  iodide  the  compound,  C^H^N^O 
{CJ3.^)I,  crystallizing  in  long  glistening  needles,  and  this  is  con- 
verted by  the  action  of  moist  silver  oxide  into  the  corresponding 
strongly  alkaline  hydroxide.^ 

^  Keubauer,  Ann.  Ckem,  JPharm,  cziz.  87. 
«  Maly,  ib.  clix.  279. 
'  Neubaner,  ib.  cxz.  257. 
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Phosphorus  Compounds  of  Glycolyl. 
519    PkospJiortrimethyl    Glycocoll,     or     Phosphor  -  Betaine, 

CO^       \(CH;)^    The  hydrochloride,  C02.CH2.P(CH3)3HC1, 

\  O  / 
of  this  body  is  formed  by  the  action  of  trimethyl  phosphine  on 
monochloracetic  acid.  It  is  very  deliquescent,  as  is  the  base 
obtained  from  it  by  means  of  silver  oxide.  The  platini- 
chloride  separates  out  from  hot  water  in  large  orange-red 
rhombic  crystals.^ 

Phosphor-EthyUBemne,  CO  \{G^^^  was  first  pre- 

\  O  / 
pared  by  Hofmann  by  the  action  of  triethyl  phosphine  on 
chloracetic  acid,^  and  afterwards  exactly  investigated  by  Letts.' 
It  is  also  very  deliquescent,  and  contains  water  of  crystalliza- 
tion, which  it  gives  off  slowly  in  a  vacuum  over  sulphuric 
acid.  If  the  aqueous  base  be  heated,  it  is  transformed  into 
the  isomeric   acid-carbonate  of  methyl-triethyl  phosphonium, 

The  nitrate  crystallizes  in  needles,  has  an  acid  reaction, 
and  is  not  deliquescent ;  the  platinichloride  forms  large  crystals 
tolerably  soluble  in  hot  water.  The  salts  decompose  on  heating 
into  carbon  dioxide,  and  the  salts  of  methyl-triethyl-phospho- 
nium,  and  in  this  respect  they  resemble  the  thetine  salts,  and 
not  those  of  betaine,  which  either  sublime  or  are  decomposed 
into  trimethylamine  and  substituted  acetic  acid. 


THE    OXALYL   COMPOUNDS. 

The  Aldehydes  of  Oxalic  Acid. 
520  Oxalic  add,  being  a  dibasic  acid,  forms  two  aldehydes : 

(I)  m 

GlyozaL  Glyoxylio  Aoi<L 

COH  COH 


coa  CO. 


OH. 

1  A.  H.  Meyer,  Ber.  Deutsche  Chsm,  Cfts,  iv.  ^34. 

•  Proe,  Boy,  Soc,  xl  530. 

*  lb.  Edin.  1860-1881,  40 ;  and  Keubaner,  Ann.  Chem.  Phamu  cxiz.  37 ;  cxx.  257. 
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These  bodies,  discovered  by  Debus,  are  formed  together  with 
oxalic  and  glycoUic  acids  when  alcohol  and  various  other  com- 
pounds, such  as  glycol,  aldehyde,  &a,  are  oxidized  with  nitric 
acid.^ 

Glyoocal,  or  Oxalaldehyde,  CgHgOg.  According  to  Lubawin  the 
following  is  the  best  mode  of  preparing  this  body.  Into  a  glass 
cylinder,  having  a  capacity  of  250  cc,  are  poured  in  separate 
layers,  by  means  of  a  tube-funnel  which  reaches  to  the  bottom, 
first  64  cc.  of  nitric  acid,  of  specific  gravity  1*37,  which  has 
been  mixed  with  2*5  cc.  of  the  fuming  acid,  then  20  cc.  of 
water,  and  lastly  60  cc.  of  aqueous  aldehyde  of  50  per  cent. 
The  whole  is  allowed  to  remain  at  the  temperature  of  the  air 
for  four  to  five  days,  and  then  the  liquid  evaporated  on  a  water- 
bath,  when  almost  perfectly  pure  glyoxal  remains.  In  order  to 
purify  it  further,  it  is  shaken  with  a  concentrated  solution  of 
hydrogen  sodium  sulphite,  when  a  compound,  having  the  com- 

CH(0H)S03Na 
position    I  is  formed,  depositing  in  small  hard 

CH(0H)S03Na, 
crystals,  which  may  be  purified  by  crystallization  from  solution 
in  water.  By  double  decomposition  with  barium  chloride,  the 
corresponding  barium  salt  is  obtained.  This  is  but  difficultly 
soluble  in  water,  and  yields,  on  decomposition  with  dilute  sul- 
phuric acid,  a  solution  of  glyoxal,  this  compound  remaining  on 
evaporation  as  an  amorphous  deliquescent  mass.  Glyoxal  pos- 
sesses the  characteristic  properties  of  an  aldehyde,  and  reduces 
ammoniacal  silver.  By  the  action  of  lime  or  baryta  it  is  easily 
converted  into  glycollic  acid : 

COH.COH  +  H,0  =  CH2(0H).C0.0H. 

Hence  both  oxidation  and  reduction  occurs.  The  aldehydes 
of  the  monobasic  acid  exhibit  a  similar  reaction,  but  in  this  case 
one  molecule  of  alcohol  and  one  of  monobasic  acid  are  produced. 
If  an  acetic  acid  solution  of  glyoxal  be  saturated  with  hydro- 
chloric acid,  hexglyoxal  hydrate,  C^JB-ifii^,  or  G^JB-izO^^  +  HjjO, 
is  formed.  This  is  an  amorphous  powder  resembling  starch, 
dissolving  in  strong  acids  or  boiling  alcohol.^ 

If  glyoxal  be  warmed  with  aqueous  ammonia  to  from  60°  to 
70°,  the  following  two  singular  basic  compounds  are  formed 
(Debus): 

1  Debus,  Jnn,  Chem.  Pharm,  c.  5  ;  cii.  20 ;  cvii.  199  ;  ex.  319  ;  cxviii.  253 ; 
chiff.  ib.  clxxii.  1 ;  Lubawin,  Ber.  Deutsch,  Chem,  Ges,  viii.  768 ;  x.  1366, 
'  H.  Schiff,  Ann.  Chem,  Phann.  clxxii.  1. 
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521  Glyoxcdin,  C3H3N(NH),  is  the  chief  product ;  it  is  a  body 
easily  soluble  in  water,  and  crystallizes  in  fine  prisms,  possess- 
ing a  fjiint  fish-like  smell ;  it  fuses  at  SS"" — SO"*,  and  boils  at 
266^  and  its  vapour  density  is  2*35.^  With  acids  it  forms 
neutral  crystallizable  salts.  It  contains  one  atom  of  hydrogen 
capable  of  replacement  by  silver  as  well  as  by  alcohol  radicals. 
It  is  not  oxidized  by  a  solution  of  chromic  acid,  and  reducing 
agents  are  also  without  action  upon  it.  Bromine  converts 
it  into  tribromoocalin,  C3BrjN(NH),  crystallizing  from  alco- 
hol in  silky  needles,  possessing  a  distinctly  acid  character, 
and  remarkable  as  being,  with  the  exception  of  hydrocyanic 
acid,  the  only  acid  containing  carbon  which  does  not  contain 
oxygen  or  sulphur.  In  the  formation  of  glyoxalin,  formic  acid 
is  produced,  and  hence  it  is  produced  according  to  the  following 
reaction : 

2C2Ha02  +  2NH3  -  C,H,N,  +  CHjO,  +  2H3O. 

Its  constitution   is  not  positively  known,  but   it   is  probably 
represented  by  the  following  formula : 

HN=CH. 

Glyeosin,  C^H^N^,  is  formed  in  smaller  quantities  than  the 
preening  compound.  It  crystallizes  in  needles  which  on  heat- 
ing volatilize  without  melting;  it  is  scarcely  soluble  in  cold 
water,  and  is  difficultly  soluble  in  hot,  and  forms  salts  which 
crystallize  well.  Its  constitution  is  probably  similar  to  that  of 
hexmethylenamine  (p.  26),  but  with  the  difference  that  in- 
stead of  the  six  diad  methylene  groups  it  contains  three  tetrad 
groups,  CjHy 

522  Glyoxylic  Add,  or  Olyoxalic  Acid,  CHO.CO2H  +  H^O,  or 
CH(0H)2-C0aH.  Debus  gave  to  this  body  the  first  of  these 
formulsB,  but  the  latter  formula  is,  as  Duppa  and  Perkin  '  have 
shown,  the  more  probable,  as  the  acid  and  all  its  salts  (with  the 
exception  of  the  ammonium  compound,  which  does  not  behave 
as  a  salt),  must,  according  to  the  first  formula,  contain  one 
molecule  of  water  which  cannot  be  removed  without  decom- 
posing the  compound.  Glyoxylic  acid  has,  accordingly,  a  con- 
stitution similar  to  that  of  chloral  hydrate. 

*  Wyss,  Ber.  Deutsch.  Chem.  Oc$.  ix.  1643 ;  x.  1365. 

•  Jmirn,  Chem.  Soe,  xxL  1»7. 

IVl 
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In  order  to  prepare  glyoxylic  acid  it  is  best  to  start  from 
dibromacetic  acid,  which  is  easily  obtained  by  the  action  of 
bromine  upon  acetic  anhydride.  When  its  silver  salt  is  boiled 
with  water,  equal  molecules  of  glyoxylic  acid  and  dibromacetic 
acid  are  formed : 

2C2HBrj02Ag  +  2HjO  =  C^Hp^  +  G^B^Bvfi^  +  2AgBr. 

If  the  liquid  be  now  neutralized  with  silver  carbonatOi  and 
again  boiled,  the  following  reaction  takes  place : ' 

CgHjO.Ag  +  CjHBr^O^Ag  +  2H,0  =  ZC^Kfii  +  2AgBr. 

Bottinger  has  fully  described  the  preparation  of  this  acid 
from  alcohol  and  nitric  acid.^ 

Glyoxylic  acid  is  very  easily  soluble  in  both  water  and  alco- 
hol, and  crystallizes  in  small,  ill-defined,  probably  monoclinic 
prisms,  which  taste  like  tartaric  acid,  melt  on  heating,  but 
cannot  be  distilled  without  decomposition.  This  body  possesses 
all  the  properties  of  an  aldehyde.  It  forms  crystalline  com- 
pounds with  the  sulphites  of  the  alkali  metals,  such  as  the 
sodium  salt,  CH(0H)S0jNa.C02Na ;  it  reduces  ammoniacal 
silver  solution,  and  when  brought  in  contact  with  strong  bases,  it 
forms  a  mixture  of  oxalic  acid  and  glycoUic  acid,  whilst  nascent 
hydrogen  reduces  it  to  glycollic  acid. 

Potassium  Glyoxylate,  CjHgKO^,  is  an  easily  soluble  crystalline 
powder,  which  begins  to  decompose  at  100". 

Calcium  GlyoxyUxte,  (CjHjO JgCa,  is  difficultly  soluble  in  cold 
water,  and  crystallizes  in  hard  prisms. 

When  decomposed  by  ammonium  oxalate,  or  when  glyoxylic  acid 
is  neutralized  by  ammonia,  and  the  solution  obtained  by  either 
method  allowed  to  evaporate  in  a  vacuum,  it  becomes  acid,  and 
small  prisms  separate  out,  which  also  have  an  acid  reaction  after 
recrystallization.  Debus  considers  this  compound  to  be  the 
normal  ammonium  salt,  but  according  to  Perkin  it  is  an  acid, 
the  constitution  of  which  corresponds  to  that  of  aldehyde- 
ammonia: 

/OH  /OH 

C<  CH 

^NH,  or  I    ^NHj 


I 


-i 


O.OH  CO 

*  Perkin,  Joum.  Chem,  Soc.  1877,  ii.  00. 
'  Liebig's  Ann,  cxcviii  206. 
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Silver  Glyoocylaie,  C^Hj^O^  is  a  difficultly  soluble  crystalline 
powder,  which  soon  blackens  on  exposure  to  light. 

Diethyl  Glyoxylic  Acid,  CR(OC^n^^.CO^yi.  The  sodium 
salt  of  this  acid  was  obtained  by  Fischer  and  Geuther*  by 
heating  tetrachlorethylene  with  sodium  ethylate,  when  ethyl-di- 
chloracetate  is  formed  as  an  intermediate  product,  so  that  the 
salt  is  most  simply  got  by  heating  dichloracetic  acid  with  an 
alcoholic  solution  of  sodium  ethylate.^  When  it  is  decomposed 
by  dilute  sulphuric  acid,  and  the  liquid  shaken  with  ether,  the 
acid  is  taken  up,  and  on  evaporating  the  ethereal  solution,  it 
remains  behind  as  an  oily  liquid  which,  in  contact  with  water, 
is  easily  converted  into  alcohol  and  glyoxylic  acid. 

The  ethyl  ether,  CH(OCjH5),COj(C2H5),  is  obtained  by  heat- 
ing with  ethyl  iodide,  and  it  is  also  formed  when  glyoxylic  acid  is 
heated  with  absolute  alcohol  (Perkin).  It  is  a  highly  refracting 
liquid,  possessing  a  fruity  smell  and  burning  taste,  and  boiUng 
at  199". 


OXALIC  ACID,  C^A- 

523  This  acid  occurs  as  the  hydrogen  potassium  salt  in  a  variety 
of  plants,  such  as  the  wood-sorrel,  Oxali$  acetosella,  and  in  other 
species  of  oxalis  and  rumex.  From  the  older  names  of  these 
(acetosa,  acetoseUa)  it  would  appear  that  in  former  times  they 
were  believed  to  contain  acetic  acid. 

At  the  beginning  of  the  seventeenth  century  the  salt  obtained 
from  the  above  plants  was  considered  to  be  a  kind  of  tartar, 
and  its  preparation  was  minutely  described  by  Boerhave  in  his 
MemerUa  Cheniice}  It  was  afterwards  more  completely  inves- 
tigated by  F.  P.  Savary,  whose  Dissertatio  de  sale  ocetoselhB 
appeared  in  1773,  but  stiU  the  nature  of  the  acid  which  it  con- 
tained remained  a  matter  of  doubt.  Its  special  characteristics 
were  first  pointed  out  by  Wiegleb  in  1779,  who  discovered  the 
fact  that  it  has  the  power  of  rendering  lime-water  turbid. 

In  1776  Scheele  obtained  an  acid  by  acting  with  nitric  acid 
upon  sugar ;  and  this  was  further  investigated  by  Bergman,  and 
described  in  his  Dissertatio  de  addo  sacchari,  published  in  1776. 
Amongst  other  remarks  he  there  states  that  this  acid  cannot 

^  Jenaer  Zeitseh,  Chem,  i  54  ;  leather  and  Brockhoff,  Jowm,  Prakt,  Chexn,  [2], 
vii  102. 
*  Schreibep,  Zcitach,  Chem,  1870,  167.  •  Tomua  secundus,  p.  37. 
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only  be  obtained  from  a  variety  of  bodies  containing  sugar,  but 
also  from  meal,  gum,  and  other  vegetable  matters,  and  that,  on 
heating,  a  part  of  the  acid  sublimes,  whilst  another  part  yields  a 
gas,  half  of  which  consists  of  fixed  air,  and  the  other  of  an  air 
which  bums  with  a  blue  flame. 

The  acid  obtained  from  sugar,  and  that  obtained  from  the 
various  varieties  of  oxalis  were  usually  supposed  to  be  different 
substances,  until  Scheele  in  1784  showed  that  they  are  identical 

Oxalic  acid  was  first  naturally  considered  to  be  an  organic 
acid,  but  as  it  was  found  that  many  of  its  salts  contained  no 
hydrogen,  this  acid  was  for  a  long  time  classed  as  an  inorganic 
compound,  and  looked  upon  as  the  hydrate  of  the  hypothetical 
carbon  sesquioxide,  CgOj,  which  was  termed  anhydrous  oxalic 
acid. 

Various  salts  of  oxalic  acid  occur  in  nature,  and  these  will  be 
mentioned  in  their  proper  place.  In  the  free  state  it  occurs  in 
Boletus  igniarius,  and  also,  according  to  some  observers,  in  the 
juice  of  the  chick-pea. 

Oxalic  acid  is  obtained  synthetically  in  a  variety  of  ways. 

(1)  In  the  first  place  it  occurs  when  the  formate  of  an  alkali- 
metal  is  gently  heated : ' 


H.CO.OK 

H 

CO.OK 

s 

1 

+ 

1 

H.CO.OK 

H 

CO.OK. 

(2)  Its  ammonium  salt  is  formed,  together  with  other  pro- 
ducts, when  an  aqueous  solution  of  cyanogen  is  allowed  to  stand 
for  some  time : 


CN  CO.ONH, 

+    4H,0    =      I 
N  CO.ONH^. 


i 


Hence  cyanogen  is  the  nitril  of  oxalic  acid,  or  of  dicarhoxyl 
(dioxalyl). 

(3)  The  formation  of  oxalic  acid  from  carbon  dioxide  ^  is  of 
special  interest.  If  this  gas  be  passed  over  sodium  heated  to 
360**,  and  finely  divided  with  sand,  sodium  oxalate  is  formed  : 

2C0j    +    Nag    =    CgO^Najj. 

The  potassium  salt  may  be  obtained  in  the  same  way  by 

*  Dumas  and  Staa,  Ann.  Ckem.  Pharm.  xxxv.  187  j  P^igot,  Ann,  Chim, 
Phys.  [2],  kxiii.  220  ;  Erlenmeyer  and  Gutschow,  Chem,  Centralb.  1868,  420. 

*  Drechsel,  Ann.  Chem,  Pharm.  cxlvL  140. 
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making  us^  of  a  boiling  potassium  amalgam  containing  2  per 
cent,  of  this  metal. 

524  Oxalic  acid  is  not  only  an  oxidation-product  of  glycoUic 
acid,  but  also  of  most  of  the  members  of  the  group  of 
fatty  bodies,  as  also  of  the  allied  group  of  bodies  containing 
less  hydrogen.  These  bodies  all  yield  oxalic  acid  as  a  final  product 
when  treated  with  nitric  acid.  Next  to  carbon  dioxide,  oxalic 
acid  is  the  carbon  compound  which  contains  most  oxygen. 
Many  organic  bodies  also  yield  oxalic  acid  when  they  are  fused  . 
with  caustic  potash.  Acetic  acid  is  only  difficultly  oxidized  by 
nitric  acid,  but  in  alkaline  solution  it  yields  large  quantities 
of  oxalic  acid  when  treated  with  potassium  permanganate. 

Manufojdurt.  Scheele  first  obtained  oxalic  acid  by  precipitating 
salt  of  sorrel  with  acetate  of  lead,  and  decomposing  the  product 
with  sulphuric  acid.  In  place  of  this  method,  the  oxidation  of 
cane-sugar  was  afterwards  employed  for  the  preparation  of  oxalic 
acid  on  a  large  scale.  For  this  purpose  8  parts  of  nitric  acid  of 
specific  gravity  1*38  are  gradually  added  to  1  part  of  sugar,  the 
mixture  heated  to  the  boiling  point,  and  the  liquid  then  evaporated 
to  one-sixth  of  its  bulk,  and  allowed  to  cool.  The  acid,  which 
crystallizes  out,  is  purified  by  re-crystallization.  Instead  of  refined 
sugar,  a  cheaper  material,  such  as  brown  sugar,  molasses,  starch- 
sugar,  or  starch,  may  be  employed,  and  the  fumes  of  the  oxides 
of  nitrogen  evolved  may  be  utilized  either  by  passing  them  into 
a  sulphuric  acid  chamber,  or  they  may  be  again  converted  into 
nitric  acid  by  contact  with  air  and  water. 

This  mode  of  making  oxalic  acid  is,  however,  no  longer  in  use. 
In  the  year  1829,  Qay-Lussac  found  that  when  cotton-wool, 
sawdust,  sugar,  starch,  gum,  tartaric  acid,  and  other  bodies  are 
fused  with  caustic  potash,  oxalic  acid  is  formed.^  The  first 
experiments  for  utilizing  this  reaction  on  the  large  scale  were 
made  by  Mr.  John  Dale  of  Manchester,  by  whose  skill  and 
perseverance  the  practical  difficulties  inherent  in  the  working  of 
the  process  were  successfully  removed,  leading,  in  1856,  to  the 
patenting  by  his  firm  of  a  process  for  the  manufacture  of  oxalic 
acid  from  sawdust  Qay-Lussac  suggested  that  cream  of  tartar 
should  be  employed  for  the  preparation  of  oxalic  acid,  and  at 
the  time  this  suggestion  was  a  practical  one,  as  this  substance 
was  much  cheaper  than  oxalic  acid.  Mr.  Dale  found  that  saw- 
dust was  the  best  material,  and  that  the  caustic  potash  cannot 
be  replaced  in  the  reaction  by  its  cheaper  substitute,  caustic 
*  Ann^  Chim.  Phya,  xli.  398. 
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soda,  as  this  latter  alkali  gives  but  a  very  small  yield.  Caustic 
potash  was,  however,  then  too  dear  to  permit  its  employment  on 
the  large  scale.  If,  however,  one  molecule  of  potash  and  two 
molecules  of  soda  be  used,  one  part  of  the  crystallized  acid 
can  be  prepared  from  two  parts  of  sawdust  For  this  purpose  a 
solution  of  the  alkalis,  having  a  specific  gravity  of  1  '35,  is  used, 
and  to  this  sufficient  sawdust  is  added  to  produce  a  thick  paste, 
which  is  then  spread  on  to  iron  plates  and  gradually  heated.  At 
^  first,  water  is  given  off,  the  mass  then  swells  up  and  disengages 
a  quantity  of  inflammable  gas,  consisting  of  hydrogen  and 
hydrocarbons,  a  peculiar  aromatic  smell  being  at  the  same  time 
noticed.  After  the  temperature  has  been  maintained  at  200^ 
for  from  one  t^  two  hours,  this  part  of  the  process  may  be  con- 
sidered to  be  complete.  The  whole  of  the  woody  fibre  is 
decomposed,  aud  the  mass,  which  has  a  dark-brown  colour,  is 
entirely  soluble  in  water,  but  it  contains  only  from  1  to  4  per  cent, 
of  oxaKc  acid,  0*5  per  cent,  of  formic  acid,  and  no  acetic  acid.  The 
mass  is  now  exposed  still  longer  to  the  same  temperature,  great 
care  being  taken  to  avoid  any  charring,  which  would  cause  a  loss 
of  oxalic  acid,  and  as  soon  as  the  mass  has  become  dry  the 
operation  is  complete.  The  product,  which  contains  about  20  per 
cent  of  anhydrous  oxalic  acid,  combined  of  course  with  alkali, 
is  then  treated  with  warm  water,  when  the  excess  of  alkali  and 
the  salts  of  potash  and  soda  are  dissolved  with  the  exception  of 
the  difficultly-soluble  oxalate  of  soda,  which  falls  to  the  bottom. 
The  purpose  served  by  the  soda  is  here  apparent  The  super- 
natant liquor  is  drawn  off.  and  evaporated  to  dryness,  and  the 
residual  mass  heated  in  a  furnace  in  order  to  drive  off  the 
organic  matter  and  recover  the  alkalis  which  it  contains,  and 
which  are  again  employed,  after  having  been  causticized,  for 
acting  on  fresh  sawdust.^    The  oxalate  of  soda  is  decomposed 

^  The  proportion  between  tlie  two  alkalis  in  this  material  is  of  oonxse  different 
from  that  contained  in  the  original  mixture.  In  order  to  bring  them  quickly  into 
work  again,  it  is  necessarjr  to  have  a  rapid  method  by  which  their  relative  amounts 
can  be  determined.  A  series  of  experiments  led  Dale  to  the  following  simple  method 
of  analysis.  A  given  volume  of  the  solution  is  neutralized  with  tartaric  acid  of 
known  strength,  and  then  an  equal  volume  of  the  acid  afterwards  added,  when 
acid  potassium  tartrate  is  thrown  down,  its  precipitation  being  aided  by  stirring. 
In  oraer  to  obtain  exact  results,  the  solution  thus  obtained  of  the  acid  sodium  tar- 
trate must  be  nearly  saturated,  or  its  specific  gravity  must  be  1*09.  According 
to  Dale,  cream  of  tartar  does  not  dissolve  appreciably  in  a  solution  of  acid  sodium 
tartrate  if  the  specific  gravity  does  not  fall  below  1*08.  If  perfectly  accurate 
results  are  required,  the  precipitate  must  be  washed  with  dilute  alcohol.  When 
the  acid  potassium  salt  (cream  of  tartar)  is  separated  out,  it  is  filtered  off  and 
washed  with  a  small  quantiljr  of  water.  The  filtrate  is  treated  with  standard 
soda,  the  amount  of  this  alkali  used  being  equal  to  that  contained  in  the  original 
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by  boiling  with  milk  of  lime,  when  caustic  soda  and  insoluble 
calcium  oxalate  are  formed.  The  calcium  salt  is  then  decom- 
posed by  sulphuric  acid,  the  liquid  separated  from  the  gypsum 
and  evaporated  to  crystallization.^ 

Other  manufacturers  use  a  mixture  of  equal  molecules  of  the 
two  alkalis,  or,  as  is  now  common,  only  caustic  potash,  as  potash 
salts  are  now  so  much  cheaper  than  formerly.  A  complete 
series  of  experiments  made  by  William  Thorn  *  have  shown 
that  when  spread  in  thicker  layers,  the  yield  is  larger  the  greater 
the  proportion  of  potash  to  soda.  When  thinner  layers  are  em- 
ployed the  yield  is  still  better,  but  this  remains  constant  whether 
Dale's  proportions  are  employed  or  caustic  potash  alone  is  used. 
This  observation  was,  however,  made  long  ago  by  Mr.  Dale. 
The  kind  of  sawdust  employed  is  of  importance.  Hard  woods 
yield  less  acid  than  soft  woods,  such  as  poplar  and  the  coniferas, 
and  as  pine  sawdust  is  common,  this  is  almost  universally 
employed. 

525  Properties.  Oxalic  acid,  C2BE204  +  2H2O,  crystallizes  readily 
in  monoolinic  prisms.  It  is  easily  soluble  in  water  and  alcohol, 
and  its  acid  taste  is  more  powerful  than  that  of  any  of  the  other 
organic  acids.  It  decomposes  calcium  fluoride,  many  chromates, 
and  the  phosphates  and  arsenates  of  several  of  the  heavy  metals 
(Berthollet).  When  heated  with  common  salt,  hydrochloric  acid 
is  given  off;  sodium  nitrate  is  likewise  attacked  by  oxalic  acid, 
add  sodium  oxalate  being  formed  in  both  cases. 

like  all  strong  acids,  oxalic  acid  acts  in  large  doses  as  a  poison. 
Accidental  poisoning  with  oxalic  acid  usually  results  from  its 
being  mistaken  for  Epsom  salts.  In  small  doses,  however,  it  is 
quite  bannless,  as  is  seen  from  the  fact  that  it  is  contained  in 
garden  rhubarb,  and  many  other  plants  frequently  used  as 
articles  of  food.  Doses  up  to  one  gram  given  to  a  dog  did  not 
produce  any  visible  evil  effects,'  nor  was  any  effect  noticed  in  a 
dog  to  which  twelve  grams  of  normal  potassium  oxalate  were 
administered  for  several  days  (Dale). 

liquid.  The  acid  tartrate  of  potash  is  next  thrown  into  water,  together  with  the 
filter  paper,  and  the  whole  titrated  with  caustic  potash,  and  the  amount  of 
caustic  potash  contained  in  the  mixture  thus  directly  obtained.  Comparative 
experiments  with  mixtures  containing  known  quantities  of  the  two  alkalis  showed 
that  this  process,  which  is  a  very  quick  one,  yields  accurate  results.  (We  are 
indebted  to  Mr.  Dale  for  these  particulars,  which  are  now  published  for  the  first 
time.) 
^  Schnnck,  Smith,  and  Roscoe,  Report  BrU,  Assoc,  1861,  120. 

*  Ber,  EfUw.  Chem.  Ind,  ii.  410. 

*  Pfeifler,  Arch,  Pharm,  [8],  xiii.  544. 


Digitized  by 


Google 


no  OXALIC  ACID. 


The  crystallized  acid  gradually  loses  its  water  of  crystalliza- 
tion when  placed  over  sulphuric  acid ;  and  when  heated  to  100* 
it  falls  to  a  white  powder  which  sublimes  iu  white  needles  at 
165^  a  portion,  however,  undergoing  decomposition  into  carbon 
dioxide  and  formic  acid,  or  into  carbon  monoxide  and  water,  the 
products  of  decomposition  of  the  latter  acid.  At  higher  temper- 
atures this  decomposition  is  complete.  If  the  crystallized  acid 
be  allowed  to  remain  in  contact  with  sulphuric  acid,  glistening, 
strongly-refracting  rhombic  pyramids  of  the  anhydrous  acid 
separate  out,  and  these  must  be  quickly  dried  with  filter  paper, 
and  washed  with  ether,  as  they  quickly  take  up  water  and  fall 
to  powder.* 

The  commercial  acid  always  contains  alkalis.  In  order  to 
purify  it,  the  solution  is  warmed  for  some  time  to  40^  allowed 
to  stand  for  six  hours  in  a  cool  place,  filtered,  the  filtrate 
evaporated  to  two-thirds,  and  well  stirred  during  the  cooling. 
The  acid  which  separates  out  is  then  washed  with  cold  water 
and  crystallized  a  second  time  from  boiling  water.^  An  acid 
perfectly  free  from  alkali  is  best  obtained  by  sublimation,  or  by 
the  decomposition  of  the  pure  methyl  or  ethyl  ether  with  water. 

526  The  anhydrous  acid  is  not  attacked  by  chlorine,*  but 
it  decomposes  if  water  be  present,  hydrochloric  acid  and  carbon 
dioxide  being  formed  (Dobereiner),  It  may  be  crystallized  from 
hot  nitric  acid,  but  when  heated  with  nitric  acid  of  specific  gravity 
1-4  for  some  hours  to  160** — 180^  oxalic  acid  is  completely  con- 
verted into  water  and  carbon  dioxide.^  It  also  suffers  a  similar 
oxidation  at  ordinary  temperatures.  It  is  only  slowly  oxidized  in 
aqueous  solution  in  presence  of  the  peroxides  of  lead  and  of 
•  manganese  (Manganese  Evaluation,  see  Vol.  II.  Part  II.  p.  26). 
If  the  anhydrous  acid  be  rubbed  up  with  five  times  its  weight 
of  lead  dioxide  the  whole  mass  becomes  incandescent.  Oxalic 
acid  precipitates  finely  divided  gold  from  solution  of  the  chloride 
quickly,  especially  when  heated  (Pelletier),  and  it  also  decom- 
poses platinic  chloride,  but  only  in  the  sunlight  (Dobereiner). 

An  acidified  solution  of  potassium  permanganate  decomposes 
oxalic  acid  according  to  the  following  equation  :  * 

2KMnO,  +  3HjS0^  +  SC^HjO^  =  KgSO^  +  2MnS04  4  lOCO, 

+  8H2O. 

^  Reichardt,  Jcnaer  ZeUtfch,  i.  244. 

^  Riebold,  Pharm,  Joum,  Trans.  [3],  vl  441. 

•  Wbhler  and  Hallwachs,  Arm.  Cfum..  Pharm,  xcv.  120, 

•  Erlenmeyer,  Ligel,  and  Belli,  ih.  clxxx.  220. 

•  Vernon  Harcourt,  Joum,  Chem.  Soc,  [2],  v.  460. 
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This  reaction  is  employed  in  order  to  determine  the  strength 
of  potassium  permanganate  solution,  which  is  frequently  used  in 
volumetric  analysis. 

When  a  dilute  solution  of  oxalic  acid  is  added  to  uranium 
nitrate  and  exposed  to  the  air,  a  mixture  of  carbon  monoxide 
and  carbon  dioxide  is  evolved.^ 

Oxalic  acid,  when  heated  with  sulphuric  acid,  decomposes  into 
carbon  monoxide  and  carbon  dioxide  (Dobereiner).  Phosphorus 
pentachloride  acts  upon  it  as  follows : 

C^O^  +  PClg  =  CO  +  COg  +  2HC1  +  POCI3. 

Phosphorus  trichloride  decomposes  the  crystallized  acid  as 
follows :  * 

CjH^O,  +  2H,0  +  PCI3  -  CO  +  CO2  +  3HC1  4-  P(OH)y 

From  these  decompositions  it  is  clear  that  neither  the  anhy- 
dride nor  the  chloride  of  oxalyl  can  be  prepared  by  the 
reactions  by  which  these  compounds  are  in  the  case  of  the  other 
series,  usually  obtained. 

Oxalic  acid  is  reduced  to  glyoxylic  ^  or  glycollic  acid  *  by  the 
action  of  zinc  and  dilute  sulphuric  acid. 

Oxalic  acid  is  used  largely  in  calico-printing,  dyeing,  the 
bleaching  of  flax  and  straw,  and  in  the  preparation  of  formic 
acid  and  of  the  ethyl  ethers,  but  since  the  introduction  of  so 
many  artificial  colouring-matters,  its  use  for  the  two  first  of  these 
purposes  is  not  now  so  large  as  it  was  formerly. 


OXALATES. 

527  The  oxalates  have  been  carefully  examined  by  Berzelius,^ 
Rsunmelsberg,^  and  Souchay  and  Lenssen.'^ 

They  are  very  numerous,  not  only  the  normal  and  acid  salts 
of  this  dibasic  acid  being  known,  but  the  so-called  super-acid 
and  double  salts  also  existing. 

All  the  oxalates  are  decomposed  on  heating.  The  products 
which  are  tlius  formed  varying  according  to  the  chemical  nature 

1  See  Kamp,  Jnn,  Chem.  Pharm,  cudi.  113. 
'  Hurtzig  and  Geather,  ib.  cxi  159. 

*  Church,  Joum.  Chem.  Soc.  [2],  i.  301. 

*  Schnlze,  Chem.  Centralb.  1862,  609  and  753 

*  Lehrbuch.  •  Pogg.  Ann.  xciii.  24. 

y  Ann.  Chem.  Pharm,  xcix.  81  ;  c.  808  ;  cii  86  j  ciii.  308 ;  cv.245. 
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of  the  metal,  or  according  to  the  presence  or  absence  of  air 
during  the  decomposition.  The  oxalates  of  the  alkali-metals 
leave  a  residue  of  a  carbonate,  as  also  do  those  of  the  alkaline- 
earth-metals  when  they  are  not  too  strongly  heated.  The 
oxalates  of  the  metals  whose  carbonates  decompose  at  a  high 
temperature  yield,  on  heating  in  presence  of  air,  a  mixture  of 
the  monoxide  and  dioxide  of  carbon,  together  with  the  oxide  of 
the  metal.  When  air  is  excluded,  the  carbon  monoxide  present 
may  cause  a  partial  reduction  of  the  metallic  oxides.  Oxalates  of 
metals  whose  oxides  decompose  on  heating,  yield  carbon  dioxide 
and  the  metal.  On  heating  with  concentrated  sulphuric  acid 
the  oxalates  decompose  in  a  similar  way  to  the  acid  itself,  no 
blackening  in  this  case  taking  place.  This  serves  as  an  im- 
portant distinction  between  oxalic  and  the  other  solid  vegetable 
acids. 

Norrrud  Potassium  Oxalate,  QjdJiL^  •{•  HjO,  crystallizes  in 
monoclinic  transparent  pyramids  or  prisms,  the  surfaces  of 
which  are  usually  curved.  It  is  easily  soluble  in  water,  and  is 
used  in  the  analysis  of  pyrolusite,  and  for  other  similar 
purposes. 

Add  Potassium  Oxalate,  CjO^KH,  is  well-known  under  the 
name  of  salt  of  sorrel,  and  occurs  in  various  species  of  oxalis  and 
of  rumex,  in  garden  rhubarb  and  various  other  plants.  It  forms 
either  anhydrous  monoclinic  prisms,  or  crystals  belonging  to  the 
triclinic  system,  containing  one  molecule  of  water.  It  is  only 
slightly  soluble  in  cold  water,  and  combines  with  oxalic  acid  to 
form  potassiu7n  quadroxalaie,  CgO^KH  -h  CgO^Hj  +  2HjO,  the 
salt  crystallizing  in  large  triclinic  crystals.  Commercial  salt  of 
sorrel,  used  for  the  removal  of  inkstains  from  linen,  consists 
generally  of  this  compound. 

The  oxalates  of  potassium  were  first  analysed  by  Wollaston,i 
and  these  researches,  as  well  as  the  analyses  of  the  strontium 
oxalates  by  Thomas  Thomson,  served  as  an  important  confir- 
mation of  the  truth  of  the  law  of  combination  in  multiple 
proportion. 

Normal  Sodium  Oxalate,  CgO^Na^,  requires  thirty-six  parts  of 
water  for  solution  at  the  ordinary  temperature,  but  is  much  more 
easily  soluble  in  hot  water,  and  on  cooling  separates  as  a  sandy 
powder  or  in  fine  glistening  needles.  It  also  occurs  in  various 
plants  growing  in  salt  marshes,  as  saJicomiay  salsola,  &c. 

Acid  Sodium  Oxalate,  ^Cjd^l^Q,  +  H^O,  is  still  less  soluble, 
1  Phil.  Trans,  1808,  99. 
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and  forms  hard  crystals  which  are  unalterable  in  the  air,  and 
does  not  form  any  compound  with  oxalic  acid. 

Normal  Ammcnium  Oxalatey  Qfi^(^^^^  +  HgO,  is  easily 
soluble  in  water,  and  crystallizes  in  rhombic  prisms.  This  salt, 
which  is  used  in  chemical  analysis,  is  found  in  Peruvian 
guano. 

Add  Ammonium  Oxalate,  2Cfi^(]Si'H.^  +  H^O,  is  less 
soluble  in  water,  and  crystallizes  in  rhombic  prisms.  It  forms 
with  oxalic  acid  the  compound,  G^OJI(N'E;j  +  CgO^Hg  +  2H2O, 
isomorphous  with  the  corresponding  potassium  salt. 

528  Calcium  Oxalate,  C20^Ca,  is  a  compound  occurring  largely 
distributed  in  the  vegetable  kingdom.  It  was  first  discovered 
by.Scbeele  in  the  roots  of  the  garden  rhubarb,  and  then  in 
many  other  plants,  and  termed  by  him  calx  saccharata.  It  is 
also  found  in  the  cells  of  plants  in  crystals,  and  then  termed 
raphddes.  The  formation  of  these  will  be  remarked  upon  here- 
after. Many  lichens  growing  on  limestone  frequently  consist  of 
nearly  half  their  weight  of  this  salt,^  which  is  also  found  on  the 
marble  of  the  Parthenon,  and  was  described  by  Liebig  as  a  new 
mineral  under  the  name  of  Thierschite,  this  being  probably 
formed  by  the  action  of  a  lichen.  Calcium  oxalate  is  also  found 
in  various  animal  liquids,  as  in  urine.  It  also  occurs  in  urinary 
deposits,  being  known  as  the  mulberry  calculus,  from  its  peculiar 
appearance. 

If  a  neutral  solution  of  a  calcium  salt  be  mixed  with  one  of 
an  oxalate,  calcium  oxalate  separates  out,  even  in  very  dilute 
solution,  as  a  crystalline  precipitate  which  is  insoluble  in  water 
and  acetic  acid,  though  dissolving  in  nitric  and  hydrochloric 
acid,  &c.  This  reaction,  which  is  much  used  to  distinguish 
oxalic  from  phosphoric  acid,  and  also  for  the  detection  and 
quantitative  determination  of  calcium,  was  noticed  soon  after 
Ihe  discovery  of  oxalic  acid  by  various  chemists,  and  recom- 
mended by  them  as  the  best  means  of  detecting  lime,  but  others 
believed  that  oxalic  acid  was  an  unreliable  reagent,  as  in  pre- 
sence of  mineral  acids  no  precipitate  made  its  appearance. 
Darracq  then  showed  that,  on  neutralization  with  ammonia,  lime 
could  always  be  detected  by  means  of  oxalic  acid. 

Precipitated  calcium  oxalate  contains  water,  and  after  drying 
at  100"*  has  the  composition  C,O^Ca  +  HgO,  the  precipitate 
obtained  from  boiling  solution  having  also  the  'same  composi- 
tion. The  same  hydrate  is  obtained  in  monoclinic  laminaB  when 
^  Braconnot,  Ann.  Chim,  Phya,  xzyiU.  818. 
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the  salt  is  dissolved  in  boiling  hydrochloric  acid  or  nitric  acid 
and  allowed  to  cool.  It  becomes  anhydrous  at  180^  but  on 
exposure  to  air  again  absorbs  water.  A  solution  in  an  excess  of 
cold  hydrochloric  acid  deposits  on  standing  tetragonal  tables, 
having  the  composition  C^O^Ca  +  SH^O,  and  this  compound  is 
also  found  in  the  cells  of  plants,  being  probably  deposited  from 
a  saccharine  solution,^  as  Scheibler  has  proved  that  it  easily 
dissolves  in  the  juice  of  mangel-wurzel.  Vesque^  has  also 
shown  that  it  readily  dissolves  in  glucose  and  dextrine,  and 
Monier^  obtained  it  crystalline  by  allowing  a  solution  of  oxalic 
acid  to  stand  in  contact  with  one  of  lime  dissolved  in  sugar,  and 
these  crystals  exactly  resembled  the  raphides. 

An  acid  calcium  oxalate  is  not  known,  although  barium  and 
strontium  yield,  in  addition  to  the  very  insoluble  normal  salts, 
acid  oxalates,  C^O^Ba  +  CjO^H,  +  2H2O,  and  C^O^Sr  +  C^O^H, 
+  2H2O.  The  acid  oxalates  are  easily  soluble  in  water,  but  the 
solutions  decompose,  especially  on  warming,  with  separation 
of  the  normal  salt  They  are  probably  molecular  compounds, 
analogous  to  potassium  quadroxalate.  They  may,  however,  be 
really  acid  salts  having  the  following  constitution : 

CO /OH 

;Ba. 


CA<^: 


OH 

529  Lead  Oxalate,  CjO^Pb,  is  a  heavy  precipitate,  insoluble  in 
water,  which  is,  however,  soluble  in  nitric  acid,  and  also  in  a 
solution  of  sal-ammoniac  and  other  ammoniacal  salts.  When 
heated  in  absence  of  air  to  300""  it  decomposes  according  to  the 
following  equation :  * 

2C20,Pb  =  3CO2  +  CO  +  Pb,0. 

Silver  Oxalate,  CjO^Ag^,  is  a  white  precipitate  which  decom- 
poses at  110°,  and  detonates  when  quickly  heated. 

Mercuric  Oxalate,  CjO^Hg,  can  only  be  obtained  in  the  pure 
state  by  adding  mercuric  nitrate  to  a  very  large  excess  of  a 

1  Scheibler.  ZeUsch.  Chem.  [2],  i.  62. 
•  Vesque,  Comptl  Rend.  Ixxviii.  149. 
»  Momer,  16.  Ixiii.  1013 ;  Ixxviil  300. 

^  Pelouze,  Ann,  Ckim,  Phys,  [3],  iv.  104;  see  also  Maumen^,  CompL  Rend, 
Izzi.  797  and  837. 
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solution  of  oxalic  acid.  The  dry  salt  explodes  with  great 
violence  on  percussion. 

Ferrous  Oxalate,  CjO^Fe,  occurs  in  the  brown-coal  formation 
and  is  termed  by  the  mineralogists  humioldHne,  or  oxaJite.  It 
contains  1^  molecules  of  water,  and  often  occurs  in  capillary 
forms,  but  also  in  botryoidal  masses,  and  in  plates,  with  a  fibrous 
or  compact  structure.  If  a  solution  of  green  vitriol  be  mixed 
with  oxalic  acid  or  an  oxalate,  ferrous  oxalate  is  thrown  down  as 
a  heavy  bright  yellow  powder,  insoluble  in  water,  and  only 
slightly  soluble  by  dilute  acids.  When  a  solution  of  ferric 
hydroxide  in  aqueous  oxalic  acid  is  exposed  to  the  action  of 
sunlight,  carbon  dioxide  is  evolved,  and  the  ferrous  salt  is  pre- 
cipitated in  fine  lemon-coloured  glistening  crystals.  This 
substance  has,  like  the  precipitated  salt,  the  composition 
CjO^Fe  +  2H2O.  On  heating  it  leaves  a  very  finely  divided 
oxide  of  iron,  which  serves  as  a  useful  polishing  powder  for 
optical  purposes.  It  has  been  proposed  by  Draper  ^  to  employ 
the  above  reaction  as  a  means  of  measuring  the  chemical  action 
effected  by  sunlight.  It  has  also  been  used  as  a  sensitive 
photographic  agent  in  the  production  of  Herschel's  cyanotype. 

If  a  solution  of  a  normal  oxalate  be  added  to  one  of  ferric 
chloride,  a  yellow  precipitate  is  slowly  formed,  which  is  probably 
normal  ferric  oxalate.  This  compound  is  also  formed  when 
ferric  hydroxide  is  treated  with  a  solution  of  oxalic  acid.  An 
excess  of  the  latter  must  be  avoided,  as  the  salt  dissolves  readily 
in  this  acid. 

530  Oxalates  of  Antimony,  This  metal  only  forms  insoluble 
basic  oxalates;  but,  on  the  other  hand,  the  double  salts  of 
antimony  and  the  alkali  metals  dissolve  in  water,  and  are  of 
interest,  as,  unlike  most  antimony  salts,  they  are  not  decomposed 
by  water,  for  which  reason  probably  they  might  be  employed  as 
a  substitute  for  tartar  emetic  in  dyeing  and  calico-printing. 

ArUimony  Potassium  Oxalate,  (C204)8SbK3  +  6Rfi,  is  obtained 
by  dissolving  antimonic  acid  in  a  hot  solution  of  acid  potassium 
oxalate,  when  it  deposits  in  monoclinic  crystals. 

ArUimony  Sodium  Oxalate,  (020j8SbNas  +  C20^Naj+  lOH^O, 
is  prepared  in  a  similar  way  to  the  potassium  compound,  and  is 
deposited  in  the  form  of  glistening  crystals.'  Other  double  salts 
have  also  been  described. 

Arsenic  trioxide  seems  to  form  similar  double  salts. 

^  Pka,  Mag.  [4],  xviu.  91. 

'  Svenasen,  £er,  DeiUach.  Ch^m.  Oea,  iii.  814. 
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ETHEREAL  SALTS  OP  OXALIC  ACID. 

531  Methyl  Oxalate,  G^OjiCH^^,  is  a  solid  body,  first  pre- 
pared by  Dumas  and  P^ligot  ^  by  distilling  methyl  alcohol  with 
sulphuric  and  oxalic  acids.  According  to  Weidmann  and 
Schweizer,*  salts  of  sorrel  may  be  advantageously  employed  in 
place  of  the  acid.  The  same  chemists  found  that  the  ether  is 
formed  by  heating  wood-spirit  with  oxalic  acid.  According  to 
Erlenmeyer,'  it  is  best  obtained  by  dissolving  anhydrous  oxalic 
acid  in  boiling  methyl  alcohol,  and  bringing  the  crystals  which 
are  deposited,  on  to  a  vacuum  filter,  and  washing  with  cold  water 
until  the  liquid  which  runs  off  no  longer  gives  the  iodoform 
reaction. 

Methyl  oxalate  crystallizes  in  rhombic  tables ;  it  melts  at  61**, 
and  boils  at  162"*.  When  brought  in  contact  with  water  it 
decomposes,  slowly  in  the  cold  and  more  quickly  on  wanning, 
into  oxalic  acid  and  methyl  alcohol. 

Mhyl  Oxalate,  C^Ojlftfi^^.  This  ether  is  a  liquid,  and  was 
first  obtained  by  Bergmann  by  distilling  together  oxalic  acid 
and  spirit  of  wine.  It  was  soon  afterwards  investigated  by 
other  chemists,  who  gave  a  variety  of  methods  for  its  prepara- 
tion.* It  is  best  obtained  according  to  the  method  given  by 
Frankland  and  Duppa,^  A  mixture  of  three  parts  of  anhydrous 
oxalic  acid  and  two  parts  of  absolute  alcohol  is  slowly  heated 
for  some  time  in  a  tubulated  retort  to  100"*,  and  afterwards  the 
temperature  raised  to  125° — 130^  when  the  vapour  of  two 
parts  of  absolute  alcohol  is  passed  in.  The  product  is  then 
purified  by  fractional  distillation. 

Ethyl  oxalate  is  a  liquid  possessing  a  slightly  aromatic  smell, 
boiling  at  186*,  and  having  at  15"*  a  specific  gravity  of  1*0824. 
It  behaves  in  a  similar  way  with  water  to  methyl  oxalate.  This 
substance  is  used  for  the  separation  and  purification  of  the  amines 
(Vol.  III.  Part  I.  p.  221),  and  for  the  synthetical  preparation  of 
various  acids  of  the  lactic  acid  group.  Ethyl  oxalate,  when  exposed 

1  Ann.  Chim,  Phya.  Iviii.  44 ;  Ann.  Chem.  Pharm,  xv.  82. 

*  Pogg,  Ann.  xliii.  602 ;  see  also  Wohler,  Ann.  Chem.  Pharm.  Ixxri.  876. 

*  Bcp,  Pharm.  [2],  xziiL  432 ;  aee  also  Cohoma  and  Demai^y,  BM,  Soo. 
Chim.  [2],  xxix.  468. 

<  Thenard,  Mim.  Soe.  cPAciusU,  ii.  11 ;  Bauhof,  Sehweia.  Joum.  xxx.  308 ; 
Dumas  and  BouUay,  Joum.  Pharm.  xiv.  118;  Mitscherlich,  JMrh;  Lowig^ 
JourTi.  PrakL  Chem.  Ixxxiii.  129  ;  kxxiv.  1 ;  Kolbe  and  Kalle,  Ann.  Chem. 
Pharm*  cziz.  173. 

*  lb.  1. 
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to  the  action  of  chlorine  in  sunlight,  yields,  as  the  last  product, 
perchlorethyl  oxalate,  0204(02015)2,  an  odourless  body,  crystal- 
lizing in  rectangular  prisms,  which  melt  at  144**.^  Ethyl  oxalate 
decomposes  on  repeated  distillation  into  carbonyl  chloride,  car- 
bonic oxide,  and  triaoetyl  chloride.  When  it  is  heated  with 
sodium,  carbon  monoxide  is  formed  and  ethyl  carbonate  pro- 
duced.^ The  same  decomposition  takes  place  when  sodium 
ethylate  is  employed,  other  products  being  also  produced.* 

Add  Ethyl  Oxalate,  or  JSthyl  Oxalio  Add,  QfiJi^^^fi^B^  The 
potassium  salt  of  this  acid  is  obtained  by  the  action  of  a  solution 
of  caustic  potash  in  absolute  alcohol  on  ethyl  oxalate,  when  this 
compound  separates  out  in  laminss.  If  these  be  dissolved  in 
aqueous  alcohol,  some  potassium  oxalate  remains  behind,  and,  on 
addition  of  the  requisite  quantity  of  sulphuric  acid  to  the  filtrate, 
potassium  sulphate  is  thrown  down,  whilst  ethyl  oxalic  acid 
remains  in  solution.  If  this  be  diluted  with  water,  saturated 
with  barium  carbonate,  and  the  filtrate  evaporated  on  the 
water-bath  to  a  small  bulk,  crystals  of  barium  ethyl  oxalate  are 
obtained.  By  decomposing  the  aqueous  solution  of  this  salt 
with  dilute  sulphuric  acid,  free  ethyl  oxalic  acid  is  obtained. 
It  is  very  unstable,  decomposing  readily  into  alcohol  and  oxalic 
acid,  even  when  the  solution  is  evaporated  in  a  vacuum.^ 

Eihyl  Oxalyl  Cfhioride,  0302(002115)01,  is  formed  by  the  action 
of  phosphorus  oxychloride  on  potassium  ethyl  oxalate.  It  is  a 
fuming  mobile  liquid,  possessing  a  suffocating  odour,  boiling  at 
140^  and  exhibiting  the  usual  properties  of  the  acid  chlorides.^ 

Amongst  other  ethereal  salts  of  oxalic  acid  the  following 
may  bo  mentioned : 

B.  P. 
«Methyl-ethyl-oxalate,C20^(CHj)(02H5)  .     160— 170** 
'^  Propyl  oxalate,  020^(0307)2.    .     .     209— 2ir 

^  Isobutyl  oxalate,        020^(C4Hg)2 .     .     .     244—246** 
« Amyl  oxalate,  020/05Hn)2      .     .        265** 

*  Malagati,  Ann.  Chim.  Fhys,  [2],  Ixxiv.  299. 

*  Ettling,  Ann.  Chem.  Pharm,  xix.  17. 

*  Oeuther,  ZtUseh.  Chem.  [2],  iv.  656  ;  Cranston  and  Dittmar,  Joum,  Chem, 
Soc  [2],  vii.  441. 

*  Mitscherlich,  Fogg.  Ann.  xxxiii.  882. 

*  Henry,  Ber.  Veutach,  Chem.  Qes.  iv.  598. 

*  Chancel,  Jahresb.  1850,  469. 

^  Cahonn,  C<mpt.  Rend.  Ixzvii.  749  and  1408. 

*  Balard,  Ann.  Chim.  Phys.  [8],  zii  809 ;  Del^  Jahretb.  1854,  26. 
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AMIDO-COMPOUNDS  OF  OXALYL. 

53a  Oxamide^CfiJ^'S'Bi^y  This  body  was  obtained  by  Bauhof 
in  1817,  by  acting  upon  ethyl  oxalate  with  aqueous  ammonia,^ 
He,  however,  considered  it  to  be  "an  intimate  triple  compound, 
consisting  of  oxalic  acid,  alcohol,  and  ammonia."  Liebig,*  in 
1834,  showed  that  the  body  thus  prepared  is  identical  with  the 
oxamide  obtained  by  Dumas  in  1830  by  distillation  of  ammonium 
oxalate.* 

In  order  to  prepare  it,  ethyl  oxalate,  which  need  not  neces- 
sarily be  perfectly  pure,  is  shaken  up  with  aqueous  ammonia. 
The  liquid  becomes  warm,  and  oxamide  separates  out  as  a  white 
precipitate.  Oxamide  is  also  formed,  together  with  other  pro- 
ducts, by  the  action  of  nitric  acid  on  potassium  ferrocyanide,*  as 
well  as  when  potassium  cyanide  is  warmed  with  manganese 
dioxide  and  a  small  quantity  of  sulphuric  acid,  or  when  aqueous 
solutions  of  hydrocyanic  acid  and  hydrogen  dioxide  are  allowed 
to  stand  for  some  days.* 

Oxamide  is  a  light  crystalline  powder,  almost  insoluble  in 
water,  alcohol,  and  ether.  When  heated  with  alcohol  for  a 
few  days  to  210"* — 220*,  it  is  converted  into  small  rectangular 
prisms  with  pyramidal  terminations.^  It  is  perfectly  neutral 
When  boiled  with  water  and  mercuric  oxide,  the  compound 
2Cj02(NHj)j  -f  HgO  is  formed  as  a  white  insoluble  powder.^ 
When  oxamide  is  heated  with  water  and  strong  acids  or  alkalis, 
it  forms  oxalic  acid  and  ammonia. 

Ethyl  Oxamide,  C0.NH(CjH5).C0(NH^,  is  easily  formed  by 
the  action  of  aqueous  ammonia  on  ethyl  oxamethane  (p.  121). 
It  is  easily  soluble  in  water,  alcohol,  and  ether,  melts  at 
202* — 203*,  but  sublimes  at  a  lower  temperature  in  fine  woolly 
crystalline  masses  (Wallach  and  West). 

533  Diethyl  Oxamide,  CgOgCNH.CjHg)^,  was  first  prepared  by 
Wurtz  by  acting  with  ethylamine  on  ethyl  oxalate.*  It  is 
best  prepared  by  mixing  a  well-cooled,  concentrated  aqueous 

^  Schweig,  Joum.  xix.  313. 

'  Ann,  Chenu  Pharm,  ix.  11  and  129. 

»  Ann,  Chim,  Phys,  xliv.  129 ;  li7.  240. 

*  Playfkir,  Phil.  Trana.  1849,  iL  477  ;  aee  also  Vol.  II.  Part  II.,  p.  115. 
»  Attfield,  Joum.  Chem,  Sac.  [2],  i.  94. 

•  Genther,  Ann,  Chem.  Pharm,  cix.  72. 

'  Dejwaignes,  Ann,  Chim,  Phya,  [3],  xzxiv.  143. 
«  Jb,  XXX.  490. 
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solution  of  ethylamine  with  ethyl  oxalate.^  This  compound 
crystallizes  in  needles  which  are  difficultly  soluble  in  water  but 
dissolve  more  easily  in  alcohol,  and  it  volatilizes  without  de- 
composition. By  acting  upon  it  with  phosphorus  pentachloride 
the  following  compounds  are  obtained : 


CCl3.N(C^5)H  CCLN(C,HJH 

and         II 
Cl2.N(CjH5)H  CCl.N(CjH,)H. 


A 


These  have  not  yet  been  prepared  in  the  pure  state.  Their 
probable  constitution  is,  however,  indicated  by  the  fact  that  they 
may  be  again  converted  into  diethyl  oxamide  by  means  of  water. 
If,  however,  the  product  be  allowed  to  stand  for  some  days  with 
the  phosphorus  oxychloride  which  has  been  formed,  decomposition 
occurs,  and  the  tertiary  amine,  chloraxalethyline,  C^H^ClNj,  is 
formed,  the  hydrochloride  of  which  remains  behind  if  the  phos- 
phorus oxychloride  be  distilled  off  under  diminished  pressure. 
This  substance  crystallizes  in  prisms,  and  yields  a  crystalline 
platinichloride.  By  distillation  with  caustic  potash  the  free 
base  is  obtained  as  an  oily  narcotic-smelling  liquid,  boiling  at 
21T* — 218**,  and  having  an  alkaline  reaction  and  crystallizing 
when  strongly  cooled.  It  combines  with  various  metallic  salts, 
forming  crystalline  compounds,  and  with  the  iodides  of  the 
alcohol  radicals  to  form  compound  ammonium  iodides,  such  as 
C^HgClNj-CHjI,  crystallizing  in  prisms,  and  yielding  a  strongly 
alkaline  hydroxide  on  treatment  with  silver  oxide. 

By  the  action  of  sodium  on  a  solution  of  chloroxalethyline  in 
petroleum  oil,  dioxalethylme,  CjjHigN^,  is  formed,  a  thick  liquid, 
having  an  alkaline  reaction,  and  boiling  above  300V 

OxdUthyliTU,  CgHj^Ng,  is  formed  when  the  chlorine-compound 
is  heated  with  hydriodic  acid  and  amorphous  phosphorus,  and  the 
product  decomposed  by  caustic  soda.  It  is  a  thick,  transparent, 
oily  liquid,  boiling  at  21 2"* — 213*,  and  having  a  strongly  narcotic 
smelL*  Most  of  its  salts  crystallize  well,  and  like  chloroxal- 
ethyline it  is  a  tertiary  base.^ 

Oxalethyline  is  poisonous,  producing  the  same  symptoms  as 
atropine,  the  poisonous  principle  of  the  deadly  nightshade,  espe- 
cially the  dilatation  of  the  pupil,  though  it  does  not  act  so 
powerfully  as  this  alkaloid.     Chloroxalethyline,   on  the  other 

*  Wallach,  Ann,  Ckem,  Pharm,  clx^mv.  38. 

•  Wallach  and  Oppenheim,  £er.  Deutseh.  Ckem,  Ges.  x.  1193. 
«  Wallarh  and  Strieker,  ib.  xiiL  511. 

«  Wallach  and  £.  Schultze,  ib.  514. 
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hand,  does  not  produce  these  symptoms,  and  acts  upon  the 
brain  in  a  similar  way  to  chloral  hydrate.^ 

The  ozamides  of  the  other  alcohol  radicals  give  compounds 
similar  to  those  which  have  been  now  described.^ 

534  Oxamic  Acid,  CO(NH^CO^H,  was  discovered  in  1842  by 
Balard,^  who  obtained  it  by  heating  acid  ammonium  oxalate. 
Its  ammonium  salt  is  formed  when  oxamide  is  boiled  for  some 
time  with  aqueous  ammonia :  ^ 

CO.NH-  CO.NH, 

I  +    H,0    -      I 

CO.NH,  CO.ONH,. 

Free  oxamic  acid  is  obtained  from  this  salt  by  decomposition 
with  hydrochloric  acid.  It  is  deposited  as  a  fiae  crystalline 
powder,  which  dissolves  at  14*  in  seventy-one  parts  of  water, 
and  melts  at  173",  yielding  oxamide  and  the  products  of  decom- 
position of  oxalic  acid.  If  the  acid  be  boiled  with  water  it 
combines  with  it  to  form  acid  ammonium  oxalate.  It  is  mono- 
baaic,  and  forms  crystalline  salts.^ 

Mhyl  Oxamate,  or  Oxamethane,  CO{N'B^CO^(C^^,  was  dis- 
covered in  1828  by  BouUay  and  Dumas,®  and  then  examined  by 
the  latter  chemist,  who  termed  it  oxamethane,^  as  well  as  by 
Liebig,®  who  considered  it  to  be  "  an  oxamate  of  ammonia."  It 
is  best  prepared  by  dissolving  ethyl  oxalate  in  two  to  three 
volumes  of  alcohol,  and  gradually  adding  to  this  liquid,  well 
cooled  with  ice,  the  requisite  quantity  of  ammonia  in  alcoholic 
solution.* 

It  is  easily  soluble  in  water  and  alcohol,  and  crystallizes  in 
flat,  long,  rhombic  needles,  which  melt  at  114° — 115V^  It  can 
be  distilled  without  decomposition,  and  is  quickly  converted  by 
ammonia  into  oxamide. 

535  ^thyl  Oxamic  Acid,  C0.NH(C2Hfi)C0jH,  was  obtained  by 
Wurtz^^  by  heating  acid  ethylamine  oxalate  to  180°.  Heintz" 
discovered  it  amongst  the  products  of  the  action  of  ethylamine 

1  H.  Schultz,  Ser.  DetOseh,  Chem.  Gk»,  xiii.  2858. 

•  Wallach  and  E.  Schultze,  i6.  xir.  420. 

•  Ann.  Chim.  Phys.  [3],  iv.  98. 

•  Toussaint,  Ann,  Ckem,  Fharm,  cxx.  237. 

•  Engstrom,  Joum,  PrakL  Chem,  IxviiL  483 ;  Baealoglo,  ib,  Ixxxi.  879. 

•  Ann.  Chim,  Phys.  xxxvii  87.  '  Jb.  Uy.  241. 

•  Ann.  Chem.  Pharm.  ix.  129. 

•  Jmm,  PrakL  Chem.  [2],  x.  193. 

"  Wallach,  Ann.  Chem.  Pharm.  clxxxiv.  8. 
"  Ann.  Chim.  Phys.  [3],  xxx.  490 
**  Ann.  Chem.  Pharm,  cixvii  43. 
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on  ethyl  oxalate.  Wallacli  and  West^  have  shown  that  the 
ethyl  ether  is  fonned  in  this  reaction,  and  is  best  obtained  by 
mixing  a  solution  of  the  amine  in  absolute  alcohol  with  ethyl 
oxalate,  allowing  the  mixture  to  stand  for  some  time,  and 
then  distilling  the  alcohol  off  and  fractionating  the  residue  in 
order  to  separate  the  excess  of  ethyl  oxalate.  Diethyl  oxamide 
crystallizes  out  from  the  higher  boiling  portions  on  cooling,  and 
its  separation  may  be  aided  by  placing  it  in  a  freezing  mixture. 
It  is  then  brought  on  to  a  vacuum  filter  and  freed  from  the 
liquid.  This  latter,  which  is  ethyl  oxamethane,  CO.'^'K{GJB.^) 
COj-CjH^  boils  at  244.'— 246^  When  pure  it  has  a  faint  smell, 
but  usually  smells  of  the  carbamines.  It  is  decomposed  by 
water,  and  more  readily  by  bases  with  formation  of  ethyl 
oxamic  acid.  This  latter  substance  is  easily  soluble  in  water, 
crystallizes  in  six-sided  laminae,  melts  at  120^  and  sublimes, 
when  strongly  heated,  in  thin,  elastic  needles. 

Diethyl  Oxamic  Acid,  QO.^{C^^j:iO^  The  ethyl  ether 
of  this  acid  is  formed  by  acting  with  diethylamine  on  ethyl 
oxalate.  It  is  a  liquid  boiling  at  160^^  When  heated  with 
milk  of  lime  this  ether  yields  the  calcium  salt  of  the  acid. 
From  this  the  free  acid  can  be  obtained  by  the  addition  of  oxalic 
acid.  It  is  easily  soluble,  and  crystallizes  in  monoclinic  prisms, 
which,  on  heating,  fuse  and  easily  sublime  in  thin  needles.^ 

Besides  the  ethylated  oxamides  and  oxamic  acids  above 
described,  a  large  number  containing  other  or  two  different 
alcohol  radicals  have  been  prepared.  Their  mode  of  preparation, 
reactions,  &c.,  correspond  to  those  of  the  ethyl  compounds. 

Isodiethyloxamide,  CO(NByCON(C2H^2'  is  obtained  when  the 
ethyl  ether  of  the  foregoing  compound  is  treated  with  concen- 
trated aqueous  ammonia.  It  crystallizes  in  large,  thick  prisms, 
fuses  at  126'— 127^and  boils  at  266'*— 268**;  it  begins,  how- 
ever to  sublime  at  100*.  When  heated  with  phosphorus  pent- 
oxide  the  nitril  of  diethyl  oxamic  acid,  CN.CO(N.C2H5)2,  is 
formed.     It  is  a  faintly  smelling  liquid,  boiling  at  219* — 220*. 

Triethyl  Oxamide,  CO(NR.C^U^COy(C^llX  is  formed  when 
the  ethyl  ether  of  diethyl  oxamic  acid  is  treated  with  ethyl- 
amina     It  is  a  liquid  soluble  in  water,  boiling  at  257* — 259*.* 

Dihydroxyl  Oxamide,  C202(NH.OH)j,  is  obtained  by  the  addi- 
tion of  ethyl  oxalate  to  a  boiling  alcoholic  solution  of  hydroxyl- 

*  Ann,  Chem,  PKarm,  clxrxiv.  57. 
'  Hofmann,  CompL  Bend.  lii.  902. 

*  Heintz,  Ann.  Chem,  Phann.  czxtu.  43. 

4  Wallacb,  Ber.  DeiUsch,  Chem.  Gea,  xiv.  735. 
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amine.  On  cooliDg,  the  compound  C202(NH.OH)2.NH20H 
separates  out  in  thin  laminae,  \vhich  decompose  on  addition  of 
hydrochloric  acid,  and  on  evaporation  yield  a  crystalline  mass 
-which  is  purified  by  recrystallization.  It  is  diflScultly  soluble  in 
water,  crystallizes  in  small  prisms,  and  acts  as  a  weak  dibasic 
acid.     Both  it  and  its  salts  deflagrate  on  heating.^ 

The  carbamide  compounds  of  oxalic  add  were  first  obtained  by 
oxidizing  uric  acid.    They  will  be  described  under  that  acid. 

The  Nitrils  of  Oxalic  Acid. 

536  Dibasic  oxalic  acid  forms  the  two  following  nitrils  : 
Cjanformic  Acid.  Ozalonitril,  or  Cyaaogen. 

ON  ON 


CO.OH. 


CN. 


Cyanformic  Acid,  CN.COgH.  This  compound,  commonly 
called  cyancarhonic  add,  is  not  known  in  the  free  state,  but 
Weddige  haa  prepared  several  of  its  ethers  by  heating  oxamic 
ethers  with  phosphorus  pentoxide  to  160** — 170**  :* 

CO.NH,  ON 

I  =1  +    H,0. 

CO.OCjHg  CO.OCjHj 

Ethyl  Cyanformate,  CN.CO2C2H5,  is  also  formed  by  the 
action  of  phosphorus  pentachloride  on  ethyl  oxamate.^  It  is  a 
mobile,  highly  refracting,  ethereal  smelling  liquid,  boiling 
at  116**.  Nascent  hydrogen  reduces  it  to  glycocol  (Wallach). 
When  heated  with  water  it  decomposes  with  formation  of  hydro- 
cyanic acid,  carbon  dioxide,  and  alcohol.  Concentrated  hydro- 
chloric acid  converts  it  into  oxalic  acid,  but  the  gaseous  acid 
transforms  it  into  its  polymeride,  ethyl  paracyanformate,  the 
probable  formula  of  which  is  C3N8(CO.OC2H5)3.  This  body 
is  deposited  in  glistening  crystals,  scarcely  soluble  in  water,  and 
dissolving  only  with  difficulty  in  boiling  alcohol.  The  crystals 
melt  at  165^  and  decompose  when  more  strongly  heated.  Cold 
caustic  potash  decomposes  the  ether  with  formation  oipotasdum 
paracyanformate,  C8N8(C02K)8,  crystallizing  in  long  needles. 
Hydrochloric  acid  added  to  this  sul^tance  liberates  the  free  acid, 

*  Lo&sen,  Ann.  Che^n,  Pharm,  cl.  814. 

»  Jmm.  Prakt,  Chcm,  [2].  x.  198. 

'  Wallach,  Ann^  Chem,  Pharm,  clzzziy.  12. 
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as  a  white,  light,  crystalline  powder,  very  diflScuItly  soluble  in 
water,  and  decomposing  when  strongly  heated.  On  boiling  with 
water,  oxalic  acid  and  ammonia  are  formed. 

Ethyl  Isocyanformate,  CN.COgCCgHg).  This  body,  a  compound 
belonging  to  the  carbamines  (Part  I.,  p.  159),  was  termed  by 
Salomon  isocyancarbonic  ether.  He  obtained  it  by  acting  with 
alcoholic  potash  on  ethyl  carbamate  and  chloroform,  but  he  could 
not  examine  it  flirther  as,  unfortunately,  he  inhaled  some  of  its 
vapour,  which  produced  so  serious  an  effect  on  his  lungs  that 
convulsions  ensued,  and  although  he  recovered,  his  health  was 
so  much  shattered  that  he  gave  up  the  further  examination  of 
this  unpleasant  substance.  He  only  further  remarks  that  it 
possesses  the  peculiar  smell  of  the  carbamines.^ 

537  Oxalonitril,  or  Cyanogen,  C2N2.  This  body,  already  de- 
scribed in  the  first  volume,  must  here  again  be  mentioned,  on 
account  of  its  relationship  with  oxalic  acid.  It  was  discovered 
in  1815  by  Qay  Lussac,  who  showed  that  the  cyanides  of  mercury 
and  silver  are  decomposed  when  heated  into  cyanogen  and  the 
metaL*  It  is  likewise  formed  when  oxamide  is  heated  with 
phosphorus  pentoxide,^  and  also  by  passing  the  induction  spark 
from  carbon  poles  in  an  atmosphere  of  nitrogen.^ 

In  order  to  prepare  it,  well-dried  cyanide  of  mercury  is  heated 
in  a  tube  or  small  retort  of  hard  glass,  and  the  gas  collected  over 
mercury.  It  is  colourless,  possesses  a  peculiar  smell  resembling 
peach-kernels,  and  is  easily  inflammable,  burning  with  a  bluish 
purple-mantled  flame.  Its  specific  gravity  is  1'8064j.  By  pres- 
sure and  by  cooling  it  is  converted  into  a  liquid  which  boils  at 
-  20^7,  and  at  l7°-2  has  a  specific  gravity  of  0*866  (Faraday). 
Hofmann  has  described  a  simple  apparatus  for  liquefying 
cyanogen.*  On  further  cooling  it  solidifies  to  a  radiating 
crystalline  mass,  which  melts  at  —  34***4j.  Water  dissolves  about 
4*5  times  its  volume  of  the  gas ;  the  solution,  however,  soon 
becomes  yellow,  and  then  brown,  depositing  brown  flakes  of 
azulmic  acid,  C^H^NgO,  whilst  the  liquid  is  found  to  contain 
ammonium  oxalate,  ammonium  oxamate,  ammonium  carbonate, 
oxamide,  and  urea.^    In  presence  of  small  traces  of  aldehyde 

»  Jottm.  PraM.  Chem,  [2],  ix.  298. 

*  Ann,  Ckim.  xcy.  172. 

»  Bertagniiii,  Ann,  Chem.  Pharm.  civ.  176. 

*  Morren,  Compt,  Mend,  xlviii.  842. 
■  Ber,  Deutseh,  Chem,  Qes,  iii.  668. 

*  Yanqnelin,  Ann.  Chim.  Phys.  xxii.  182 ;  Wohler,  Pogg,  Ann,  xv.  627 ; 
Pelonze  and  RichardBon,  Ann,  Chem.  Pharm.  xxvi.  63. 
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scarcely  anything  but  oxamide  is  formed.^  The  same  compound 
is  obtained  ivhen  strong  hydrochloric  add  is  saturated  with 
cyanogen.* 

Dry  sulphuretted  hydrogen  does  not  act  upon  cyanogen,  but 
in  presence  of  aqueous  vapour  the  two  following  products  are 
formed.* 

538  ThioxaUnide,  or  Eydrojlavic  Acid,  CN.CS.NHj,  crystal- 
lizes in  yellow  needles,  soluble  in  water  and  alcohol. 

Thio-oxamide,  or  Sydrorubianic  Add,  (CS)^]!^!^)^  forms 
yellowish-red  crystals,  difl&cultly  soluble  in  water,  but  dissolving 
more  readily  in  hot  alcohol. 

Both  these  compounds  decompose  on  boiling  with  dilute 
alkalis  and  acids  with  formation  of  oxalic  acid,  ammonia,  and 
sulphuretted  hydrogen. 

Aqueous  ammonia  absorbs  cyanogen  gas  rapidly,  and  the 
solution  soon  forms  the  same  products  as  are  found  in  aqueous 
solution.* 

Dry  ammonia  gas  combines  with  cyanogen  to  form  hydra- 
zulmin,  C^H^N^,  a  jet  black,  gUstening  amorphous  mass,  which 
forms  with  water  the  above-named  azubnic  acid  or  hydra- 
zulmadn  and  ammonia.  This  body  has  a  special  interest 
because  it  stands  in  close  relation  to  uric  add  (Jacobsen  and 
Emmerling). 

Faracyanogen,  (CN)x,  is  always  formed  in  small  quantity  when 
the  cyanides  of  silver  and  merciuy  are  heated  as  also  when 
hydrazulmin  is  heated.  It  is  a  brown  amorphous  powder 
which,  when  heated  for  some  time,  volatilizes  with  formation  of 
cyanogen. 


THE    PROPYLENE    COMPOUNDS. 

539  Propylene,  or  Mdhyl  Mhylene,  CHjCHziCH,.  This  gas 
was  discovered  by  J.  W.  Reynolds,  who  obtained  it  together  with 
other  products  by  passing  the  vapour  of  amyl  alcohol  through  a 
tube  heated  to  moderate  redness.    That  it  is  formed  in  this 

*  Liebig,  Ann.  Chem,  Pharm.  cxiii.  246. 
«  Volhard,  ib.  clviu.  118. 

«  Gay  Lussac,  Ann.  Chim.  xcr.  136 ;  Poret,  Ann.  Phil.  xiiL  863 ;  "Wohler, 
Pagg.  Ann.  iii.  177 ;  Volckel,  Ann.  Chcm.  Pharm.  xxxviiL  814. 

*  Wohler,  Pogg.  Ann.  iii.  177  ;  xii.  253 ;  Jacobsen  and  Emmerling,  Ber, 
Deutsch.  Chem.  Get.  iv.  947. 
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process  in  considerable  quantity  was  shown  by  Reynolds,  by  pre- 
paring the  dichloride  and  dibiomide,  which  he  anaJysed.^  About 
the  same  time  Hofmann  found  that  this  gas  occurs  amongst  the 
products  of  the  action  of  a  red-heat  upon  Taleric  acid.'  Pure 
propylene  was  first  prepared  by  Berthelot  and  de  Luca  by  acting 
with  zinc  and  dilute  sulphuric  acid,  or  with  mercury  and  fuming 
sulphuric  acid  on  allyl  iodide,  C3H5L'  In  the  last  case  allyl- 
mercury  iodide,  CgHgHgl,  is  formed,  and  this  is  decomposed  by 
strong  acid  or  sulphuretted  hydrogen  with  formation  of  pro- 
pylene.* Allyl  iodide  also  yields  pure  propylene  when  its 
solution  in  glacial  acetic  acid  is  allowed  to  run  on  to  granu- 
lated zinc.^  Instead  of  glacial  acetic  acid,  alcohol  may  also  be 
employed,®  and,  according  to  Niederist,  this  latter  method  is 
to  be  preferred.^  The  following  is  the  reaction  which  then 
occurs: 

CsHgl  +  CjHg.OH  +  Zn  =  CjHg  +  CgHgOZnl 

Propylene  is  also  obtained  by  heating  secondary  propyl  iodide 
with  alcoholic  potash,^  as  well  as  by  allowing  a  mixture  of  iso- 
propyl  alcohol  and  2'6  times  its  volume  of  zinc  chloride  to  stand 
for  twenty-four  hours  and  then  heating  it.*  Propylene  is  also 
obtained  in  considerable  quantities,  but  mixed  with  hydrogen, 
when  glycerin,  CgHgOj,  is  mixed  with  zinc  dust,  to  form  a  thick 
paste,  and  the  mixture  heated.  ^^ 

By  the  action  of  zinc  ethyl  on  tetrachlormethane,  the  following 
reaction  takes  place  :  ^^ 

2CCI4  +  SZnCCaHJ,  =  2C8H^  +  2CjH,  +  2CJH5CI  +  SZnClj. 

Zinc  ethyl  acts  in  a  similar  way  on  bromoform :  ^ 

CHBrg  +  Zn(CjH^j=  C^U^  +  C^H^Br  +  ZnBr^. 

Propylene  also  occurs  frequently  amongst  the  products  of 
decomposition  of  organic  bodies  by  heat,  and  is,  therefore,  found 
in  coal  gas. 

Propylene  gas  possesses  an  alliaceous  smell,  has  a  specific 

^  Quart.  Joum  Chem»  Soc,  iii  111.  '  lb.  121. 

•  Ann.  Chim.  Pkys  [8],  xliii  257  ;  Ann.  Chem.  Pharm.  xcii.  306. 

•  Linnemann,  ih.  Suppl.  iii.  262.  *  lb.  dxL  54. 

•  Gladstone  and  Tribe,  Joum.  Chem.  Soe.  1874,  211. 
'  Ann.  Chem.  Pharm.  cxcvL  858. 

^  Erlenmeyer,  ib.  cxxxix.  228. 

»  Friedel  and  Silva,  Carnpt.  Rend.  Ixxvi  1694. 

1®  Clans  and  Kerstein,  Jier.  Deutsch,  Chem.  Gea.  ix.  695. 

1^  Beilstein  and  Rieth,  Ann.  Chem.  Pharm.  cxxiv.  242. 

"  Beilstein  and  Alexejew,  Jahresb.  1864,  470. 
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gravity  of  1*498,  and  is  not  liquefied  at  —  40^  but  under  increased 
pressure  it  can  be  condensed  to  a  liquid  (Berthelot  and  de  Luca). 
One  volume  of  water  absorbs  at  ^ 

f  =  0-446506  -  0022075  t  +  00005388  ^. 

Absolute  alcohol  dissolves  about  twelve  volumes  of  the  gas, 
and  concentrated  sulphuric  acid  200  volumes,  with  formation  of 
isopropyl  sulphuric  acid  (Berthelot). 

540  Propylene  Alcohol,  or  FropyUne  Olycol,  C^H^{0'S)p 
was  obtained  by  Wurtz  from  propylene  bromide  in  the  same 
way  as  ethylene  alcohol  from  ethylene  bromide.^  It  is  also 
formed  when  propylene  bromide,  mixed  with  about  thirty-six 
parts  of  water,  is  boiled  in  connection  with  a  reversed  condenser 
until  it  is  all  dissolved.  In  this  way  about  43  per  cent,  of 
the  theoretical  yield  is  obtained,  whilst  at  the  same  time  a  con- 
siderable quantity  of  dimethyl  ketone  is  formed.  The  production 
of  these  compounds  is  explained  by  the  following  equations :  * 


CH3  CBL 

HBr        +        2H,0        -        CH.OH        +        2HBr. 


H^r  CHgOH 


CH3  CH. 

i 


HBr        +        H.0        =        CO        «        2HBr. 

I 
HjBr  CH3 


Propylene  glycol  is  a  thick  liquid  having  a  sweetish  taste,  and 
boiling  at  188**'4  (Linnemann).  At  0**  it  has  a  specific  gravity 
1-054. 

Propylene  glycol  can  also  be  obtained  from  glycerin, 
CH2(OH).CH(OH).CH2(OH).  If  this  body  be  gradually  brought 
in  contact  with  sodium  amalgam  until  one  molecule  of  glycerin 
has  been  employed  for  one  atom  of  sodium,  a  transparent  gum- 
like mass  is  formed,  and  this  on  heating  first  gives  oflF  water,  and 
then  evolves  a  gas,  whilst  a  liquid  passes  over  from  which  glycol 
may  be  separated  by  fractional  distillation.  The  quantity 
obtained  amounts  to  10  per  cent,  of  the  glycerin  employed.     In 

^  Than,  Ann,  Chem,  Pharm,  cxziii.  187. 
2  Jnn.  Chim.  Phys  [3],  Iv.  488  ;  Ixiii.  124. 
•  Niederist,  Ann,  Chem,  Pharm,  cxcvl  857. 
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place  of  the  amalgam,  caustic  soda  may  also  be  used.  The 
residue  contains  the  sodium  salts  of  several  acids,  and  many 
other  liquids  are  found  in  the  distillate  together  with  glycol.^ 
Amongst  these,  methyl  alcohol,  ethyl  alcohol,  propyl  alcohol, 
and  an  hexylene  have  already  been  detected.*  When  propylene 
glycol  is  heated  with  zinc  chloride,  propionaldehyde  is  formed, 
and  this  is  also  produced  when  the  glycol  containing  a  trace 
of  hydrochloric  acid  is  heated  to  215*— 220'.« 

Propylene  glycol  contains  an  asymmetric  carbon  atom,  and 
Le  Bel  has  successfully  endeavoured  to  convert  it  into  an 
optically  active  substance,  making  use  for  this  purpose  of  the 
action  of  bacterium  termo  on  a  three  per-cent.  solution  of  the  glycol 
to  which  the  necessary  bacterium-food  had  been  added.  After 
the  fermentation  had  proceeded  for  several  months,  propionic  and 
lactic  acids  were  found  in  the  liquid,  whilst  the  glycol,  which  had 
not  been  attacked,  exhibited  levro-rotatory  properties.^ 

54X  Propylene  Oxide,  G^Hfi.  This  body,  isomeric  with  pro- 
pionaldehyde and  with  acetone,  is  formed  by  the  action  of 
caustic  potash  on  propylene  chlorhydrate  :  ^ 

CH,  CHj 

CH.OH    +    KOH    =    CH  +    KCl    +    H,0. 

I  I    >o 

CH2CI  CR{ 

It  is  a  mobile  liquid  having  an  ethereal  smell  and  a  pungent 
taste,  and  boiling  at  35*.  Its  specific  gravity  at  0**  is  0*859,  and 
that  of  its  vapour  2*054.  It  is  soluble  in  water,  but  insoluble 
in  saline  solutions.  When  heated  with  a  solution  of  magnesium 
chloride,  magnesia  separates  out,  and  when  sodium  amalgam  is 
added  to  its  aqueous  solution,  it  is  converted  into  isopropyl 
alcohoL^  The  oxide  prepared  from  active  propylene  glycol  is 
dextro-rotatory,  and  is  the  most  volatile  of  all  optically-active 
compounds  which  have  as  yet  been  prepared. 

JPrapglene  CJUorhydrin,  CHyCHCOBQCHjCl,  is  formed  by 
saturating  propylene  glycol  with  hydrochloric  acid.  The  opera- 
tion must  at  last  be  conducted  in  the  water-bath,  and  the  pro- 
duct distilled.  The  distillate  is  saturated  with  sodium  carbonate, 

^  Belboubek,  Ser.  JDeutach.  Chem.  Qts,  xiL  1872. 

•  Jembach,  Bull,  So^  Chxm.  xxxiy.  146. 
'  linnemann,  LUbUfa  Ann,  czcii  61. 

^  Compt,  Rend.  xciL  632. 

•  Oaer,  Ann.  Chem,  Pharm,  Suppl.  i.  258. 
'  Linuemann,  ib.  czl.  178. 
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aad  the  oily  layer,  which  separates  out,  rectified.^  The 
same  compound  is  also  formed  by  the  union  of  propylene 
and  hypochlorous  acid.*  It  is  an  ethereal  smelling  liquid 
possessing  a  sweet  though  pungent  taste,  boiling  at  127^,  and 
having  at  0"*  a  specific  gravity  of  1-1302.  On  oxidation  it  is 
converted  into  monochloracetone,'  and  hence  it  is  chlorisopropyl 
alcohol. 

Propylene  DicMoride,  C^H^Clj,  is  not  only  formed  by  the  direct 
union  of  propylene  and  chlorine,  but  is  obtained,  together  with 
other  substitution-products,  by  the  action  of  chlorine  on  propane* 
and  isopropyl  chloride.  In  the  latter  case,  the  isomeric  dimethyl 
methylene  dichloride  is  also  formed  and  in  larger  quantity,  but  if 
a  small  quantity  of  iodine  be  present,  more  of  the  former  body  is 
produced,  and  when  isopropyl  chloride  is  heated  with  iodine 
monochloride  to  120",  no  dimethyl  methylene  dichloride  is  formed, 
the  whole  product  being  propylene  dichloride,  mixed  with  small 
amounts  of  other  bodies.* 

Propylene  dichloride  is  an  oily  liquid,  smelling  like  ethylene 
chloride,  boiling  at  96***8,  and  having  a  specific  gravity  at  14*  of 
1*1656.*  On  heating  with  alcoholic  potash,  it  yields  two  isomeric 
monochlorpropylenes  which  will  be  afterwards  described. 

Propylene  Bromhydrm,  GJE[J^t(OH),  is  formed  by  acting  with 
hydrobromic  acid  on  propylene  glycol.  It  is  a  liquid  boiling 
between  145*  and  148*. 

Propylene  Dibromide,  GjH^Br^,  is  a  liquid  similar  to  ethylene 
dibromide,  boiling  at  141**6,  and  having  at  17*  a  specific  gravity 
of  1*9463.  It  is  not  only  obtained  from  propylene  and  bromine, 
but  also  when  primary  or  secondary  propyl  bromide  is  heated 
with  bromine.^  When  brought  in  contact  with  acetic  add  and 
zinc,  propylene  is  rapidly  evolved,  whilst  the  dichloride  under 
the  same  conditions  is  not  attacked  (Linnemann).  The  alcoholic 
solution  is  also  decomposed  by  zinc.^ 

Propylene  lodhydrin,  C3HgI(0H),  is  formed  by  the  combination 
of  propylene  oxide  and  hydriodic  acid.  It  is  a  liquid  which  can 
be  distilled  under  a  diminished  pressure,  but  is  very  easilv 
decomposed  (MarkownikoflF). 

*  Oeer,  Bull  Soe,  Chim.  1860,  285. 

'  Markownikoff,  Ann.  Chem,  Pharm,  cliii.  261. 

*  lb.  and  Compt.  Jtend.  bcxxi.  686,  728,  776. 

*  Schorlemmer,  Proc.  Roy.  Soc.  xvii.  372. 

*  Friedel  and  Silva,  Bull.  Soc.  Chim,  xvi.  8. 

*  Linnemann,  Ann.  Chem.  Pharm,  clzi.  62. 
'  Linnemann,  ih,  cxxxvi.  61  ;  clxi.  41. 

"  Sabanejew,  Ber.  Deutsch,  Chem.  Oes.  ix.  1810. 
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Propylene  Di-iodide,  CjjH^Ig,  is  formed  by  the  union  of  iodine 
with  propylene  in  the  sunlight.  It  is  an  oily  liquid  having  a 
specific  gravity  of  2*49,  and  is  easily  decomposed  on  exposure 
to  light,  or  on  heating,  with  liberation  of  iodine  (Berthelot  and 
de  Luca). 

Propylene  Nitrate^  C^B^^Q^O^^  is  a  heavy  colourless  oily 
liquid,  obtained  by  adding  propylene  oxide  to  cold  concentrated 
nitric  acid.^ 

54a  Propylene  Diamiru^Q^ELJi^^^^*  ^  formed  when  propylene 
dibromide  is  heated  for  3  to  4  days  to  100^  with  alcoholic  am- 
monia. The  product  of  the  reaction  is  treated  with  caustic 
potash  and  then  warmed  with  water  until  the  alcohol  and  excess 
of  ammonia  have  been  volatilized.  On  distillation  the  hydrate, 
2  C,Hj(NH2)2-f  HjO,  passes  over  as  an  oily  liquid  boiling  pretty 
constantly  at  120°,  but  in  the  state  of  vapour  this  body  under- 
goes dissociation  as  is  shown  by  its  vapour  density.  In  order  to 
obtain  the  anhydrous  base,  the  hydrate  must  be  repeatedly 
rectified  over  sodium.  It  is  an  oily  liquid  boiling  at  119° — 120°, 
and  having  a  specific  gravity  at  15°  of  0*878.  Exposed  to  moist 
air  it  absorbs  water  with  such  avidity,  that  a  glass  rod  moistened 
with  the  substance  becomes  surrounded  by  a  thick  cloud,  and  the 
remaining  portion  solidifies  by  combining  with  the  atmospheric 
carbon  dioxide  to  form  a  crystalline  mass. 

The  hydrochloride,  CsHg(NH3Cl)j,  is  also  readily  soluble  in 
water,  crystallizing  in  long  white  needlea  It  forms  a  platino- 
chloride,  tolerably  soluble  in  water,  crystallizing  in  four-sided 
tablets.* 


TRIMETHYLENE  COMPOUNDS. 

543  These  bodies,  which  have  also  been  termed  the  primary 
propylene  compounds,  contain  the  radical  trimethylene 
— CHj — CHj — CHj — ,  a  body  not  known  in  the  free  state. 
The  point  of  departure  for  these  compounds  is  trimethylene 
dibromide,  a  body  which,  together  with  propylene  dibromide,  was 
first  obtained  by  Qeromont,  by  acting  with  hydrobromic  acid 
on  allyl  bromide,  the  following  reactions  taking  place  : ' 

*  Heniy,  Ber,  Jkutath,  Chem,  (ks.  iv.  602.  *  Hofmann,  ib.  vi  808. 

*  Ann.  Chem,  Fharm.  dviii  S69 ;  see  also  Bebool,  CompUa  JUndus,  Izziv. 
618. 
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CH.  CBLBr 

II  I 

CH  HBr        =        CHj 

CH^r  CH^r. 

CHj  CH3 

II  I 

CH  +        HBr        -        CHBr 

I  I 

CHjBr  CHjBr. 

Under  certain  circumstances,  which  will  be  afterwards  detailed, 
only  the  first  reaction  takes  place,  so  that  the  preparation  of 
pure  trimethylene  compounds  does  not  oflFer  any  difficulty. 

Trimethylme  Alcohol,  or  Primary  Propylene  Glycol,  Q^S^iOTS)^ 
When  the  bromide  together  with  potassium  acetate  and  acetic 
acid  is  heated  to  100^  trimethylene  diacetate,  C^3^{0C^fi)2f  is 
formed,  a  body  boiling  between  209®  and  210**,  and  this  yields  the 
glycol  on  saponification  with  caustic  baryta.^  It  is  a  very  thick 
sweet-tasting  liquid  boiling  at  216**,  having  at  19**  a  specific 
gravity  of  1*053,  and  being  miscible  in  every  proportion  with 
water  and  alcohol. 

^CHgv 

Trim^hylene  Oxide,  CHov  /O,  is  formed  by  the  action  of 

^CH/ 
solid  caustic  potash  on  the  chlorhydrin.     It  is  a  very  mobile 
liquid  boiling  at  50"*,  possesses  a  pungent  taste,  and  is  soluble  in 
water. 

Trimethylene  CMorhydrin,  C3H^C1(0H),  is  prepared  in  a 
similar  way  to  the  corresponding  ethylene  compound,  though  by 
this  process  some  quantity  of  trimethylene  chloride  is  formed 
at  the  same  time.  These  bodies  may,  however,  be  readily  sepa- 
rated, as  the  chlorhydrin  is  easily  soluble  in  water.  It  is  an  oily 
liquid  boiling  at  160^  and  having  a  specific  gravity  at  17**  of 
1132. 

Trimsthylene  Chloride,  CgH^Clg,  is  best  prepared  by  heating 
the  bromide  together  with  mercuric  chloride  for  some  time  to 
160\  It  is  a  pleasantly  smelling  liquid  boiling  at  llT*,  and 
having  at  15**  a  specific  gravity  of  1*201.* 

Trimethylene  Bromide,  C^K^Bt^,  is  best  obtained  by  passing 
hydrobromic  acid  gas  into  allyl  bromide  surrounded  by  a  freezing 

^  Rebonl,  CompU  Rend.  Ixxix.  169. 

3  Reboul,  Ann,  Chinu  Phys,  [5],  ziv.  460. 
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mixtiire  at  —19*  to  —16*.  When  the  liquid  is  saturated  it  is 
allowed  to  stand  at  a  temperature  of  35*  to  40*  in  the  dark,  and 
this  operation  repeated  until  no  further  absorption  of  hydro- 
bromic  acid  takes  place.^  It  is  a  liquid  boiling  at  163*  to  165*, 
and  having  a  specific  gravity  at  0*  of  2*0177.  It  diflfers  from  the 
ordinary  propylene  bromide  not  only  by  its  high  boiling  point, 
but  also  inasmuch  as  it  is  not  attacked,  in  alcoholic  solution,  by 
zinc  (Sabanejew).  When  heated  with  sodium  to  220*  Reboul 
and  Bourgoin  found  that  ordinary  propylene  is  formed.*  On 
the  other  hand,  Freund  obtained  a  gas  which  combined 
with  difficulty  with  bromine,  with  formation  of  trimethylene 
bromide,  and  united  with  hydriodic  acid  to  form  primary 
propyl  iodide.*  Hence  this  gas  is  trimethylene,  which,  if  it 
contain  no  free  combining  units,  possesses  the  following 
constitution : — 

H  H 


H 

Methylene  Di-iodide,  CjHqIj,  is  obtained  by  heating  the 
glycol  with  hydriodic  acid.  It  boils  at  about  227*,  with  partial 
decomposition,  but  may  be  distilled  at  low  pressures  without 
undergoing  change  (Freund), 


DIMETHYL-METHYLENE    COMPOUNDS. 

544  The  starting-point  of  these  is  the  oxide,  a  body  already 
described  as  common  acetone,  or  dimethyl  ketone  (Part  I.  p.  568). 

Dimethyl-methylene  Chloride,  (GH^fiCl^,  was  first  prepared  by 
Frledel,  who  termed  it  methyl  chloracetol,  by  acting  with 
phosphorus  pentachloride  on  acetone  :  * 

CH3.CO.CHj  +  PCI5  =  CH,.CCl2.CH3  +  POCI3. 

*  Erlenmejer,  Ann,  Chem,  Pharm.  czcvu.  180. 

'  Bull.  Soe,  Chim.  xxviii,  64. 

s  Monatsh,  Chnn,  iL  642.  «  Ann.  Chem.  Pharm.  cxii.  236. 
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In  order  to  prepare  this  body,  acetone  is  allowed  to  drop 
slowly  on  to  well-cooled  phosphorus  pentachloride,  and  the  di- 
chloride  separated  from  some  monochlotpropylene,  also  produced, 
by  fractional  distillation.^ 

The  same  compound  is  also  formed  together  with  propylene 
chloride  by  the  action  of  chlorine  on  isopropyl  chloride.*  It  is  a 
colourless  liquid  boiling  at  69^*7,  and  having  a  specific  gravity  at 
16^  of  1-1827.* 

DimethyUmethylene  Bromide  (CH^JCjBt^  also  termed  methyl 
hromacetol^  is  obtained  by  the  action  of  phosphorus  pentabromide  ^ 
or  phosphorus  chlorbromide  ^  on  acetone.  It  is  best  prepared 
from  propylene  bromide,  which,  when  heated  with  alcoholic 
potash  yields  a  mixture  of  o-brompropylene,  CHj-CHizCHBr, 
boiling  at  60®,  and  )8-brompropylene,  CH3.CBrirCH2,  boiling  at 
48"*.  If  this  mixture  then  be  treated  with  highly  concentrated 
hydrobromic  acid  for  5  to  6  days,  the  chief  part  of  the  a-com- 
pound  remains  unchanged.  The  portion  of  the  product  boiling 
between  US'*  and  135**  consists  mainly  of  methyl  bromacetol,  but 
also  contains  some  propylene  bromide  and  propidene  bromide, 
which  may  be  readily  removed  by  allowing  alcoholic  potash 
solution  to  drop  slowly  into  the  boiling  liquid,  when  they  are 
converted  into  a-brompropylene  which  distils  off.® 

Dimethyl-methylene  bromide  is  a  liquid  boiling  at  114*  to 
114**5,  and  having  a  specific  gravity  at  0*  of  1*8149.  It  is  only 
with  difiBlculty  attacked  by  alcoholic  potash,  but  easily  by  sodium 
ethylate,  when  )8-brompropylene  is  formed,  a  body  which  again 
combines  in  the  cold  with  hydrobroinic  acid  to  form  methyl 
bromacetoL  If  the  latter  substance  or  the  chloride  be  heated 
with  sodium,  propylene  is  formed. 


THE   PROPIDENE   COMPOUNDS. 

545  Propidene  Chloride,  CHg.CH2.CHCl2,  is  formed  by  the  action 
of  phosphorus  pentachloride  on  propionaldehyde.  It  is  a  liquid 
possessing  an  alliaceous  smell  and  boiling  at  85*  to  87*,  and 
having  at  10*  a  specific  gravity  of  1*143  (Reboul). 

*  Priedel  and  Ladenbnrg,  Ann,  Chem,  Pharm,  cxlii.  315. 
'  Friedel  and  Silra,  Campt,  Jlend,  Ixadii.  1379. 

*  Linnemann,  Ann,  Chetn,  Pharm,  clxi  67. 

*  Linnemann,  ib,  cxxxviii.  125. 

*  Friedel  and  Ladenburg,  ZeUach,  Cliem,  1868,  48. 

*  Reboul,  Ann,  Chim,  Phya,  [6],  xir.  453. 
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Propidene  Bromide^  CHj,CH2.CHBr2.  a-Brompropylene  com- 
bines slowly  with  hydrobromic  add,  with  formation  of  propylene 
bromide  and  propidene  bromide.  This  latter  is  a  liquid  boiling 
at  about  130^ 

The  chlorides  and  bromides  which  have  now  been  described 
clearly  show  the  influence  which  the  position  of  the  halogen  in 
the  molecule  exerts  on  the  boiling  point. 

Trimethylene  Chloride.  Propylene  Chloride. 

CH,C1.CH..CH,CL  CH3.CHCLCH2CL 

lir.  96^-8. 

Propidene  Chloride.  Diemethyl  Methylene  Chloride. 

CHj-CHyCHCl,  CHyCCl^CHj 


THE   LACTYL  COMPOUNDS. 

Lactic  Acid,  or  o-Oxtpeopignic  Acid, 

CH,.CH(0H)C02H. 

546  This  acid  was  discovered  by  Scheele  in  1780  in  spur  milk, 
and  was  termed  by  him  dcidum  laUis  «.  galaeticum.  At  first 
Scheele  believed  that  this  substance  most  closely  resembled 
acetic  acid,  but  afterwards,  having  discovered  malic  acid,  he  came 
to  the  conclusion  that  the  acid  from  sour  milk  more  nearly  re- 
sembled this  fruit  acid.  Up  to  the  year  1804  Scheele's  acid  was 
believed  to  be  a  distinct  compound,  but  in  that  year  Bouillon- 
Lagrange,  and  in  1806  Fourgroy  and  Yauquelin,  put  forward 
the  notion  that  it  is  merely  acetic  acid  containing  some 
animal  matter.  This  view  was  held  by  many  chemists  and 
was  made  the  subject  of  many  varying  statements.  Berzelius 
especially,  who  in  1808  discovered  this  acid  in  the  juice  of 
flesh,  held  at  different  times  views  respecting  the  identity  of 
this  acid  which  were  antagonistic  to  one  another.  It  was  by 
the  analyses  of  Liebig  and  Mitscherlich  in  1832  that  the 
individuality  of  lactic  acid  was  first  established,  Pelouze  and 
Gay-Lussac  arriving  at  the  same  result  in  the  following  year. 
The  acid  found  by  Bracconnot  at  Nancy  to  be  contained  in  sour 
tan^iquor  and  in  the  acid  runniugs  of  the  starch-makers  and 
similar  liquids,  and  to  which  he  gave  the  name  of  nanceic  add, 
was  shown  by  A.  Vogel  in  1818  to  be  lactic  acid. 
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Liebig  then  proved,  in  1847,  that  the  lactic  acid  obtained  &om 
flesh  differed  &om  ordinary  lactic  acid,  and  from  this  time  up  to 
the  present,  lactic  acid  has  been  investigated  by  many  chemists. 
These  researches  have  tended  greatly  to  the  development  of 
theoretical  views,  as  well  as  to  the  enlargement  of  our  ideas  con* 
cerning  the  theory  of  types,  and  that  of  the  linking  of  atoms. 
The  molecular  weight  of  lactic  acid  was  taken  to  be  double  of 
that  which  is  now  adopted,  until  Wurtz  showed  that  it  is  formed 
by  the  oxidation  of  propylene  glycol  in  contact  with  air  and 
platinum  black.^  That  the  acid  is  oxypropionic  acid  was  proved 
by  Kolbe,  who  first  ascertained  that  lactyl  chloride,  CjH^OClj, 
obtained  by  Wurtz  by  the  action  of  phosphorus  pentachloride 
on  calcium  lactate,  is  identical  with  chlorpropionyl  chloride,'  and 
this  view  was  confirmed  by  Ulrich,  who  found  that  a-chlorpro- 
pionic  acid  when  heated  with  alkalis  passes  into  lactic  acid.' 
The  same  holds  good  for  a-brompropionic  acid.^ 

Lactic  acid  was  first  obtainted  synthetically  by  Strecker, 
who  acted  with  hydrocyanic  acid  on  aldehyde-ammonia, 
obtaining  a  compound  which  he  termed  alanin.  This  sub- 
stance is  amidopropionic  acid,  and  it  is  transformed,  in  aqueous 
solution,  into  lactic  acid  by  means  of  nitrogen  trioxide.^  A 
more  ready  method  of  obtaining  the  body  by  synthesis  is  to 
allow  a  mixture  of  aldehyde,  hydrocyanic  acid,  and  hydrochloric 
acid,  to  stand  as  long  as  sal-ammoniac  separates  out.®  In  this 
case,  the  two  first  of  these  unite  together  to  form  oxypro- 
pionitril,  a  body  which  will  be  described  further  on,  and  this 
is  converted  by  the  hydrochloric  acid  into  lactic  acid : 

CHyCH(OH).CN  +  2H2O  +  HCl  -  CH3.CH(0H).C0,H  + 

NH4CI. 

As  lactic  acid  is  produced  from  aldehyde  or  ethidene  oxide, 
it  has  been  termed  ethidene  lactic  add,  to  distinguish  it  from 
its  isomerides.  It  is  easily  formed  by  a  peculiar  fermentation 
which  the  various  sugars  undergo,  and  hence  it  has  been  termed 
fermeifUation  lactic  acid.  It  also  occurs  in  opium,  and  to  this 
the  name  of  thebolactic  acid  was  given,  as  it  was  formerly 
believed  to  be  a  distinct  compound,  but  it  is,  in  fact,  identical 

*  Comptes  Bendm,  xlv.  806  j  xlvi  12  8 ;  Ann:Chem.  Pkann,  cv.  202 ;  cyiL 
193.  >  Ih,  CUL  257.  »  lb,  268. 

*  Friedel  and  Machuca,  ih.  cxx.  286. 

*  Strecker,  ih,  Ixxv.  27  and  42.  «  Wislicenns,  ih.  cxxviii.  22. 
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with  a-oxypropionic  acid.^  This  is  also  the  case  with  the  lactic 
acid  produced  in  certain  diseases,  as  in  dyspepsia,  where  it  occurs 
in  the  gastric  juice,'  for  healthy  gastric  juice  does  not,  as  was 
formerly  supposed,  contain  this  acid.'  ItisalsofoundinMi^erA^mi^ 
(Liebig)  and  in  the  juice  of  many  other  vegetables  which  have 
turned  sour. 

547  Preparation  by  Fermentation.  In  order  to  prepare  it,  the 
method  described  for  obtaining  butyric  acid  from  sugar  is  used 
(Fart  I.  p.  591),  the  fermentation  being  stopped  when  the  mass  has 
become  solid  from  the  formation  of  calcium  lactate.  This  salt  is 
then  decomposed  by  sulphuric  acid,  and  the  filtrate  treated  with 
zinc  carbonate,  when  zinc  lactate  is  formed.^  A  simpler  plan  is  to 
form  this  salt  at  once  by  adding  two  kilos,  of  zinc-white  instead 
of  chalk.  After  two  or  three  weeks  a  magma  of  zinc  lactate 
is  formed,  which  is  purified  by  recrystallization.  It  is  then 
dissolved  in  boiling  water  and  precipitated  by  sulphuretted 
hydrogen.^  The  filtrate  is  concentrated  on  a  water-bath,  uiltil 
mannite,  deposited  together  with  the  zinc  salt,  separates  out, 
forming  a  pasty  mass.  This  is  then  dissolved  in  the  smallest 
possible  quantity  of  water,  and  the  lactic  acid  removed  by 
shaking  up  with  ether. 

According  to  Pasteur,  the  lactic  acid  ferment  consists  of  ovoid- 
cells  {PenicUlium  glaticum)  usually  floating  on  the  surface  of 
the  fermenting  liquid  in  the  form  of  a  thin  scum.  This  ferment 
sets  up  the  lactic  fermentation  in  solution  of  the  various  kinds 
of  sugar,  especially  of  the  glucoses,  when  kept  neutral.  Access 
of  air  is  necessary  as  well  as  nitrogenous  food,  such  as  hay 
infusion,  &c.  The  pure  ferment  forms  lactic  acid  only,  without 
by-products,  and  it  even  converts  alcohol  in  presence  of  infusion 
into  lactic  acid.^  Lactic  acid  is  also  formed  together  with  other 
products  when  grape-sugar,  cane-sugar,  or  milk-sugar  is  heated 
with  caustic  soda.^ 

548  When  a  solution  of  lactic  acid  is  evaporated  on  a  water- 
bath,  a  syrupy,  inodorous,  strongly  acid  liquid  remains  behind. 
This  is,  however,  not  the  pure  acid,  but  always  contains  water ; 
and  on  continued  evaporation  lactic  anhydride  is  formed.     This 

1  Bachanan,  Ber,  Dtutach,  Chem.  Oen,  iii  182. 

>  Heintz,  Jahresb.  1849,  525. 

«  Maly,  Ann.  Chem.  Pharm.  olpcxiii.  244 ;  Babntean,  Compi.  Bend.  Ixxx.  61. 

^  Bensch,  Ann.  Chem,  Phann.  clxi.  175. 

'  Laatemann,  iJb.  cziii.  142. 

•  Boutroux,  Compt,  Rend.  Ixxxvi,  605. 

'  Hoppe-Seyler,  Ber.  DeiUsch.  Chem.  Oes.  ir.  846. 
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formation  of  lactic  anhydride  also  occurs  when  the  solution  is 
allowed  to  evaporate  at  the  ordinary  temperature  in  air  which 
is  kept  dry,  and  when  all  the  water  is  evaporated  a  for- 
mation of  lactide  takes  place.^  The  following  table  gives  the 
composition  of  some  of  the  preparations  thus  obtained. 

No,  1.  A  thin  syrup  purified,  as  above,  with  ether,  and  the 
residue  evaporated  in  aqueous  solution. 

No.  2.  A  syrup  obtained  after  the  same  acid  has  dried  for 
four  months  over  sulphuric  acid. 

No.  3.  The  same  after  thirteen  months ;  a  thick  syrup  insoluble 
in  water. 

No.  4.  The  same  after  sixteen  months ;  a  treacly  syrup. 

No.  5.  After  eighteen  months ;  a  thick  gummy  mass. 


1. 

2. 

8. 

4. 

6. 

Water,  H^O    .    . 

15-64 

4-07 

— 

— 

— 

Lactic  Acid,  Cja.fi^ 

58-80 

22-43 

— 

— 

— 

Lactic  Anhydride,  1 
Lactide,  CeHgO^  . 

25-56 

73-50 

97-85 
206 

71-41 

28-69 

60-77 
39-50 

10000     100-00      99-91     10010     100*27 

Pure  anhydrous  lactic  acid  has,  therefore,  not  yet  been 
obtained. 

"When  a  galvanic  current  is  passed  through  a  concentrated 
solution  of  potassium  lactate,  the  lactic  acid  decomposes  into 
carbon  dioxide  and  aldehyde.*  When  the  acid  is  heated  with 
dilute  sulphuric  acid  to  130^  it  is  decomposed  into  aldehyde  and 
formic  acid.'  Aqueous  chromic  acid  solution  acts  in  a  similar 
way,  but  the  products  which  are  formed  undergo  partial  oxida- 
tion into  acetic  acid,  carbon  dioxide,  and  water.*  Nitric  acid 
oxidizes  it  to  water,  carbon  dioxide,  and  oxalic  acid.^  Lactic 
acid  is  used  in  medicine. 

The  Lactates. 

549  The  lactates  of  the  alkali  metals  are  almost  all  unciystal- 
lizable  and  very  deliquescent.  They  are  soluble  in  alcohol,  and 
are  precipitated  from  an  alcoholic  solution  by  ether.    They  form 

*  WiBlicemig,  Jnn.  Chem.  Pharm,  clxiv.  181.  ■  Kolbe,  ib,  exuL  244. 

*  Erlenmeyer,  Zciiaeh.  Chenu  1868,  848. 

*  Dossioe,  Jahresb,  1866,  884 ;  Chapman  and  Smith,  Joum,  Chem.  Soc.  [2],  t. 
178. 

*  Gay-LuBsac  and  Pelooze,  Ann,  Chan.  Pharm,  vii.  40 ;  Debos,  i&.  czxvi.  138. 
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double  salts  with  jbhe  lactates  of  yarious  other  metals,  some  of 
which  crystallize  welL 

Sodium  Lactate,  CjH^OjNa.  If  the  nearly  anhydrous  salt 
be  allowed  to  remain  for  some  months  in  a  vacuum  it  is  con- 
verted into  a  solid  mass  consisting  of  long,  extremely  fine,  hair- 
like crystals.  When  heated  to  130** — 150**  it  melts,  and  dissolves 
sodium  with  evolution  of  hydrogen  when  the  so-called  basic 
sodium  lactate,  CH8.CH(ONa).C02Na,  is  formed.  The  mass  then 
becomes  syrupy,  so  that  the  conversion  of  the  normal  salt  into 
the  basic  one  is  not  perfect.  Water  decomposes  this  latter  com- 
pound, in  a  similar  way  to  sodium  ethylate,  into  the  normal  salt 
and  caustic  soda  (Wislicenus). 

Calcium  Lactate,  (G^s^s)^^  +  5HjO*  forms  white  opaque, 
warty,  or  granular  masses,  consisting  of  microscopic  rhombic 
needles.  They  dissolve  in  9*6  parts  of  cold  water,  and  are  much 
more  readily  soluble  in  hot  water.  If  the  solution  be  allowed  to 
evaporate,  the  salt  separates  out  in  light  cauliflower-like  masses, 
which  cover  the  sides  of  the  vessel.  On  heating,  it  readily  loses 
its  water  of  crystallization,  and  at  250* — 275®,  parts  with  one 
molecule  of  water,  calcium  dilactate,  (GHfiTS^fiiCO^jO^*  being 
produced.  This  forms  a  tumified  mass.  Absolute  alcohol  dis- 
solves out  of  this  some  unaltered  calcium  lactate,  the  new  com- 
poimd  remaining  behind  as  a  difficultly  soluble  residue.  The 
corresponding  free  acid  is  not  known.  The  normal  salt  combines 
with  lactic  acid  to  form  the  so-called  acid  calcium  lactate, 
crystallizing  in  fibrous  masses  resembling  waveUite. 

Zinc  Lactate,  {C^^fi^^n  +  SHgO,  is  the  most  characteristic 
salt  of  this  acid.  It  separates  from  hot  saturated  solutions  in 
crusts  consisting  of  monoclinic  prisms,  which  dissolve  in  about 
60  parts  of  cold,  and  in  6  parts  of  boiling  water ;  it  is  almost 
insoluble  in  absolute  alcohol.    It  is  used  in  medicine. 

Ferrous  Lactate,  (C8H503)2Fe  +  SHgO,  crystallizes  in  light 
yeUow  needles,  which  dissolve  in  48  parts  of  water  at  10°,  and  in 
12  parts  of  boiling  water.  It  is  employed  in  medicine  as  a  mild 
preparation  of  iron,  and  is  prepared  either  by  dissolving  iron  filings 
in  hot  lactic  acid,  or  by  decomposition  of  calcium  lactate  with  . 
ferrous  sulphate.  It  is  also  produced  when  milk  sugar  is  allowed 
to  ferment  in  presence  of  iron  filings.^ 

In  addition  to  these  lactates,  many  others  are  known. 
These  have  been  chiefly  investigated  by  Engelhardt  and  Madrell,* 

*  Wohler,  Ann,  Chem,  Pharm,  xlviii.  149. 
«  lb.  Ixiii.  88. 
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and  by  Brlining.^  Of  these,  stanncms  lactate,  (C^fi^^n^ 
may  be  mentioned.  It  is  obtained  as  a  crystalline  precipitate 
by  adding  sodium  lactate  to  stannous  chloride.  The  existence 
of  this  singular  compound  was  formerly  regarded  as  proof  that 
lactic  acid  is  a  dibasic  acid  Its  constitution  is  probably  repre- 
sented by  the  following  graphical  formula : 

CH3.CH.O,  aCH.CH, 

I        \Sni:Sn/     I 

co.o/         \o.co 


THE  ETHEREAL  SALTS  OF  LACTIC  ACID. 

550  JSthyl  Lactate,  C^B.fi^{C^^),  was  first  prepared  by 
Strecker  by  distilling  a  mixture  of  calcium  lactate  with  calcium 
ethyl  sulphate.^  It  is  best  prepared  by  passing  the  vapour  of 
absolute  alcohol  into  lactic  acid  heated  to  170** — 180^«  It  is  a 
peculiarly  smelling  liquid,  boiling  at  154**'6,  and  having  at  0**  a 
specific  gravity  of  1'0546.*  It  is  miscible  with  water,  but  then 
decomposes  quickly  into  ethyl  alcohol  and  lactic  acid. 

Methyl  Lactate,  CsHgOjCCHj),  boils  at  144°-8,  and  has  at  O"* 
a  specific  gravity  of  1'0898  (Schreiner). 

JEthyl  Lactic  Acid,  CH8CH(OC2H5)C02H.  In  order  to  prepare 
this  compound,  which  is  also  known  as  Mhoxypropionic  Add, 
the  ethyl  ether  is  employed,  and  this  is  obtained  by  acting  with 
sodium  ethylate  on  the  ethyl  ether  of  a-chlorpropionic  acid.* 
By  boiling  this  with  caustic  potash  the  potassium  salt  is  obtained, 
and  in  order  to  remove  the  free  caustic  potash  it  is  neutralized 
with  dilute  sulphuric  acid  and  evaporated  down.  Potassium  ethyl 
lactate  is  extracted  from  the  residue  by  alcohol,  the  solution 
evaporated,  and  the  salt  distilled  with  dilute  sulphuric  acid. 

Sodium  ethyl  lactate  is  also  formed,  together  with  methylene 
iodide  and  other  products,  when  iodoform  is  heated  with  sodium 
ethylate  in  alcoholic  solution.  The  acid  thus  obtained  was 
described  by  Butlerow  as  valerolactic  add?  The  explanation 
of  its  formation  in  this  complicated  reaction  is  still  wanting. 

It  is  a  thick  liquid  having  a  strongly  acid  reaction,  and  is 

1  ^7171.  Chym.  Pharm  civ.  192.  "  lb,  xci  855. 

•  Wislicenus,  i6.  cxxv.  58. 

•  Schreiner,  Ann,  Chem,  Pharm.  cxcvii.  12. 
»  Wurtz,  Ann,  Ckinu  Phya,  [8],  lix.  171. 

•  Ann.  Chem,  PMrm,  cxiv.  204 ;  cxviii.  325. 
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easily  soluble  in  water,  alcohol,  and  ether,  and  boils  with  slight 
decomposition  at  195** — 198^ 

Its  most  characteristic  is  silver  ethyl  ladate,  G^^{0C^^)C02A.g. 
which  crystallizes  from  hot  water  in  silky  needles,  and  is  also 
tolerably  soluble  in  cold  water. 

JSthyl  Etholactate,  CB^CK(OC^IL^COjOJ3,^  is  not  only  pro- 
duced in  the  above  reaction,  but  is  formed  when  ethyl  lactate 
is  treated  with  potassium  and  then  with  ethyl  iodide.^  It  is 
.a  mobile,  pleasantly  smelling  liquid,  boiling  at  ISo"*,  and  having 
at  0**  a  specific  gravity  of  0'9498  (Schreiner). 

NUroxylactic  AM,  CH3CH(N03)C02H.  This  nitrate,  which  is 
usually  called  nUrolactic  add,  is  obtained  by  dissolving  lactic 
acid  in  a  mixture  of  concentrated  nitric  and  sulphuric  acids  and 
subsequent  precipitation  with  water,  when  it  is  thrown  down  as 
a  thick  oil,  easily  soluble  in  ether,  which  decomposes  with 
formation  of  oxalic  acid,  hydrocyanic  acid,  and  water." 

CHyCH(NO,)CO.OH  =  CO(OH).CO.OH  +  CHN  +  H,0. 

Its  ethyl  ether  is  formed  in  a  similar  way  to  the  acid.  It  is  a 
mobile  liquid  possessing  a  sweet  and  pungent  taste,  and  smelling 
like  ethyl  nitrate.  It  boils  at  178**,  and  at  13**  has  a  specific 
gravity  of  1'1534. 

Acetoladic  Acid,  CH3.CH(OC2HjO)CO,H.  The  ethyl  ether 
of  this  acid  is  formed  by  the  action  of  acetyl  chloride  on  ethyl 
acetate,  and  is  a  pleasantly  smelling  liquid,  boiling  at  177°,  and 
having  a  specific  gravity  of  1'0458  at  IT*.  When  heated  with 
twice  its  volume  of  water  for  2  to  3  hours  to  150**  the  free  acid 
is  formed.  This  is  a  thick  acid  syrup,  and  is  easily  decomposed 
by  alkalis  into  an  acetate  and  a  lactate.' 

Ladyl  Ethyl  Ladate,  CH3CH(OC,H602)C02(C2H6),  is  formed 
when  ethyl  chlorpropionate  is  heated  to  100**  with  a  solution  of 
potassium  lactate.  It  is  an  oily  liquid,  boiling  at  235^  and 
having  at  0**  a  specific  gravity  of  1'134.* 

551  La/ioladicAM,CB^X:i^{OW)QO^CniCn^CO^  This 
compound,  which  is  usually  called  lactic  anhydride,  was  first 
obtained  by  Pelouze  by  heating  lactic  acid  to  130** — 140**.*  It 
is  also  formed,  as  has  been  stated,  when  a  solution  of  lactic  acid 
is  allowed  to  evaporate  at  the  ordinary  temperature  (p.  135),  or 

1  Friedel  and  Wurte,  Ann,  Chim,  Phys.  [3],  Ixiii.  117. 

*  Heniy,  Ber.  DetUsck.  Chem.  Ges.  iii.  532 ;  xii.  1837. 

*  Wislicenus,  Ann,  Chem,  Phann,  cxxv.  60. 

*  Wurtz  and  Friedel,  Compt,  Bend,  Iii  1067. 
'  Ann.  Chem.  Pharm.  Ixiii.  112. 
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when  potassium  lactate  is  heated  to  100'' — 120*  with  a-brom- 
propionic  acid :  ^ 

CH3  KO.CO  CH, 

CHBr    +  CH.OH    =    CH.O.CO         +    KBr, 

CO.OH  CH^  CO.OHCH.OH 

CH,. 

It  is  a  light  yellow  amorphous  mass,  easily  soluble  in  alcohol 
and  ether,  but  scarcely  soluble  in  water.  It  is  a  monobasic  acid, 
forming  salts  which  are  easily  converted  by  assumption  of  water 
into  a  lactate  and  lactic  acid.  Alkalis  at  once  convert  the 
anhydride  into  a  lactate.  When  its  ethereal  solution  is  treated 
with  ammonia,  ammonium  lactate  separates  out  and  lactamide 
remains  in  solution.' 

Lactide,  CHo-CH^  >CH.CHy  is  formed  when  the  fore- 

^CO.O^ 
going  compound  is  disitlled,  or  when  dry  air  is  passed  over 
lactic  acid  heated  to  150*.'  It  is  scarcely  soluble  in  water, 
and  crystallizes  in  monoclinic  tables,  which  melt  at  124**5.  At 
255*  it  boils,  and  yields  a  vapour  having  a  specific  gravity  of 
4'81.*  When  left  in  contact  with  water  for  some  time  it  is  con- 
verted into  lactic  acid,  and  this  conversion  takes  place  quickly  in 
presence  of  alkalis. 

552  a-CfUorpropionic  Add,  CH3.CHCI.CO2H,  is  formed  by 
the  action  of  chlorine  on  propionic  acid  or  its  anhydride.  It  is, 
however,  best  obtained  from  lactic  acid ;  by  the  action  of  phos- 
phorus pentachloride  on  the  calcium  salt,  Wurtz  obtained 
cLrcfUorpropionyl  chloride,  CH3.CHCI.COCI,  which  he  termed 
ladyl  chloride.^  This  can  be  best  obtained  by  heating  well-dried 
lactic  acid  with  phosphorus  pentachloride  in  the  quantity  given 
in  the  following  equation  : 

C^Tlfii  +  2PCI5  =  C3HPCI,  +  2POCI3  +  2HCL 

1  the  product  being  heated  until  no  more  hydrochloric  acid  is 
evolved.^ 

^  Briiagen,  Zeitseh,  Chem,  1869,  338. 

'  Wisacenus,  Ann.  Chem,  Pharm,  pTT'g^iir  257. 

•  Wislicenus,  ib.  clxviL  818. 

•  Henry,  Bar.  DevUeh,  Chem,  Gea,  vii  763. 

•  Wurtz,  Comptcs  Bendua,  xlvi.  1228  ;  Ann,  Chan,  Pharm,  cvii.  102. 
<  Briihl,  Ber,  Ikutsch.  Chem,  Gee,  iz.  35. 
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It  is  a  pungent,  fuming  liquid,  which  has  not  yet  been  obtained 
in  the  pure  state.  It  boils  above  140''  with  partial  decomposi- 
tion, and  this  takes  place  also  when  the  substance  is  allowed  to 
stand.  Water  causes  rapid  decomposition  with  formation  of 
chlorpropionic  acid,  a  pungent-smelling,  caustic  liquid,  boiling 
at  186^  and  having  a  specific  gravity  at  0®  of  1-28.  It  is 
miscible  with  water,  and  forms  a  silver  salt  crystallizing  in 
quadratic  prisms,  much  more  soluble  than  silver  proprionate. 
When  the  acid  is  treated  with  zinc  and  hydrochloric  acid  it  is 
reduced  to  propionic  acid. 

a-Ethyl  Chlorpropionaie,  CH,.CHCl.COj(C2H5),  is  easily 
obtained  by  the  action  of  the  chloride  on  absolute  alcohol.  It 
is  an  aromatic  smelling  liquid,  boiling  at  146^  and  having  at  O'' 
a  specific  gravity  of  1'079. 

a-Brompropionic  Acid,  CHjCHBr.COgH,  is  formed  by  heating 
equal  molecules  of  bromine  and  propionic  acid  to  130^^  and 
also  by  heating  lactic  acid  with  concentrated  hydrobromic  add 
to  lOOV  It  is  a  liquid  boiling  at  205''*5,  and  solidifying  at  — 17"* 
to  a  striated  mass.  When  boiled  with  twenty-five  times  its 
weight  of  water  for  thirty  hours  it  is  converted  into  lactic  add.' 

c^Hthyl  Brompropionate,  C3H4BrC02(C2H5),  is  formed  by  the 
action  of  phosphorus  pentabromide  on  ethyl  lactate,  and  is  a 
liquid  boiling  with  partial  decomposition  at  IdO"" — 1(50^ 

a-Iodpropianic  Acid,  CHj-CHLCOgH,  was  obtained  by  Wichel- 
haus  by  acting  with  phosphorus  diiodide  on  syrupy  lactic  acid. 
It  is  an  oily  liquid,  slightly  soluble  in  water,  which  has  not  been 
more  closely  investigated.^ 


SULPHUR  COMPOUNDS  OP  LACTYL. 

553  Thioladic  Add,  CH8.CH(SH).C02H.  The  potassium  salt 
of  thiolactic  acid  is  obtained  by  boiling  one  part  of  ethyl  chlor- 
propionate  with  two  parts  of  potassium  hydrosulphide  for  two 
daya*  The  solution  is  neutralized  with  hydrochloric  acid  and 
predpitated  with  lead  acetate  with  addition  of  ammonia.  The 
washed  lead  salt  is  then  decomposed  by  sulphuretted  hydrogen, 
and  the  acid  extracted  from  the  filtrate  by  ether  and  converted 

^  Triedel  and  Machnca,  Ann.  Chem,  Pharm.  cxz.  286. 

*  Keka]^,  ib.  cxxz.  16.  *  Fittig  and  Thomson,  ib,  cc  79. 

«  Jb.  cxliy.  352.  '  Schacht,  ib.  czxix.  1. 
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a  second  time  into  the  lead  salt  for  further  purification.  The 
acid  crystallizes  from  water  in  hard  distinct  n^eedles  which  melt 
at  142V 

Thuhdilactic  Acid,  8{GB)^(CEi^^{C0^B)^,  is  formed  together 
with  the  preceding  compound  as  an  oily  liquid  soluble  in 
water. 


AMIDO-COMPOUNDS  OF  LACTYL. 

554  a'Amidopropianic  Add,  CH,CH(1TB[2).C02H,  was  first 
prepared  by  Strecker  by  heating  a  mixture  of  aldehyde-ammonia, 
formic  acid,  and  hydrocyanic  acid  together,  and  termed  by  him 
Alanine  In  this  case  the  corresponding  nitril,  a  body  to  be 
hereafter  described,  is  first  formed.  Alanin  is  also  formed  when 
o-ethyl  chlorpropionate  is  heated  with  ammonia,'  or  when  brom- 
propionic  acid  is  treated  in  the  same  way  with  alcoholic  ammonia.^ 
It  crystallizes  in  needles  or  monoclinic  prisms  which  possess  a 
sweet  taste,  and  dissolve  in  4*6  parts  of  water  at  17^  They  are 
very  diflScultly  soluble  in  strong  alcohol.  Alanin,  when  carefully 
heated,  may  be  sublimed,  but  if  quickly  heated  it  decomposes 
chiefly  into  carbon  dioxide  and  ethylamine.  As  it  has  a  per- 
fectly neutral  reaction,  it  must  be  regarded  like  glycocoll  as  a 
saline  compound.  In  its  chemical  relations  it  resembles  amido- 
acetic  acid,  and  its  metallic  salts,  as  well  as  its  compounds  with 
acid,  resemble  those  of  glycocoll. 

LaOamide,  CH3.CH(0H).C0.NHj,  is  formed  by  the  action  of 
ammonia  on  ethyl  lactate,^  lactide,^  or  lactic  anhydride.^  It 
forms  radiated  crystals,  which  are  soluble  in  water  and  alcohol, 
but  difficultly  soluble  in  ether.  These  melt  at  74^  and,  when 
more  strongly  heated,  volatilize  without  decomposition. 

Zactimide,  CgHgON,  is  formed  when  alanin  is  heated  to  180* — 
200''  in  a  stream  of  hydrochloric  acid : 

CH.NH-    =    CH  +    HoO. 

I  I    >NH  ^ 

CO.OH  CO^ 

*  Bdttinger,  Ann,  Chem,  Pharm,  cxcvi.  103  •  lb.  Ixxv.  29. 

*  Kolbe,  ib,  cxiii.  220.  *  Kekul^,  ib.  cxxx.  18. 
■  Briining,  ib.  civ.  197. 

*  Wuitz  and  Friedel,  Ann.  Chim,  Fhys,  [8],  bdii.  108. 
'  Wialicenua,  Ann,  Ohcm,  Pharm.  czzziii.  259. 
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It  is  soluble  in  water,  crystallizes  in  needles  or  tablets  which 
melt  at  275'',  and  sublimes  when  strongly  heated.  It  acts  as  an 
indifferent  body  towards  both  acids  and  bases.^ 

Many  other  compounds  belonging  to  this  group  are  known, 
which  closely  resemble  the  corresponding  compounds  in  the 
glycolyl  series. 


CARBAMIDE  AND  GUANIDINE  COMPOUNDS 
OF  LACTYL. 


555  LcLdyl  Urea,  CO^         I  ,  is  formed  when  a  mixture 

— :.co 


NKCH.CH, 

of  equal  molecules  of  aldehyde-ammonia,  potassium  cyanide,  and 
potassium  cyanate  are  evaporated  with  hydrochloric  acid.  From 
the  product  of  this  reaction  the  above  compound  can  be  separated 
by  a  mixture  of  alcohol  and  ether.  It  forms  warty  concretions 
or  transparent  crystals,  which  contain  one  molecule  of  water, 
which  they  readily  lose.  The  anhydrous  compound  melts 
at  145^* 

NH— CH.CH3 

Zaeturamic  Acid,  C0<^  I  ,  is  formed  when  the 

^NHj    CO.OH 
preceding  compound  is  warmed  with  baryta  water,  as  well  as 
when  potassium  cyanate  is  allowed  to  act  on  an  aqueous  solution 
of  alanine  sulphate. 

Lacturamic  acid  crystallizes  from  dilute  alcohol  in  indistinct 
forms.  It  is  difficultly  soluble  in  water,  melts  at  155**  with 
decomposition,  and  forms  salts,  some  of  which  are  amorphous, 
whilst  others  crystallize  welL' 

Alacreatine  or  Guanidoprcpionic  Add,  C^HgNgOj.  This 
compound,  isomeric  with  creatine,  is  formed  when  a  concen- 
trated solution  of  alanin  and  cyanamide  is  treated  with  some 
ammonia  and  the  whole  mixture  allowed  to  stand.  It  is  more 
easily  soluble  in  water  than  creatine,  and  crystallizes  in  colour- 
less prisms.  The  isomerism  of  the  two  compounds  is  explained 
by  the  following  formulse  : 

*  Preu,  Ann,  Chem.  Fharm,  czxziv.  872. 
»  Urech,  Ber,  Deutach.  Cfmn.  Ges.  vi.  1113. 
'  Urech,  Ann,  Chem.  Fharm,  clxv.  99. 
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Alacreatine.  Croatuie. 

CHyCH— NH.C  =:  NH  CH^N(CHj^O  NziH 

io— O— NHy  CO  —  0  —  NH3. 

Alacreatini'M  or  LadyUOuanidine,  C^HyNgO  +  H^O,  is 
formed  when  the  foregoing  compound  is  heated  to  170** — 180®. 
It  crystallizes  from  water  in  long  needles  which  easily  lose  their 
water  of  crystallization.  From  alcohol  it  crystallizes  in  small 
anhydrous  rhombohedrons.  Like  creatinine  it  is  a  strong  base 
and  forms  corresponding  compounds.^ 


LACTYL  NITRILS. 

556  Ladyl  Mtril  or  a-Oxypropionitril,  CH,.CH(OH).CN,  is 
formed  when  equal  volumes  of  aldehyde  and  anhydrous  hydro- 
cyanic acid  are  allowed  to  stand  for  some  days  at  20' — 30**.  It  is 
a  liquid  having  a  sharp  bitter  taste,  and  in  smell  resembling  its 
constituents,  into  which  it  is  partially  decomposed  on  heating. 
The  chief  portion,  however,  distils  over  at  182** — 184?**.  Caustic 
potash  decomposes  it  with  formation  of  potassium  cyanide  and 
aldehyde-resin  and  hydrochloric  add  acts  violently  upon  it  with 
formation  of  lactic  acid.^ 

JmidopropionUril,  Cli^GIl(SK^GNf  is  obtained  when  an 
aqueous  solution  of  equal  molecules  of  hydrocyanic  acid  and 
aldehyde  ammonia  is  acidified  with  sulphuric  acid  and  the 
mixture  allowed  U>  stand  : 

CH.  CH3 

I  I 

CH.NH2    +    HON    =    CH.NH-    +    H.O. 

I  J. 

OH  CN 

It  is  an  oily  liquid,  possessing  basic  properties,  but  it  is 
extremely  unstable,  yielding  the  following  compound  on  standing, 
with  liberation  of  ammonia. 

a-Imidopropianiiril,  NH[CH(CH3)CN]g,  forms  white  needles, 
and  separates  out,  on  the  slow  evaporation  of  its  ethereal  solution, 
in  monoclinic  crystals  which  melt  at  68''.    It  is  a  weak  base,  and 

*  Baumann,  Ann,  Chem,  Pkarm.  clxvil.  77. 

*  Simpson  and  Gautier,  Bull.  Soe.  Chiin,  [2],  viii.  277. 
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when  boiled  with  dilute  hydrochloric  acid  or  baryta  water,  yields 
Imidopropionic  acid,  or  Dilactamidic  acid,  NH[CH(CHg)C02H]2, 
which  forms  a  deUquescent  amorpbous  mass.  This  acid  is 
monobasic,  and  probably  has  the  following  constitution  : 


CH3  CH3 

.NH^— OH 


CH.1 

CO.O        CO.OH. 

Nitrous  acid  converts  imidopropionitril  into  nitroso-a-imidO' 
propionitril,  N(N0)[CH(CH3)CN]j,  a  yellow  oil,  heavier  than 
water,  which  decomposes  on  heating,  with  formation  of  brown 
vapours,  a  smell  of  aldehyde  and  hydrocyanic  acid  being  at  the 
same  time  observed.^ 

Hydrocyanaldine,  TS\G((uK^C^']y  This  body  was  first  ob- 
tained by  Strecker  by  allowing  a  mixture  of  aldebyde-ammonia, 
hydrocyanic  acid  and  hydrochloric  acid,  to  stand,*  It  is  doubt- 
less a  product  of  decomposition  of  amidopropionitril,  which, 
under  these  circumstances,  is  first  formed.  If  the  above  mixture 
be  allowed  to  stand  for  four  to  five  weeks,  crystals  are  deposited 
which  may  be  separated  from  the  amido-and  imido-propionitrils, 
which  are  formed  at  the  same  time.  It  is  diflScultly  soluble  in 
water  and  somewhat  more  readily  soluble  in  alcohol  and  ether. 
In  presence  of  imidopropionitril  it  dissolves  in  the  latter  more 
readily,  and  separates  on  slow  evaporation  in  large  monoclinic 
prisms  which  melt  at  115*,  and  can  be  sublimed  by  careful 
heating  without  decomposition  (Erlenmeyer  and  Passavant). 

If  the  above  mixture  be  allowed  to  stand  for  a  few  months,  or » 
if  it  be  heated  on  the  water-bath,  parahydrocyanaJdine  is  formed. 
This  substance  is  difficultly  soluble  in  water  and  alcohol,  and  is 
insoluble  in  ether.  It  separates  from  a  solution  in  acetone  in 
rhombic  crystals,  which  melt  at  230"* — 232^  It  has  the  same 
composition  as  hydrocyanaldine,  with  which  it  is  no  doubt  poly- 
meric, the  cyanogen  being  converted  into  dicyanogen  and 
tricyanogen  (Erlenmeyer  and  Passavant). 

^  Krlenmeyer  and  Paflsavant,  Ann,  Chem,  Pharm.  cc.  120. 
s  Jb.  zci  349. 
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SUBSTITUTION  PRODUCTS  OP  LACTIC  ACID. 

557  These  bodies  Have  not  been  obtained  directly  fix>m  lactic 
acid,  but  may  be  prepared  by  other  reactions. 

MonoMorlaaic  Acid,  CH2Cl.CH(0H).C0jH.  The  nitril  of 
this  body  is  obtained  by  the  union  of  monochloraldehyde  with 
hydrocyanic  acid,  and  is  easily  decomposed  by  hydrochloric  acid. 
Chlorlactic  acid  is  very  easily  soluble  in  water,  alcohol,  and  ether, 
and  crystallizes  in  fine  flat  oblique  prisms  which  melt  at  7V. 
It  forms  crystaUizable  salts. 

Uthyl  CfUorlactate,  GfifilO^(G2^^,  is  a  colourless  crystalline 
saponaceous  mass.      It  melts  at  ST,  and  boils  at  205"*.^ 

DiMarlactic  Acid,  CHClj.CH(OH).COjH,  is  obtained  by  the 
union  of  dichloraldehyde  with  hydrocyanic  acid  and  decomposi- 
tion of  the  resulting  nitril.  It  forms  deliquescent  prisms  which 
melt  at  76"-5— 77°.* 

Trichlorldctic  Acid,  CCl8.CH(OH).C02H.  The  nitril  of  this 
body  is  formed  by  the  union  of  hydrocyanic  acid  with  chloral. 
It  is  easily  soluble  in  water  and  crystallizes  in  tablets  which 
melt  at  61^  and  boil  at  215'' — 220^  with  partial  decomposition. 
When  heated  with  concentrated  hydrochloric  acid,  trichlorlactic 
acid  is  formed,  and  this  may  be  separated  by  ether  from  the  sal- 
ammoniac  formed  at  the  same  time.  On  evaporating  the  solu- 
tion, the  acid  remains  behind  as  a  syrup,  which  solidifies  in  a 
vacuum  to  a  crystalline  mass  consisting  of  thin  prisnus  which 
^melt  at  105** — 110^  Weak  bases  easily  decompose  it  into 
chloral  and  formic  acid,  whilst  alkalis  naturally  yield  chloroform. 
Hence,  in  preparing  its  salts,  all  heating  must  be  avoided.' 

JSthyl  TricfUorlactate,  CCl8.CH(OH).COj(C2H5),  is  formed 
when  hydrochloric  acid  is  passed  into  an  alcoholic  solution  of 
trichlorlactic  acid.  It  crystallizes  in  tablets  melting  at  66"* — 67**, 
boils  at  233"* — 237^  and  is  insoluble  in  water.  On  the  other 
hand,  it  is  easily  soluble  in  cold  dilute  aqueous  alkalis,  and  is 
precipitated  from  these  solutions  on  the  addition  of  acids,  or 
even  by  carbon  dioxide.  Hence  it  behaves  as  a  weak  acid  in 
accordance  with  its  constitution.^    The  alkaline  salts  decompose 

*  Frank,  Ann,  Chem,  Phann,  ccvi.  838. 

'  Grimaux  and  Adam,  Ber.  Deutsch.  Chem.  Oes,  x.  903  ;  liii  1864. 

•  Pinner  and  Bischoff,  Ann,  Chem,  Fharm.  clxzix.  79. 

4  Claisen  and  Antweiler,  Ber,  DeuCsch,  Cfi^em,  Oes,  xiii.  1940. 
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gradually  in  the  cold,  and  quickly  on  heating  with  fonnation  of 
chloroform,  &c. 

558  Chloralide,  G^Clfiy  This  peculiar  compound  was  first 
prepared  by  Stadeler  by  heating  chloral  hydrate  with  concen- 
trated sulphuric  acid,  and  he  likewise  correctly  determined  its 
composition.^  It,  however,  remained  unexplained  how  a  molecule 
of  a  body  containing  two  atoms  of  carbon  can  be  converted,  by 
such  an  apparently  simple  reaction,  into  another  molecule  contain- 
ing five  atoms,  and  hence  the  formula  which  Stadeler  gave  was 
doubted.  Eekul^,^  however,  showed  that  no  mistake  had  been 
made,  and  Wallach  '  solved  the  enigma  by  showing  that  on  heat- 
ing chloralide  with  absolute  alcohol  to  140'* — 150^  chloral 
alcoholate  and  ethyl  trichlorlactate  are  formed.  According 
to  this,  chloralide  must  be  looked  upon  as  the  trichlorlactic 
ether  of  trichlorethidene,  and  WaUach  succeeded  in  preparing 
this  compound  by  heating  chloral  with  trichlorlactic  acid 
to  150": 

/OH  /  0  V 

CCIjCHC         +  COH.CCL  -  cclch(       ;ch.ccl  +  H,0. 
^COjH  ^00/ 

Its  formation  from  chloral  doubtless  takes  place  in  several 
phases,  as  it  is  very  probable  that  the  lactide  of  trichlorlactic 
acid  is  formed  by  separation  of  chloroform,  and  this  again  com- 
bines with  chloral.  In  order  to  prepare  chloralide,  chloral 
hydrate  is  mixed  with  three  times  its  volume  of  a  mixture 
of  sulphuric  acid  and  disulphuric  acid,  having  a  specific 
gravity  of  1*84  to  1*85,  and  the  whole  heated  until  the  chloral 
begins  to  distil  oflf.  The  source  of  heat  is  then  removed 
and  the  flask  well  shaken  until  the  reaction  ceases.  The 
operation  is  repeated  until  oily  drops  begin  to  condense  in  the 
neck  of  the  flask,  and  then  it  is  allowed  to  cool  and  frequently 
shaken.  The  chloralide  which  sepai-ates  out  is  washed  with 
warm  water  and  crystallized  from  ether.  It  forms  large  pliable 
monoclinic  prisms,  melting  at  114** — 115",  and  boiling  at  270** — 
273^  Its  vapour  has  a  peculiar  smell  and  a  specific  gravity  of 
11*3.^  Other  oxyacids  form,  like  trichlorlactic  acid,  compounds 
analogous  to  chloralide,  termed  by  Wallach  chloralides,  of  which 
the  following  may  be  mentioned : 

*  Ann.  Chem,  Pharm.  Ixi.  101.  •  lb.  cr.  293. 

•  Jb.  cxciii.  1.  *  Ber.  Deutach,  CKem,  Ota,  viii.  1433. 


Digitized  by  VjOOQ  IC 


148  PARALACJTYL  CX)MPOUNDS. 

M.P. 
CH^Ov 
GlycoUic  chloraUde,   I  y:CH.CL    .    .     41—42^ 

CO.O^ 

Lactic  chloralide,  CHjCHC  )CH.CC1,  45" 

Bromal  also  forms  a  a  series  of  hromalides  (Wallach). 
In  addition  to  the  chlorlactic  acids,  the  following  substitution 
products  are  known : 

M.  P. 
1  Monobromlactic  acid,  CjHgBrOg    .    .     89—90" 
«  Dibromlactic  acid,  C^Kfirfi^  ...  98" 

«Tribromlactic  acid,  CgHsBrsOs  .    .      141—143" 
*Moniodlacticacid,  CaHgiOg  .    .    .    .     84—85" 


PARALACTYL  COMPOUNDS. 

559  ParalacticAcid,CB^.C'E{OB).GO^.  It  has  already  been 
stated  that  Liebig  was  the  first  to  show  that  the  acid  contained 
in  the  juice  of  flesh  is  not  identical  with  common  lactic  acid, 
and  hence  it  was  termed  sarcoladic  acid.  The  same  acid  occurs 
in  the  bile,*  as  well  as  in  the  urine  in  cases  of  phosphorus 
poisoning.*  Engelhardt  ^  and  Heintz  *  investigated  this  subject 
more  accurately,  and  the  latter,  who  determined  the  composition 
of  the  acid  with  great  care,  gave  to  it  the  name  o{  paral^zctic  add. 

For  the  purpose  of  preparing  this  acid,  extract  of  meat  is 
used.  This  is  dissolved  in  four  parts  of  warm  water,  and  to  the 
solution  double  its  volume  of  90  per  cent,  alcohol  added*  The 
filtrate  is  evaporated  to  a  thin  syrup,  and  again  treated  with 
three  to  four  times  its  volume  of  alcohol,  again  filtered  and  the 
filtrate  acidified  with  dilute  sulphuric  acid,  and  paralactic  add 
extracted  from  the  solution  by  shaking  with  ether.  The  residual 
crude  acid  remaining  on  evaporating  oflF  the  ether  is  neutralized 
with  lead  carbonate,  and  the  filtrate  treated  with  sulphuretted 

*  Helikow,  Bar,  Deutaeh.  Chem,  Gea.  xiii.  958. 

*  Linnemann  and  Peiil,  ib.  viii.  1101. 

*  Pinner,  ib.  vil  1501 ;  Wallach,  loe.  cU.  <  Glinsky,  %b,  vL  1257. 

*  Strecker,  Ann,  Chem.  Pharm,  czxiii.  364. 

*  Schulteen,  Zeilach.  Chem.  1867,  188. 

'  Ann.  Chem.  Fhann,  Lev.  859.  •  Pogg,  Ann.  Ixxy.  891. 
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Hydrogen.  The  liquid  separated  from  lead  sulphide  is  then 
heated  to  boilings  and  treated  with  zinc  carbonate,  and  the  solu- 
tion evaporated  until  the  zinc  salt  begins  to  crystallize  out,  when 
it  is  precipitated  by  alcohol '  The  salt  is  then  purified  by 
repeated  solution  in  water  and  precipitation  with  alcohol,  after 
which  it  is  decomposed  by  sulphuretted  hydrogen.^ 

Paralactic  acid  can  only  be  distinguished  from  ordinary 
(fermentation)  lactic  acid  by  the  fact  that  it  turns  the  plane 
of  polarization  to  the  right,  whilst  the  ordinary  acid  is  inactive." 

In  a  dry  atmosphere  it  passes  into  the  anhydride,  which  is 
levro-gyratory,  and  when  heated  to  150^  it  yields  common 
lactide^  which  combines  with  water  to  form  the  inactive  fermen- 
tation lactic  acid.'  Like  this  latter  substance,  paralactic  acid 
decomposes  on  heating  with  dilute  sulphuric  acid  into  aldehyde 
and  formic  acid,  whilst  chromic  acid  oxidizes  it  to  acetic  acid 
and  carbon  dioxide.  Both  acids  have  therefore  the  same 
constitution,  and  hence  they  are  physical  isomerides. 

The  salts  of  paralactic  acid  are  levro-rotatory,  and  more  easily 
soluble  in  water  than  those  of  the  fermentation-lactic  acid. 

Calcium  ParaUtotate,  2(CJ3.fi^fi2k  4-  OH^O,  resembles  common 
calcium  lactate,  dissolves  in  12*4  parts  of  cold  water,  and  in  all 
proportions  in  boiling  water. 

Zinc  ParalaetcUe,  {C^Kfi^^n  +  211^0,  crystallizes  in  needles 
which  melt  at  l^"* — 15*  in  17*5  parts  of  water,  and  are  only  very 
slightly  soluble  in  spirit  of  wine. 

JEihyl  ParcUactate,  G^fi^iC^H.^,  corresponds  closely  to  ethyl 
lactate,  but  is  strongly  levro-rotatory.* 

Amidaparalactamide,  CHj.CH(NHj)C0NH2,  occurs  in  small 
quantity  in  urine.  It  crystallizes  from  hot  water  in  small 
prisms.  It  forms  deliquescent  salts  with  acids,  and  when  heated 
with  baryta  water  to  150**  it  decomposes  into  carbon  dioxide, 
ammonia,  and  ethylamine.  Nitrous  acid  converts  it  into 
paralactic  acid.^ 

*  WislicenDs,  Ann.  CJiem,  Pharm.  clxviL  802. 

*  WisUcenns.  Ber,  DeutseKChem,  Gcs.  ii.  650  and  619. 

»  Strecker,  Ann.  Chem,  Pharm.  cv.  313  ;  Wislicenus,  ib,  clxvL  816. 

*  Klimenko,  Joum.  Ruse,  Chem.  Ot$.  xii.  17. 

'  Baomstark,  Ann.  Chem,  Pharm.  clzziii  342. 
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HYDRACRYL  COMPOUNDS. 

560  Hydracrylic  Add,  or  fi-Oxypropianic  Acid,  CHj(OH). 
CHyCOjEL  According  to  theory  two  oxypropionic  acids  should 
exist : 

a-Oxypropionic  Acid.  /3-Ozypropionic  Acid. 

CH3  CHyOH 

CH.OH  CH3 

CO.H.  C( 


3O2H.  COjH. 

Four  different  compounds  are,  however,  known.  Of  these 
the  two  which  have  already  been  described  are  physical  isome- 
rides.  They  exhibit  different  optical  properties,  but  chemically 
they  are  identical,  and  they  are  distinguished  as  the  a-com- 
pound&  The  two  other  adds  which,  from  their  mode  of 
formation,  are  termed  the  /8-compounds,  exhibit  totally  different 
chemical  relations. 

In  1863,  Wislicenus  prepared  one  of  these  acids  synthetically 
by  heating  ethylene  chlorhydrin  with  potassium  cyanide,  and 
boiling  the  nitril  thus  obtained  with  caustic  soda.  He  termed 
this  ethylene-lactie  add,  and  first  thought  that  it  was  identical 
with  sarcolactic  acid.  He  afterwards  found  that  this  latter  is  a 
mixture  of  optically  active  lactic  acid,  with  a  small  quantity 
of  ethylene-lactic  acid.^ 

The  fourth  isomeric  acid  was  first  prepared  by  Beilstein  by  the 
action  of  silver  oxide  and  water  upon  /8-iodpropionic  acid.  It  was 
termed  by  him  hydracrylio  add,  since  it  decomposes  on  heating 
into  water  and  acrylic  acid.*  Its  true  formula  was  ascertained 
by  Moldenhauer,'  and  it  was  investigated  more  accurately  by 
Heintz*  as  well  as  by  Wislicenus.*  According  to  this  latter 
chemist,  it  is  distinguished  from  ethylene-lactic  acid  not  only  by 
the  different  properties  of  its  salts,  but  also  by  its  reaction  with 
hydriodic  acid,  as  on  heating  it  is  easily  converted  back  into 
/8-iodpropionic  acid,  whilst  this  is  not  the  case  with  ethylene 
lactic  acid.® 

Linnemann  found  that  when  acrylic  acid  is  heated  with  caustic 
soda,  hydracrylic  acid  is  formed,  together  with  an  almost  equal 

*  Ber.  DetitscK  Chem.  Gea,  ii.  650. 

'  Ann.  Chem.  Pharm.  cxxiL  866.  »  lb,  cxxxi.  828. 

*  lb.  clvii.  291.  »  lb.  dxri  6.  •  lb,  clxvii  846. 
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quantity  of  ethylene-lactic  acid.^  Wislicenus  observed  that  in 
tie  preparation  of  ethylene-lactic  acid  from  its  nitiil,  some 
hydraciylic  acid  is  always  formed,  whilst  in  the  preparation  of 
hydracrylic  acid  from  /8-iodpropionic  acid,  a  small  quantity  of 
ethylene-lactic  acid  is  also  produced,  but,  singularly  enough, 
common  lactic  acid  also  occurs.^ 

The  latest  investigations  on  this  subject  are  those  of  Erlenmeyer. 
He  did  not  find  any  ethylene-lactic  acid  in  sarcolactic  acid. 
From  its  nitril,  which  he  was  the  first  to  prepare  in  the  pure 
state,  he  only  obtained  hydracrylic  acid,  together  with  some 
acrylic  acid,  but  no  ethylene-lactic  acid.  Moreover  he  could  not 
obtain  this  latter  body  according  to  the  process  described  by 
Linnemann,  and  hence  his  belief  in  the  existence  of  ethylene 
lactic  acid  has  been  somewhat  shaken.'  Hence  it  appears  probable 
that  this  is  only  an  impure  hydracrylic  acid,  or  a  mixture  of  this 
body  with  common  lactic  acid.  Further  investigation  is,  how- 
ever, here  needed. 

561  In  order  to  prepare  hydracrylic  acid,  freshly  precipitated 
silver  oxide  is  added  to  a  hot  solution  of  /8  iodpropionic  acid  as 
long  as  silver  oxide  is  precipitated,  the  filtrate  treated  with 
sulphuretted  hydrogen- water,  and  the  filtrate  evaporated  with 
zinc  carbonate.  On  slow  evaporation,  zinc  hydracrylate  separates 
out,  and  this  is  purified  by  recrystallization  and  then  decomposed 
by  sulphuretted  hydrogen.  Hydracrylic  acid  is  also  formed 
when  /8-iodpropionic  acid  is  boiled  in  connection  with  a  reversed 
condenser  with  twenty-five  times  its  weight  of  water  for  sixteen 
hours.* 

Hydracrylic  acid,  like  the  other  lactic  acids,  consists  in  the 
concentrated  state  of  a  thick  acid  syrup,  and  it  decomposes  on 
heating  into  water  and  acrylic  acid. 

Sodium  Hydracrylate,  CgHgOgNa,  separates  out  from  its  solu- 
tion in  nearly  absolute  alcohol  in  colourless  crystals,  which  melt 
at  143". 

Calcium  Hydracrylate,  {C^fl^j^dt,  -|-  2H2O,  is  easily  soluble 
in  water,  and  crystallizes  in  rhombic  prisms. 

Zinc  Hydra/yrylait,  {(^^f^^^\^  +  4H2O,  is  deposited  in  well- 
formed  triclinic  crystals,  which  dissolve  at  16°'5  in  0*89  parts  of 
water.  If  concentrated  solutions  of  this  salt  and  calcium  hydra- 
crylate  be   mixed,  they  deposit  a  characteristic   double   salt, 

1  Bar,  Dtuiach,  Chem.  Gts.  TiiL  1095.  '  lb,  1206 

•  Ann,  Chem.  Phann.  cxci.  261. 

*  Fittig  and  Thomson,  ib,  cc.  81. 
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(C8H508)2Ca  +  (C3H508)2Zn,  which  crystallizes  in  prisms,  and  is 
very  slightly  soluble  in  water. 

The  hydracrylates  lose  water  on  heating,  and  are  trans- 
formed into  the  salts  of  acrylic  acid,  CgH^Oj,  or  diacrylic  add, 
CeHA. 

562  j3-Chlorpropionic  Add,  CH2CI.CH2.CO2H,  is  formed  by 
heating  acrylic  acid  with  fuming  hydrochloric  acid  to  130V  ^^ 
well  as  by  boiling  iodpropionic  acid  with  chlorine  water,*  and 
by  oxidizing  trimethylene  chlorhydrm.*  It  is  crystalline,  easily 
soluble  in  water,  and  melts  at  78°  to  79^ 

13-Brompropionic  Acid,  CH2Br.CH2.CO2H,  is  obtained  in  an 
analogous  way  to  the  foregoing  compound.  It  is  deposited  in 
crystals  which  melt  at  89**  to  90^* 

/3'Iodpropionic  Add,  CH2I.CH2.CO2H.  In  order  to  prepare 
this,  100  grams  of  phosphorus  diiodide  are  gradually  added  to 
52  cc.  of  aqueous  glyceric  acid,  having  a  specific  gravity  of  1'26.* 
After  a  short  time  a  violent  reaction  takes  place,  which  is  usually 
followed  by  another  and  less  violent  one.  If  this  is  not  the  case 
the  reaction  must  be  brought  about  by  heat.  The  crystalline 
mass  obtained  on  cooling  is  then  boiled  with  petroleum  spirit  or 
sulphide  of  carbon.*  Its  formation  is  represented  by  the 
following  equation : 

CH,(OH).CH(OH).CO,H  +  SHI  =  CH,I.CH,.CO,H  +  2H,0  +  I,. 

No  free  iodine  is,  however,  formed,  as  this  acts  upon  the  phos- 
phorus acid  which  is  produced  in  presence  of  water  to  form 
phosphoric  acid  and  hydriodic  acid. 

The  acid  is  also  formed  by  heating  acrylic  acid  with  hydriodic 
acid.'^ 

/8-Iodpropionic  acid  is  difficultly  soluble  in  cold,  but  easily 
soluble  in  hot  water,  and  readily  soluble  in  alcohol  and  ether. 
It  crystallizes  in  glistening  laminae  which  melt  at  lOO"* — 101°. 

fi-NUropropionic  Add,  CH2(N02).CH2.C02H.  In  order  to 
prepare  this  substance,  silver  nitrite  is  gradually  added  to  a  well- 
cooled  aqueous  solution  of  iodpropionic  acid,  the  mixture  then 
acidified  with  hydrochloric  acid  and  well  shaken  with  ether,  and 
the  residue  obtained  on  evaporation  crystallized  from  hot  chloro- 
form.   Nitropropionic  acid  forms  pearly  glistening  scales^  melting 

^  Linnemann,  Ann.  Chcm,  PJtarm.  clziiL  95. 

»  Richter,  Zeitsch.  Chem.  1868,  451. 

»  Kajrsaer,  Inauguraldiss,  MUncheTi,  1875.  *  Linnemann ;  Richter. 

*  Beilstein,  Ann,  Chem,  Pharm,  cxx.  226 ;  cxxii«  866. 

•  Erlenmcyer,  ib,  cxci.  284,  '  Wislicenus,  ib,  dzrl  2. 
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at  66* — 67*,  and  easily  soluble  in  water.    The  salts  are  very 
unstable.^ 

S'Ethyl  Nitropropianate,  CH,(NOg).CH2.C02(C2H5),  is  ob- 
tained by  the  action  of  silver  nitrite  on  the  ethyl  ether  of  iodpro- 
pionic  acid.    It  is  a  mobile  ethereal-smelling  liquid,  boiling  at 

ler— 165^ 

fi'Amidopropionic  Add,  CH2(NH2).CHj.C02H,  is  formed  by 
the  action  of  ammonia  on  iodpropionic  acid.'  It  is  easily 
soluble  in  water,  less  soluble  in  alcohol,  crystallizes  in  prisms, 
and  has  a  sweet  taste.  On  heating  it  melts  and  decomposes 
into  acrylic  acid  and  ammonia. 

j3'Zactonitril,  CB[j(0H).CH2.CN,  is  obtained  by  heating 
ethylene  oxide  with  hydrocyanic  acid  under  pressure.  It  is  a 
colourless  liquid  having  a  faint  sweet  smell,  and  at  0""  has  a 
specific  gravity  of  1*0588.  It  boils  at  about  220'',  and  is  miscible 
with  water. 


PYRUVYL  COMPOUNDS. 

563  Pyroracemie,  or  Pyruvic  Add,  CH8.CO.CO2H.  This  com- 
pound, which  stands  in  the  same  relation  to  lactic  acid  as  acetone 
does  to  isopropyl  alcohol,  is  produced  along  with  many  other  pro- 
ducts in  the  dry  distillation  of  tartaric  acid,  C^H^Og,  and  of  cream 
of  tartar  (acid  potassium  tartrate).  Raymond  LuUy  described 
the  distillation  of  the  latter  compound,  but  the  acid  product  was 
not  examined  until  the  16th  century,  when  it  was  described  as 
tpirUus  tartarL  Paracelsus,  in  his  tract'i>6  Naturalibtis  Helms, 
recommends  it  as  a  medicine.  Various  chemists  then  examined 
the  substance,  amongst  others  Guyton  de  Morveau,  who  dis- 
tinguishing it  as  a  peculiar  acid  gave  to  it  the  name  of  add 
tartareux  empyreumatique,  which  name  was  afterwards  changed  to 
the  antiphlogistic  designation  of  adde  pyrotartareux.  Fourgroy 
and  Vauquelin  in  1800  stated  that  this  acid  was  merely  impure 
acetic  acid.  This  conclusion  was,  however,  contradicted  by 
V.  Rose  in  1807,  who  showed  that  the  product  of  distillation 
contained  a  peculiar  acid.  At  the  same  time  he  remarked  that  a 
second  distinct  acid  seems  to  be  formed  under  the  same  circum- 
stances.    This  latter  was  prepared  and  investigated  by  Berzelius. 

^  Lewkowitflch,  Joum.  Prakt,  Ohem,  [2],  xx.  169. 

'  Heintz,  Ann.  Chem,  Pharm,  dvi.  86 ;  Mulder,  Ber,  Deulsch,  Chem.  Oes.  ix. 
1903. 
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As,  however,  this  is  formed  not  only  in  the  distillation  of  tar- 
taric acid,  but  also  in  that  of  its  isomeride  racemic  acid,  he 
termed  it  pyruvic  acid,  to  distinguish  it  from  pyrotartaric  acid.^ 
It  is  also  formed  by  the  distillation  of  glyceric  acid.* 

CH,(0H).CH(0H).C02H  =  CHyCO.CO^H  +  H,0. 

Pyruvic  acid  has  been  prepared  synthetically  by  acting  with 
hydrochloric  acid  on  acetyl  cyanide,  CH3CO.CN,  and  by  this 
reaction,  its  constitution,  which  was  formerly  doubtful,  has  been 
ascertained.^ 

For  its  preparation  a  considerable  quantity  of  tartaric  acid  is 
heated  in  a  large  iron  pan  and  the  mass  constantly  stirred  until 
it  begins  to  swell  up  and  turn  brown.  It  is  then  allowed  quickly 
to  cool  and  the  solid  mass  broken  up  into  small  pieces  which  are 
subjected  to  dry  distillation  in  a  retort.*  The  pyroracemic  acid 
is  separated  from  the  pyrotartaric  and  acetic  acids  also  contained 
in  the  distillate,  by  fractional  distillation.  This  process  must, 
however,  not  be  repeated  too  often,  as  the  acid  undergoes  partial 
decomposition. 

Pyruvic  acid  is  a  liquid  having  a  pungent  smell  resembling  that 
of  both  acetic  acid  and  of  extract  of  meat.  It  boils  at  about 
165**  and  at  18°  has  a  specific  gravity  of  1*288.  On  standing,  it 
gradually  passes  into  a  syrup-like  mass,  and  this  change  takes 
place  quickly  on  heating.  The  acid  is  also  separated  in  this 
form  from  its  salts  by  means  of  add.  This  form  is  not  volatile  and 
is  probably  a  polymeric  modification.  Pyroracemic  acid  combines 
with  nascent  hydrogen  to  form  lactic  acid,'  and  with  bromine  in 
the  cold  to  form  dibromlactic  acid.*  On  warming,  however,  it 
forms  substitution-products.'^  Baryta-water  produces  in  its 
aqueous  solutions  a  precipitate,  and  when  carbon  dioxide  is 
passed  through  this  liquid,  the  barium  salt  of  the  dibasic  and 
hydruvic  add,  C^^fi^,  is  formed  in  solution!  This  is  formed 
by  the  union  of  two  molecules  of  pyroracemic  acid  with  water. 
On  boiling  with  baryta-water  on  the  other  hand,  other  acids  are 
formed  which  will  be  described  later  on. 


^_ ,  Ann.  xxxvi.  1. 

*  Moldenhauer,  Ann,  Chem,  Pharm,  cxxxL  888. 

»  Claisen  and  Shadwell,  Ber,  Deutsch.  Chem.  Oea,  xi.  1563. 

*  BSttinger,  Ann,  Chem.  Pharm.  clxxii.  240. 

•  Wislicenus,  ib.  cxxvi.  227  ;  Debus,  ib.  cxxvii.  332. 

•  "Wichelhaus,  Ber.  Deutsch,  Chem.  (ha,  i  264  ;  Wislicenus,  Ann,  Chem,  Pharm. 
cxlviil  218  ;  Clermont,  BM.  Soe.  Chim,  xix.  103  ;  Bodewig,  Jahresb,  1879,  609  ; 
Grimaux,  Bull.  Soc  Chim,  xxL  393 ;  Klimenko,  Joum,  Ruse.  Chem.  Ges.  viii. 
125. 

'  Bottinger  and  Fittig,  Ber.  Deutach.  Chem.  Oes.  v.  956. 
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The  salts  which  are  termed  pyruvates  or  pyroracemaies,  crystal- 
lize only  when  they  are  prepared  in  the  cold.  When  their 
solutions  are  heated  they  pass  into  gum-like  masses.  These  have 
been  chiefly  investigated  by  Berzelius,  and  the  following  are  the 
most  characteristic.  Sodium  Pyruvate^  CjBLjOjNa,  crystallizes 
in  elastic  prisms  or  tables,  and  is  almost  insoluble  in  alcohol. 
Calcium  Pyruvate,  separates  out  in  crystals  on  evaporating  its 
solution  in  the  cold.  If  warmed  even  by  the  hand  a  gum-like 
mass  is  produced. 

Copper  Pyruvate,  (CJ3^0^fiu  +  HjO.  Copper  carbonate 
dissolves  in  the  aqueous  acid  forming  a  green  Hquid,  and  when 
the  solution  becomes  saturated,  the  salt  separates  out  as  a  sea- 
green  powder.  If  a  crystal  of  copper  sulphate  be  brought  into 
a  solution  of  the  sodium  salt,  it  becomes  covered  with  a  white 
powder,  which  when  dried  over  sulphuric  acid  becomes  Ught-blue 
and  has  the  same  composition  as  the  green  salt. 

Silver  Pyruvate,  C^H^O^Ag,  is  difficultly  soluble  in  cold  water, 
but  can  be  crystallized  however  from  boiling  solution.  If  the 
solution  be  allowed  to  cool  in  the  dark,  laige  glistening  milk- 
white  scales  are  deposited  which  soon  become  brown  on  exposure 
to  light.  If  ammonium  pyruvate  solutic|n  be  precipitated  with 
silver  nitrate,  the  silver  salt  separates  out  as  a  thick  jelly; 
300  grams  of  the  salt  dissolved  in  ten  liters  of  water  yield  in 
this  way  such  a  stiff  paste  that  a  glass  rod  stands  upright  in  it.^ 

Iron  Pyruvate,  If  a  crystal  of  green  vitriol  be  brought 
into  a  solution  of  the  sodium  salt  the  liquid  becomes  at  once 
dark  red,  and  if  the  air  be  excluded,  the  ferrous  salt  sepa- 
rates out  after  some  time  in  dark  red  crystals  which  dissolve 
with  difficulty  in  water,  yielding  a  yellow  solution.  If  iron  be 
dissolved  in  the  warm  dilute  acid  the  solution  soon  becomes  of  a 
dark  red  colour  and  at  last  opaque.  This  liquid  dries  on 
evaporation  to  an  almost  black  mass  which  is  soluble  in  water. 

The  ferric  salt  obtained  by  dissolving  ferric  hydroxide  in  the 
acid  is  also  a  red  soluble  mass.  Alkalis  do  not  precipitate  its 
solution. 

Methyl  Pyruvate,  C^fi^((uR^,  is  formed  by  the  action  of 
methyl  iodide  on  the  silver  salt.  It  is  a  liquid,  smelling  like 
acetone,  boiling  at  134** — 137^  and  having  at  O'^a  specific  gravity 
of  1*154  (Oppenheim).  The  ethyl  ether  is  formed  by  the  action 
of  sulphuric  acid  on  an  alcoholic  solution  of  the  acid.    It  is 

1  Oppenheim,  Ber,  Deutaeh,  Chem,  Gts,  v.  1051. 
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a  liquid  possessing  a  peculiar  smell,  partially  decomposes  on 
distillation,  and  is  wholly  decomposed  by  water.^ 

As  a  ketonic  acid  pyrorac^mic  acid  combines  with  the  acid 
sulphites  of  the  alkali-metals  forming  crystallizable  compounds.^ 
Of  these  the  sodium  compounds  may  be  mentioned. 

CjH^Og+NaHSOj  is  formed  when  pyroracemic  acid  and  acid 
sodium  sulphite  are  brought  together.  The  solution  decomposes 
on  boiling  with  evolution  of  sulphur  dioxide. 

CaHjONa+NaHSOg+HjO  is  formed  when  the  normal  sul- 
phite is  used.     On  heating  it  intumesces  to  a  sponge-like  mass. 

a-Dichlorpropionic  Add,  CH3.CCI2.CO2H.  The  chloride  of 
this  acid  is  formed  by  the  action  of  phosphorus  pentachloride,' 
or  trichloride,*  on  pyroracemic  acid.  It  is  a  pungent  smelling 
liquid  which  boils  between  105** — 115*,  and  is  quickly  decom- 
posed by  water  with  formation  of  dichlorpropionic  acid.  This 
latter  substance  is  best  obtained  from  its  nitril,  which  is  formed 
by  chlorinating  propionitriL  This  boils  from  103° — lOT*,  and  is 
a  liquid  which  when  boiled  with  sulphuric  acid  diluted  with  an 
equal  volume  of  water  is  converted  into  the  acid.  This  is  a  liquid 
which  is  soluble  in  water  and  which  boils  at  185° — 190°,  and 
forms  crystals  at  0°.  Heated  with  water  to  120° — 150°  it  is 
converted  into  pyroracemic  acid.^ 

a-Dibrampropionic  Acid,  CHjCBrjCOgH,  is  formed  by  heating 
propionic  acid  with  bromine  to  190° — 220°.  It  crystallizes  in 
quadratic  tables  melting  at  71°,  and  boils  with  slight  decompo- 
sition at  221°.     Its  salts  are  tolerably  stable.^ 


MALONYL  COMPOUNDS. 

564  Malonw  Acid,  CR^{QO^^,  was  first  obtained  by  Des- 
saignesby  oxidizing  malic  acid,  C02H.CH{OH).CH2.C02H,with 
potassium  dichromate.^  Baeyer  then  obtained  it  from  uric  acid,^ 
and  it  was  synthetically  prepared  simultaneously  by  Kolbe  and 

^  Bottinger,  Ber.  Deuisch.  Cfhem.  Oes,  xiv.  816. 
'  JouTH,  Prakt,  Chem,  [2],  xvii.  241. 

•  Klimenko,  Ber.  DeuUch,  Chem.  Oes.  iii.  465. 

•  Beckurts  and  Otto,  ib,  xi.  886. 

»  Beckurte  and  Otto,  ib.  ix.  1876 ;  x.  263,  1508,  1952 ;  xi  886. 

•  Friedeland  Machuca,  Ann.  Chem.  Pharm.  Suppl.  ii.  72;  Phillipi  andTolens, 
ib.  clxxi.  815. 

^  Compies  Rendus,  xlvii.  76  j  Ann.  Chem,  Pharm.  cvii,  251, 
«  Jb.  cxxx.  143. 
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H.  Miiller.^  They  obtained  it  by  beating  its  nitril,  cyanacetic 
acid  (a  body  which  will  be  described  further  on),  with  potash. 
This  method  of  preparation  was  elaborated  by  various  chemists.^ 
According  to  Conrad  the  best  mode  of  preparation  is  the  follow- 
ing : — 100  grams  of  monochloracetic  acid  dissolved  in  200  cc.  of 
water  are  neutralized  with  pure  carbonate  of  potash  or  soda,  and 
to  this  80  grams  of  finely  powdered  and  pure  potassium  cyanide 
are  added,  and  the  whole  warmed.  A  violent  reaction  soon  occurs, 
some  hydrocyanic  acid  being  evolved.  In  order,  however,  to 
complete  the  decomposition  of  the  salt,  heat  must  be  employed 
for  two  hours  on  a  water-bath,  the  water  evaporating  being 
replaced,  and  then  100  grams  of  caustic  potash  added,  when  an 
immediate  evolution  of  ammonia  takes  place.  It  is  then 
further  heated,  until  the  smell  of  this  gas  ceases,  the  whole 
neutralized  with  hydrochloric  acid  and  calcium  chloride  added, 
which  yields  a  voluminous  precipitate,  which  soon  becomes 
crystalline.  This  is  then  washed  with  boiling  water  and 
decomposed  with  the  calculated  quantity  of  oxalic  acid.  The 
filtrate  is  then  evaporated,  and  the  residue  extracted  with 
ether.* 

Malonic  acid  is  also  formed  by  oxidizing  propylene,  CjELji 
allylene,  C^H^,  and  amylene,  C^H^^  with  potassium  perman- 
ganate.^ 

It  is  easily  soluble  in  water  and  alcohol,  and  crystallizes  in 
triclinic  tables  or  laminae.  It  melts  at  132'',  and  decomposes  at 
a  higher  temperature  into  carbon  dioxide  and  acetic  acid.  Its 
salts  have  been  carefully  examined  by  Finkelstein. 

Potassium  MaloncUe,  CjHjO^Kj,  is  deliquescent  The  acid 
salt,  2C3HjO^HK  +  H20,  crystallizes  in  large  prisms  which  do 
not  undergo  alterations  in  the  air.  Acid  Sodium  Malonate^ 
2C3H20^NaH4-H20,  is  deposited  in  large  transparent  crystals. 
Calcium  MaUmate,  2G^0fiB,  +  lB,jd,  is  very  difficultly  soluble 
in  water,  and  crystallizes  in  small  transparent  needles.  Barium 
MalonaU,  CjHjO^Ba  +  H^O,  forms  a  silky  radiating  crystalline 
mass,  and  is  also  difficultly  soluble  in  water,  but  dissolves 
readily  in  acetic  acid.  The  other  malonates  are  most  of  them 
slightly  soluble  in  water. 

*  Afuu  Chan.  Pharm.  czzzi.  848  and  350  ;  Joum.  Chem,  Soe.  [2],  ii.  79. 

'  Finkelflteiii,  Ann.  Cliem.  Pharm.  cxzxiiL  338 ;  Hointzel,  ib.  cxxxix.  129 ; 
H.  von.  Miiller,  Joum.  PrakU  Chem.  xix.  326 ;  Grimaux  and  Tschemiak,  Bull, 
Soe.  Chim.  xxxi.  338. 

*  Ann.  Chem.  Pharm.  cciv.  125. 

*  Campt.  Jiend.  Ixiy.  36. 
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Ethyl  ifaloncUe,  031120^(02115)2,  is  best  obtained  by  pouring 
eight  parts  of  absolute  alcohol  on  to  three  parts  of  the  well- 
dried  calcium  salt,  the  whole  being  saturated  with  hydrochloric 
acid,  and  after  standing  for  some  time  heated  on  the  water-bath 
and  hydrochloric  acid  gas  again  led  into  it.  The  alcohol  is  then 
allowed  to  evaporate,  the  residue  neutralized  with  carbonate  of 
soda  and  the  ether  separated  by  addition  of  water,  dried,  and 
purified  by  fractional  distiUation  (Oonrad). 

It  is  a. faintly  aromatic-smelling  liquid  having  a  bitter  taste, 
boiling  at  lOS""  and  having  at  18^  a  specific  gravity  of  1*068. 

Sodium  Ethyl  MaloncUe,  OHNa(C02.02H5)2,  is  obtained  by  the 
action  of  an  alcoholic  solution  of  sodium  ethylate  on  the 
foregoing  compound : 

CE^iGO^C^Tl^^  +  NaO.CjHj  =  OHNa(002.C2H5)2  +  HO.CjH^. 

It  crystallizes  in  white  glistening  needles.^ 

It  has  already  been  stated  that  the  sodium  compound  is  used 
for  the  synthesis  of  the  homologues  of  malonic  acid,  and  for  that 
of  the  higher  fatty  acids  (Part  I.  page  180). 

If  ethyl  carbonate  be  allowed  to  act  upon  this  body  ethyl 
methenyl  tricarbonate,  OH(C02.C2H5)3  is  formed.  This  is  a 
pleasantly  smelling  liquid  boiling  at  about  260^  It  is  decom- 
posed by  caustic  potash  into  potassium  malonate,  potassium 
carbonate,  and  alcohol.* 

Ethyl  Chlormalonate,  CH01(002.02H5)2,  is  formed  by  the 
action  of  chlorine  upon  ethyl  malonate.  It  is  a  liquid  boiling 
at  22r— 222V 

565  Cyanacetic  Add,  CO2H.OH2.ON,  is  the  nitril  of  malonic 
acid  and,  as  has  been  stated,  was  obtained  simultaneously  by  Kolbe 
and  Hugo  Miiller,  and  then  examined  by  many  other  chemists.^ 
In  order  to  prepare  it,  the  operation  is  conducted  in  the  first  place 
as  in  the  preparation  of  malonic  acid,  by  acting  upon  the  potassium 
salt  of  chloracetic  acid  with  potassium  cyanide.  The  solution  is 
then  evaporated,  the  residue  acidified  with  sulphuric  acid  and 
shaken  with  ether.  It  forms  yellow  crystals,  easily  soluble  in 
water  and  alcohol,  melting  at  55**  and  decomposing  into  carbon 
dioxide  and  acetonitril  when  more  strongly  heated.  If  the 
potassium  salt  of  the  acid  be  electrolyzed  it  decomposes  into 

^  Conrad,  Ann.  CJiem.  Pharm,  cciv.  129. 

'  Conrad,  Ber.  Deulsch.  Chem,  Oes,  xii.  1286. 

*  Conrad  and  Bischoff,  ib.  xiiL  600. 

*  Meeves,  Ann,  Chem,  Pharm,  cxliiL  201 ;  ran't  Hoflf,  Per,  Veutseh,  Chem. 
Ges.  vii.  1382. 
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hydrogen,  carbon  dioxide,  and  ethylene  dicyanide  (succinonitril). 

Ethyl  CyanacetaUy  C02(C2H5)CB[2.CN,  is  obtained  by  warming/ 
potassium  cyanide  with  an  alcoholic  solution  of  ethyl  chloracetate 
or  by  passing  hydrochloric  acid  into  an  alcoholic  solution  of 
cyanacetic  acid.     It  is  a  heavy,  almost  odourless  liquid  boiling 
at  207". 

Cyanacetyl  Bromide,  CN.CBI^.COBr.  This  compound  is 
obtained  by  acting  with  silver  cyanide  on  a  solution  pf  broma- 
cetyl  tromide  in  chloroform,  the  isomeride,  bromacetyl  cyanide, 
CH^r.CO.CN,  being  at  the  same  time  produced.  This  can  be 
separated  from  the  former,  compound,  by  shaking  with  ether  in 
which  it  dissolves. 

Bromacetyl  cyanide  crystallizes  in  monoclinic  tables,  melting 
at  7T — ^79°  and  is  decomposed  by  water  into  hydrocyanic  acid 
and  bromacetic  acid.  Cyanacetyl  bromide,  on  the  other  hand, 
crystallizes  in  long  needles,  and  is  decomposed  by  water  and 
more  quickly  by  alkalis  with  formation  of  malonic  acid :  ^ 

CN.CH2.COBr  +  SHjO  =  CO2H.CH2.CO2H  +  NH,Br. 

DCbrom-mcdonic  Add,  CBr^fCOgH)^  If  bromine  is  added  to 
an  aqueous  solution  of  malonic  acid,  decomposition  takes  place, 
and  when  it  is  used  in  excess,  tribromacetic  acid  and  carbon 
dioxide  are  formed.  If,  however,  a  solution  in  chloroform  be 
employed,  dibrommalonic  acid  is  formed,  crystallizing  in  deli- 
quescent needles,  and  melting  at  126** — 128^ 

Nitrosomalonic  Acid,  C3H3(NO)04,  was  first  obtained  by 
Baeyer  by  decomposition  of  the  corresponding  urea,  violuric 
acid  (for  which  see  uriff  add),  with  potash.  It  forms  glistening 
needles  easily  soluble  in  water,  which  melt  on  heating,  and 
then  explode  with  a  loud  noise.  When  boiled  with  water,  it 
decomposes  as  follows : 

CH(N0)(C02H)j  =  CHN  +  Rfi  +  2CO2. 

Amidomalonic  Acid,  C3H3(NH2)0^ ;  is  formed  when  the  fore- 
going compound  is  brought  into  contact  with  sodium  amalgam 
and  water.  It  is  easily  soluble  in  water  and  crystallizes  in  large 
glistening  prisms.  When  it  is  heated,  or  its  aqueous  solution 
boiled,  it  decomposes  completely  into  carbon  dioxide  and 
amido-acetic  acid. 

*  Moore,  Ber.  Deuiseh.  Chem.  Oes.  iv.  619. 
3  Uiibner,  Ann,  Chem,  Fharm.  czxiz.  124. 
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Oxyrfudonic  Add,  C^3i^((yH)0^  was  prepared  by  Dessaignes 
by  the  spontaneous  decomposition  of  the  so  called  nitro-tartaric 
acid,  and  known  as  tartronic  acid.^  It  is  also  formed  by  the 
reduction  of  mesoxalic  acid^  and  by  acting  with  potash  on 
ethyl  chlormalonate : ' 

CRG\{COyG^^.  +  3K0H  =  CH(0H)(C0„K)2  4  KCl  + 
2C2H5OH. 

It  can  be  obtained  synthetically  by  bringing  together  glyoxalic 
acid  and  potassium  cyanide  and  boiling  the  product  with  baryta 
water.*  It  is  easily  soluble  in  water,  crystallizes  in  large  trans- 
parent prisms,  and  is  decomposed  at  182''  into  carbon  dioxide 
and  glycolide : 

2C3H,05  =  aH.O,  +  2CO2  +  2H2O. 

566  Mesoxalic  Add,  C0(C0jH)2,  was  first  obtained  by  Liebig 
and  Wohler  as  a  product  of  decomposition  of  mesoxalyl  urea 
(alloxan),  a  body  obtained  by  oxidizing  uric  acid  with  nitric  acid.* 
It  is  also  formed  by  the  action  of  iodine  on  amidomalonic  acid.^ 

CH(NH2)(C02H)2  +  Ij  +  HP  =  C0(C02H),  +  NH,I  -h  HI. 

It  is  also   formed   by  the   action  of  silver  oxide  on   dibrom- 
pyroracemic  acid.^ 

In  order  to  prepare  it,  a  warm  aqueous  solution  of  alloxan  is 
treated  with  baryta  water,  not  in  excess,  when  barium  alloxanate 
separates  out : 

.CO.NHv  /CO.NH.CO.NH, 

CO;  /CO    +    H«0    =    C0( 

^CO.NH^  ^CO.OH. 

The  salt  thus  obtained  is  boiled  with  200  parts  of  water  for 
five  to  ten  minutes,  and  the  solution  allowed  to  cooL  Barium 
mesoxalate  crystallizes  out  whilst  urea  remains  in  solution :  ^ 

.CO.NH.CO.NHj  .CO.OH 

C0(  4-  HjO  =  C0(  +  NH2.CO.NH2. 

^CO.OH  XO.OH 

The  acid  is  then  liberated  fix)m  the  barium  salt  by  sulphuric 
acid.      It    forms    deliquescent    crystals,  having    the   formula 

1  w4n».  Chem.  PJuirm,  Ixxxii.  362  ;  bcxxix.  899. 
«  Deichsel,  Joum,  Prakt.  Chem.  xciii.  205. 

•  CoDrad  and  Bischoff,  Ber,  Deutsch,  Chem.  Ges.  xiii.  600. 

•  BSttinger,  ib  xiv.  729.  •  Ann.  Chem.  Pharm.  xxvi  298. 

«  Baeyer,  ib.  cxzxi.  298.  7  Deichsel,  Joum,  Prakt,  Chem,  xciii  193. 

•  Wislicenns,  ib. 
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C^3^0^+Kfi,  which  melt  at  115**  without  losing  water.  From 
this,  as  well  as  from  the  fact  that  its  salts  retain  water  with 
great  force,  it  appears  very  probable  that  the  acid  has  a  compo- 
sition analogous  to  that  of  glyoxalic  acid  (p.  103),  according  to 
which  its  formula  would  be  C(OH)2(C02H)2.  If  the  aqueous 
solution  be  heated  above  70°,  decomposition  takes  place  with 
evolution  of  carbon  dioxide ;  and  when  boiled  with  silver  oxide, 
the  following  reaction  takes  place  : 

COjH.CO.CO2H  +  AgjO  =  CO2H.CO2H  +  COj  +  Ag 

Ammonium  ifesoxalaU,  Cj05(NH^2,  separates  out  in  grains 
when  ammonia  is  added  to  an  aqueous  solution  of  the  acid.  It 
is  anhydrous  and  perhaps  is  the  ammonium  salt  of  the  yet 
unknown  mesoxamic  acid,  CO(NH2)C(OH)2C02H. 

Barium  Mesoxalate,  203O^Ba + SHjO,  forms  microscopic  prisms 
which  are  scarcely  soluble  in  cold,  and  only  slightly  soluble  in 
hot  water.     It  does  not  lose  water  till  170°  when  it  partially 


Lead  Mesoxalate,  C305(PbOH)2,  is  a  white,  light  insoluble 
powder.     The  normal  salt  does  not  appear  to  exist. 

aUver  Mesoxalate,  ^fi^^'gi^  HgO,  is  a  white  amorphous  pre- 
cipitate, which  soon  changes  to  tufts  of  yellowish  needles,  and  is 
decomposed  on  exposure  to  light. 

Ethyl  Mesoxalate,  C3H^(C2H5)2+H20,  is  formed  by  heating  the 
silver  salt  with  an  alcoholic  solution  of  ethyl  iodide.  It  is  a 
heavy  yellow  oil  which  decomposes  on  heating.  It  is  very  soluble 
in  water  and  is  soon  decomposed  into  alcohol  and  mesoxalic 
acid.  The  presence  of  water  in  this  ether  is  a  strong  argu- 
ment for  the  formula  which  has  already  been  given  for  the 
acid.  According  to  this  the  ether  has  the  constitution 
C(OH)j.(CO.OC,Hs)j. 
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567  In  1815  Taylor  noticed  that  when  fats  or  oils  are  strongly 
heated,  a  gas  of  high  illuminating  power  is  obtained.  This 
observation  led  to  the  development  of  a  new  branch  of  industry, 
for  this  oil-gas  was  pumped  into  strong  copper  vessels  under  a 
pressure  of  about  30  atmospheres,  and  these  were  carried  to 
the  houses  of  the  consumers,  where  the  gas,  known  as  portable 
gas,  was  burnt  as  an  illuminating  agent. 

During  the  process  of  manufacturing  this  portable  gas  a 
liquid  was  obtained,  which  was  investigated  in  1825  by  Faraday, 
who  discovered  in  it  two  hydrocarbons.  To  one  of  these,  now 
known  as  benzene,  he  gave  the  name  of  Bicarhiret  of  Hydrogen, 
and  the  other  he  termed  "  a  new  hydrocarbon,"  without  giving 
it  any  special  name.  He  observed  that  the  second  one  was 
gaseous  at  the  ordinary  temperature,  and  on  burning  it  he 
found  that  one  volume  of  this  gas  requires  six  volumes  of 
oxygen,  yielding  four  volumes  of  carbon  dioxide.  Accordingly 
Faraday  concluded  that  the  *'  new  hydrocarbon  "  has  the  same 
composition  as  defiant  gas,  but  he  noticed  that  it  has  a  specific 
gravity  between  27  and  28  (H=l),  or  double  that  of  olefiant 
gas.  Like  this  latter  compound  the  new  hydrocarbon  combines 
with  an  equal  volume  of  chlorine  to  form  an  oily  liquid,  but  the 
oil  thus  obtained  contains  twice  the  quantity  of  carbon  and 
hydrogen  to  the  same  quantity  of  chlorine  as  Dutch  liquid.^ 
To  this  hydrocarbon,  C4H8,  Berzelius  gave  the  name  of  dUetryl, 
Kolbe^  by  the  electrolysis  of  potassium  valerate  afterwards 
obtained  a  compound  of  similar  constitution  together  with  valyl 
(di-isobutyl,  Part  I.  p.  654),  and  Wurtz  •  found  a  similar  com- 
pound amongst  the  products  of  decomposition  of  amyl  alcohol 
at  a  red-heat.  Soon  after  this,  Berthelot  *  observed  that  this 
hydrocarbon,  which  was  also  termed   tetrylene,  InUyrene,  and 

*  Phil,  Trans,  1825,  p.  440.  •  Ann.  Chem.  Fharm,  bdx.  269. 

•  Jb,  civ.  240.  *  Jb.  cviii.  200. 
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hdylene,  is  fonned  when  sodium  acetate  or  calcium  oleate  is 
heated  with  soda  lime,  and  that  it  also  occurs  as  a  product  of 
decomposition  of  other  organic  bodies  at  high  temperatures. 
According  to  Hahn  ^  butylene  is  also  found,  together  with  its 
homologues,  amongst  the  products  which  are  obtained  by  dissolv- 
ing cast-iron  in  acids,  a  fact  which  has  been  subsequently 
confirmed  by  Cloez.* 

At  first  it  was  believed  that  the  butylenes  obtained  by  these 
various  processes  were  identical,  but  other  investigations  have 
shown  that  three  isomeric  modifications  exist,  viz. — 

(1)  a-Batylene,  or  Ethylethylei 
(2)  /3-Biitylene,  or  Symmetrical  Dimethylethylene. 

GHgCIl  —  C£[.CMj|. 

(3)  Isobatylene,  or  Unsymmetrical  Bimethylethylen 

c|>C  -  CH. 

568  a-Butylene,  or  Mhyl  Ethylene,  CH3.CH2CH  Zl  CH^.  This 
body  was  first  obtained  by  "Wurtz  by  heating  bromethylene  (vinyl 
bromide),  C^HjBr,  with  zinc  ethide,  and  described  as  vinyl- 
eihyl?  It  is  also  obtained  together  with  ethyl-butyl  ether  when 
primary  butyl  iodide  is  heated  with  alcoholic  potash.*  It 
is  a  gas  at  the  ordinary  temperature,  but  it  can  be  condensed  by 
cold  to  a  liquid  boiling  at  5^ 

a-BviyUne  Bromide,  CH3.CH2.CHBr.CH2Br,  is  a  colourless 
liquid  boiling  at  1 66"*  and  having  a  specific  gravity  of  1'8053. 

a-Butylene  G^/yc(?/,CH3.CH2.CH(OH).CHj(OH),is  obtained  by 
treating  the  bromide  with  silver  acetate  and  glacial  acetic  acid 
and  decomposing  the  product  with  caustic  baryta.  It  is  a  thick 
liquid  soluble  in  water,  boiling  at  191^ — 192**,  and  having  at  0^ 
a  specific  gravity  of  1*0189  (Saytzew  and  Grabowsky). 

•Ethyl  chlorether,  CH3.CH2.CH(0C2H5)CH2C1,  and  biethyl 
ether,  CH3.CH2.CH(OC2H5)CH2(OC2H5),  abeady  described,  are 
also  a-butylene  compounds. 

fi-ButylenSy  or  Symmetrical  Dimethyl  Ethylene,  CH3.CHZI 
CH.CH3,  is  obtained  by  heating  secondary  butyl  iodide  with 

*  Ann.  Chem,  Pharm,  cxziz.  67.  '  Compt,  Send.  Ixxviii.  1565. 

•  Ann,  Chcm  Pharm.  cliL  21. 

4  Lieben  and  Kossi,  i6.  clviii.  164 ;  GrabowsVy  and  Saytzew,  i&.  clxxix.  800. 
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alcoholic  potasL*  It  is  also  fonned  when  a  mixture  of  methyl 
iodide  and  allyl  iodide,  CH^  —  CH  -  CH^T,  is  heated  with 
sodium.^  In  this  case  the  fonnation  of  a-butylene  might  be 
expected,  and  a  small  quantity  of  this  substance  is  formed,  as 
well  as  some  isobutylene,'  but  the  chief  product  is  the  iS-com- 
pound,  and  hence  a  molecular  interchange  has  taken  place.  Its 
formation  from  isobutyl  alcohol  is  still  more  remarkable.  For 
this  purpose  this  liquid  is  allowed  ^  drop  on  to  heated  zin 
chloride,  and  the  gases  evolved  are  passed  through  sulphuric 
acid  diluted  with  one-half  its  volume  of  water,  the  isobutylene 
which  is  formed  at  the  same  time  being  absorbed.  The  unab- 
sorbed  gases  are  passed  into  bromine,  and  from  the  product 
)8-butylene  bromide  is  obtained  by  fractional  distillation.  If 
this  body  be  treated  with  sodium  the  pure  hydrocarbon  is 
obtained,  boiling  at  +  V  and  having  a  specific  gravity  at  —IS"*  5 
of  0  '635.  It  solidifies  in  a  vacuum  over  a  mixture  of  ether  and 
solid  carbonic  acid  to  a  crystalline  mass. 

fi'Butylene Bromide,  CH3.CHBr.CHBr.CH3,  is  a  liquid  boiling 
at  158*  and  having  a  specific  gravity  at  0"*  of  1'821.  When 
heated  with  20  times  its  volume  of  water  together  with  lead 
oxide  to  140** — 150*"  it  is  converted  into  methyl-ethyl  ketone 
(Eltekow). 

/8-Butylene  glycol  has  not  yet  been  prepared.  Another  glycol 
standing  between  it  and  the  a-compound  has  however  been 
obtained,  to  which  there  is  no  corresponding  olefine. 

fy-Butylene  Glycol,  CH3.CH(OH)CH2.CH2(OH),  is  formed  in 
small  quantity,  together  with  ethyl  alcohol,  when  an  aqueous 
solution  of  acetaldehyde  is  treated  with  sodium  amalgam  and 
the  liquid  kept  slightly  acid  by  addition  of  hydrochloric  acid.* 
In  this  case  /3-oxybutyraldehyde,  a  body  afterwards  to  be 
described,  is  first  formed,  and  this  combines  with  nascent 
hydrogen  to  form  the  glycol.*  It  is  a  thick  liquid  having  a 
sweet  taste,  and  is  not  soluble  in  water  but  dissolves  in  ether. 
It  boils  at  203°-5— 204.* 

569  Isobutylene,  or  Umymmetrical  Dimethyl  Bthylene,  (CH^^^ 
CziCHj,  was  first  obtained  by  Kolbe  by  electrolysis  of  calcium 
valerate.  It  is  also  found,  probably  together  with  isomerides,  in 
the  products  of  decomposition  of  amyl  alcohol  by  heat.*    It  is 

^  De  Lnynes,  Ann,  Chem,  Pharm,  czzix.  200 ;  cxzzli  275;  lieben,  ih,  cl.  lOS. 
»  Wurtz,  ih.  cxliT.  235. 

*  Groshcintz,  Bull.  Soe,  Ckim,  xxix.  201 ;  Le  Bel  and  Greene,  ih.  xxix.  806. 

*  Kekule,  Ann.  Chem,  Phartiu  clxii.  SlQ.        *  Wuitz,  Bull.  Soc.  Chim.  xx.  4. 

*  Butlerow,  Ann.  Chem.  Fharm.  cxlv.  277. 
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likewise  formed  easily  when  isobutyl  iodide  or  tertiary  butyl 
iodide  is  heated  with  alcoholic  potash.  The  simplest  method  of 
obtaining  it  is  however  to  heat  together  a  mixture  of  10  parts  of 
isobutyl  alcohol,  10  parts  of  sulphuric  acid,  4  parts  of  potassium 
sulphate,  and  16  parts  of  calcium  sulphate.^  According  to 
J.  Lermontow  a  better  yield  is  obtained  by  adding  2  parts 
of  water,  and  using  powdered  glass  instead  of  calcium  sulphate.' 
Konowalow  found  that  this  product  contains  about  one-third 
of  /3-butylene  and  a  small  quantity  of  a  paraffin  which  is 
probably  isobutane.^  Isobutylene  is  a  gas  which  has  an  un- 
pleasant smell  like  coal  gas>  and  is  condensed  by  pressure  or 
cold  to  a  liquid  which  boils  at  — 6*.*  ,^ 

Isobutylene  Chloride,  C^HgCl^  is  an  oily  liquid  having  a 
smell  resembling  that  of  ethylene  chloride  and  boiling  at  123"* 
(Kolbe). 

Isdbviylene  CfUorhydrin,  (CH3),CC1.CH2.0H,  is  obtained  by 
the  union  of  hypochlorous  acid  with  isobutylene.  It  is  an 
aromatic-smelling  liquid  boiling  at  137°,  and  being  converted  by 
the  action  of  sodium  amalgam  and  water  into  isobutyl  alcohoL^ 

Isdbutylme  Bromide,  GJBi^x^  boils  at  148** — 149"*  and  has  a 
specific  gravity  at  14**  of  1*798.  When  heated  with  lead  oxide 
and  15  to  20  times  its  volume  of  water  to  140*^ — 150**  isobutyl 
aldehyde  is  formed,  together  with  a  small  quantity  of  isobuty- 
lene glycol.^  Alcoholic  potash  converts  the  bromide  into 
bromisolnUylene,  (CH^)2C  m  CHBr,  a  body  boiling  at  91**,  and 
yielding  isobutyric  acid  on  heating  with  silver  oxide  and  water 
(Butlerow). 

Isobutylene  Glycol,  (CH8\C(0H)CHg(0H),  is  a  liquid  re- 
sembling common  glycol,  obtained  by  heating  the  bromide  with 
water  and  potassium  carbonate.  It  boils  at  176** — 178**  and 
has  at  0**  a  specific  gravity  of  1-0219.^ 

Wurtz  obtained  a  butyl  glycol  firom  butylene  obtained  by  the 
decomposition  of  amyl  alcohol  at  a  red-heat.  It  boils  at  183" 
— 184'',®  and  is  probably  a  mixture. 

Mtro-isobiUylene,  (CH,)2CzrCH(N02),  is  formed  by  the  action 

*  Puchot,  CompL  Bend.  Ixxxv.  767. 

*  Ann.  Chem.  Phamu  cxcvi.  117, 
»  Bull.  Soc.  Chim,  [2],  xxxiv.  333. 

«  Butlerow,  ZeiUck.  Chem.  1870,  236. 
'  Butlerow,  Ann,  Chem,  Pharm,  cxliv.  26 

*  Elketow,  Jaum,  Buss,  Chem,  Ges,  x.  214 
'  Nevoid,  Bull.  Soc.  Chim.  xxviL  63. 

*  Ann.  Chim.  Phys.  [3],  Iv.  400. 
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of  concentrated  nitric  acid  on  trimethyl  carbinol.  It  is  a 
yellowish  oil  which  boik  with  partial  decomposition  at  154** — 
158°,  and  has  a  very  pungent  smell  and  burning  taste.  It  is 
almost  insoluble  in  water  but  dissolves  readily  in  alkalis.  With 
alcoholic  soda  it  yields  the  compound  C4HgNaN02,  a  yellow 
powder  which  on  heating  deflagrates,  and  decomposes  on 
standing,  changing  its  colour  to  brown.  If  nitro-isobutylene  be 
heated  with  water  to  100°  it  decomposes  into  acetone  and  nitro- 
methane,  and  when  heated  with  hydrochloric  acid,  it  yields 
ammonia,  hydroxylamine,  carbon  dioxide  and  other  products 
which  have  not  yet  been  investigated.^ 


TRICHLORBUTIDENE  COMPOUNDS. 

570  Trichlorbutidene  Oxide,  TrieJUorhutyraldehyde,  or  Butyl 
CJOaral,  CH3.CHCl.CClj.COH,  was  first  obtained  by  Kramer  and 
Pinner*  by  acting  with  chlorine  on  acetaldehyde,  and  described 
as  croton  chloral,  C4H3CI3O.  Its  correct  composition  was  then 
recognised  by  Pinner,*  who  also  explained  its  formation.  Two 
molecules  of  aldehyde  first  unite  together  with  separation  of 
water  and  formation  of  croton  aldehyde : 

CH.  CHg 

I  J. 

COH  CH 


=     J!      + 

CH3  CH 

.  COH  COH 


H,0. 


Chlorcroton-aldehyde,  CH3.CH=:CCLC0H,  is  then  formed, 
and  this  unites  with  one  molecule  of  chlorine.  The  compound 
is  best  obtained  by  passing  chlorine  into  paraldehyde,  which  is 
well  cooled  and  afterwards  heated  to  100"*  as  long  as  action  is 
observed.  More  alcohol  is  added  to  the  product,  and  this 
neutralized  with  calcium  carbonate,  when  the  whole  is  distilled 
and  the  corresponding  hydrate  obtained,  and  this  on  heating  in 
a  stream  of  hydrochloric  acid  yields  pure  butyl  chloral.  It  is  an 
oily  pungent-smelling  h'quid,  boiling  at  164"* — 165"*,  and  having 
a  specific  gravity  of  1.3956  at  20*. 

1  Haitinger,  Ann,  Chem,  Pharm.  cxciii.  366. 

2  Ber,  Deutadi,  Chem,  Oea,  iii.  886  and  790. 
^  Ann,  Chenu  Pharm,  clxxix.  21. 
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TrxcMorhutidme  Glycol,  or  Bviyl  Chloral  Hydraie,  CH3.CHCL 
CCl2.CH(OH)2,  is  easily  obtained  by  the  union  of  the  foregoing 
compound  with  water.  It  crystallizes  in  tablets  which  are 
difficultly  soluble  in  hot  water.  It  fuses  at  IS'^  and  is  easily 
volatile,  yielding  a  vapour  which  excites  a  flow  of  tears.  Given 
internally  it  acts  similarly  to  chloral  hydrate,  and  is  said  to  have 
been  used  with  good  effect  in  certain  cases.  In  other  respects 
butyl  chloral  presents  the  greatest  analogy  to  common  chloral. 
Potash  solution  decomposes  it  in  the  cold  with  formation  of 
allylene  dichloride,  CH3CCI  :z.  CHCl,  and  potassium  formate. 
Heated  with  fuming  nitric  acid,  trichlorbutyric  add,  CH3.CHCI. 
CCI2.CO2H,  is  formed,  a  body  tolerably  soluble  in  water,  and 
crystallizing  in  needles  which  melt  at  60*,  the  acid  boiling 
between  236"*  and  238"*,  and  forming  salts  which  are  easily 
decomposed.^ 


THE  OXYBUTYRIC  ACIDS. 

571  a-Oxyhutyric  Add,  CH5.CHyCH(0H).C0jH,  was  first 
obtained  from  brombutyric  acid  (Part  I.  p.  579)  by  acting  on  it 
with  water  and  silver  oxide.*  In  order  to  prepare  it,  brombutyric 
acid  is  boiled  with  baryta  solution,  the  barium  precipitated  by 
sulphuric  acid  and  the  ozybutyric  acid  extracted  from  the  solu- 
tion by  shaking  with  ether.  The  crude  acid  is  then  converted 
into  the  zinc  salt,  (Pfi^O^^n-^'iSLfi,  crystallizing  in  small 
prisms  and  difficultly  soluble  in  cold  water,  and  this  is  then  de- 
composed by  sulphuretted  hydrogen.' 

a-Oxybutyric  acid  is  also  formed  when  propionaldehyde  is 
mixed  with  an  excess  of  aqueous  hydrocyanic  acid  and  allowed 
to  stand  for  some  days  at  0^  One  and  a  half  times  its  volume 
of  hydrochloric  acid  of  specific  gravity  1*185  is  added,  and  the 
whole  allowed  to  stand  at  the  ordinary  temperature  for  some 
days,  and  then  heated  for  some  hours  to  60"" — 70"*  and  the  acid 
removed  by  shaking  with  ether.* 

It  is  a  crystalline  deliquescent  mass  melting  at  42""— 42'''5, 

*  Erftmer  and  Piniier,  Ber,  DetUsch,  Chem,  Om.  ill  389 ;  Jndson,  ib,  iii. 
785 ;  Kahlbaum,  t&.  xii.  2337 ;  Gazzorolli-Thnmlak,  Ann,  Chem.  Pharm, 
clxxxii.  181. 

'  Naamann,  %b.  cxix.  115 ;  Friedel  and  Machnca,  ih,  cxx.  279. 
■  Markownikow,  ib,  clix.  242. 

♦  Prizibytek,  J<mm.  Rum,  Chem,  Oes,  yiii  336 ;  Ber,  DetUxh.  Chan,  Cfts. 
ix.  1348. 
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beginning  to  sublime  at  CO'^-TO*,  and  boiling  at  255^—260**  with 
partial  decomposition.  On  oxidation  it  yields  propionaldehyde 
and  propionic  acid.* 

572  e-  OxyhtUyrie  Acid,  CH3.CH(OH).CH2.C02H,  was  first  ob- 
tained by  Wislicenus  by  acting  with  sodium  amalgam  and  water 
on  ethyl  acetacetate  *  (p.  172).  It  is  also  formed  when  propylene 
chlorhydrin  is  heated  to  100**  with  potassium  cyanide  and  spirit 
of  wine,  and  the  nitril  which  is  thus  formed  decomposed  with 
caustic  potash.'  In  order  to  separate  it  from  alkali  salts  which 
are  formed  at  the  same  time,  it  is  acidified  with  sulphuric  acid 
and  shaken  up  with  ether  ;  the  ethereal  solution  depositing  the 
acid  as  a  viscid  deliquescent  syrup,  which  volatilizes  in  a  current 
of  steam,  and  when  heated  by  itself  is  converted  into  a-crotonic 
acid.  The  zinc  salt  is,  like  most  of  the  )8-oxybutyrates, 
amorphous. 

jS'Oxyhityraldehyde,  CH3.CH(OH).CH2.COH.  This  com- 
pound, which  is  the  only  known  aldehyde  in  the  lactic  acid 
series,  was  obtained  by  Wurtz  by  gradually  adding  2  parts  of 
hydrochloric  acid  of  specific  gravity  1'16  cooled  to  —10",  to  a 
mixture  of  equal  parts  of  hydrochloric  acid  and  aldehyde  cooled 
to  0^  The  mixture  was  allowed  to  stand  for  some  days  at  the 
ordinary  temperature,  then  neutralized  with  carbonate  of  soda, 
shaken  up  with  ether,  and  the  residue  remaining  on  evaporation 
was  distilled  in  a  vacuum.  The  formation  of  this  body,  which 
was  termed  aldol  (aldehyde  alcohol),  by  Wurtz,  is  explained  by 
the  following  equations: 

(1)  CHjCOH  +  HCl  =  CH3CH(0H)a 

(2)  CH3.CH.(0H)C1  +  CH3.COH  =  CH3.CH(0H)CH,C0H  + 

HCl. 

It  is  a  thick  liquid  which  at  0**  is  so  tenacious  that  the  vessel 
containing  it  may  be  overturned  without  its  running  out.  It  is 
easily  soluble  in  water,  and  has  a  bitter  aromatic  taste.  Under 
ordinary  pressure  it  cannot  be  distilled  without  change,  as  it 
decomposes  above  135",  into  water  and  croton  aldehyde.  It 
quickly  reduces  ammoniacal  silver  solution  with  formation  of  a 
silver  mirror,  and  production  of  )8-oxybutyric  acid,  and  unites 
with  nascent  hydrogen,  forming  /8-butylene  glycol 

*  Ley,  Ber.  Jkufxh,  Chem,  Oea,  x.  230. 
'  Ann.  Ckem,  Pkarm.  cxiix.  205. 

•  Markownikow,  iJb.  cliii.  287. 
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On  standing  it  undergoes  spontaneous  change  into  paraldol,  a 
body  crystallizing  in  triclinic  prisms,  and  this  on  heating  under 
diminished  pressure  is  again  transformed  into  aldoL 

Aldol-Ammonia,  or  OxydibtUidene  Hydroxyamine^ 

CH3.CH(0H).CH,CH  |  gg^ 

is  obtained  by  passing  ammonia  into  an  ethereal  solution  of 
aldoL  It  is  a  syrupy  liquid,  wKich  dries  up  in  a  vacuum  to  a 
resinous  mass. 

DicUdan,  CgHj^Oj,  is  formed  when  the  mixture  of  aldehyde 
and  hydrochloric  acid,  used  for  the  preparation  of  aldol,  is 
allowed  to  stand  for  some  time. 

It  forms  crystals  which  are  slightly  soluble  in  cold  water,  but 
dissolve  in  boiling  alcohol  and  melt  at  130^.  Like  aldehyde  it  re- 
duces ammoniacal  silver  solution,  and  it  is  oxidized  by  potassium 
permanganate  with  formation  of  monobasic  dialdanie  cund, 
CgHj^O^  a  body  easily  soluble  in  water,  and  crystallizing  in 
monoclinic  prisms,  which  melt  at  80**,^ 

When  dialdan  is  treated  with  sodium  amalgam  in  slightly 
acid  solution,  dialdan  alcohol,  CgH^^O^,  is  formed.  This  is  a 
crystalline  deliquescent  mass  melting  at  about  50°  and  boiling  at 
162* — 165°  under  a  pressure  of  10mm.  On  heating  with  acetic 
anhydride,  the  diacetate,  G^lS.^4{C^fi)20^  is  formed.  The 
alcohol  does  not  combine  with  bromine,  and  the  dialdan  com- 
pounds therefore  do  not  not  contain,  as  Wurtz  formerly  supposed, 
two  doubly  linked  carbon  atoms.  He  now  gives  the  following 
formula  to  the  alcohol : ' 

CHg.CH.CHyCaCHj.CH(OH)CH2CH2.0H. 


0 

When  dialdan  is  heated  with  aqueous  ammonia,  the  dyad 
base,  Cj^HsgO^N],  is  formed.  It  is  amorphous,  easily  soluble  in 
water,  and  has  an  alkaline  reaction  and  a  very  bitter  taste.' 

573  y-Oxybutyrie  Acid,  CH2(OH).CH2.CH^COj5H.  By  the 
action  of  phosphorus  pentachloride  on  succinic  acid,  C2H^(C02H)2, 
the  corresponding  chloride,  CgH4(COCl)2,  is  obtained,  and  this 
when  treated  with  glacial  acetic  acid  and  sodium  amalgam  yields 

^  Bull  Soc,  Chim,  [2],  xvii.  436 ;  zz.  4 ;  Compt,  Send.  Izzziii.  255,  1259 ; 
Izzzvii.  45 ;  Bull.  Soe.  Chim,  zzviiL  170. 
*  Compt,  Bend.  zcii.  1371. 
»  lb.  xc.  1080. 
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the  anhydride  of  the  above  oxybutyric  acid,  which  probably 
possesses  the  following  constitution  : 

CH2.CH2CH1 

O CO. 

It  is  a  crystalline  body  boiling  at  201** — 203**,  and  when  heated 
with  baryta  water  it  yields  the  crystalline  deliquescent  barium 
salt,  from  which  the  acid  can  be  liberated  by  dilute  sulphuric 
acid  and  withdrawn  from  solution  by  means  of  ether.  On 
evaporating  this  solution  the  acid  remains  as  a  liquid,  which  on 
distillation  yields  water  and  the  anhydride,  which  on  oxidation 
yields  succinic  acid,  and  was  formerly  considered  to  be  the 
aldehyde  of  this  latter  acid.  The  solution  of  the  zinc  salt 
yields  a  syrup* on  evaporation,  which  on  standing  solidifies  to 
an  imperfectly  crystalline  mass. 

By  the  action  of  phosphorus  iodide  on  the  aqueous  solution 
of  the  anhydride  7-iodobutyric  acid  is  obtained,  an  oily  liquid 
which  is  converted  into  normal  butyric  acid  by  the  action  of 
dilute  sulphuric  acid  and  sodium  amalgam.^ 

574  a-Oxyiadbutyric  Add,  (CHjj)2.C(OH).C02H,  was  first 
obtained  by  Wurtz  by  oxidizing  amylene  glycol,  and  termed  by 
him  butyl  lactic  acid.'  Stadeler  afterwards  obtained  it  by  the 
action  of  hydrocyanic  acid  and  hydrochloric  acid  on  acetone,  a 
mode  of  formation  which  is  analogous  to  that  of  lactic  acid  from 
aldehyde,  and  termed  it  CLcetoiiic  acid.^  After  this  Frankland 
and  Duppa  obtained  an  acid  of  the  same  composition  by 
heating  methyl  oxalate  with  methyl  iodide  and  zinc,  and  to  it 
they  gave  the  name  of  dimethyl  oxalic  acid,^  and  Markownikow 
found  that  these  acids  are  identical  with  that  which  he  obtained 
by  boiling  bromisobutyric  acid  with  baryta  water.*  Any  one  of 
these  different  methods  may  be  employed  for  the  preparation  of 
the  acid.  A  mixture  of  acetone,  hydrocyanic  acid  and  dilute 
hydrochloric  acid  is  allowed  to  stand  for  three  weeks.  It  is  then 
boiled  for  three  days  in  connection  with  a  reversed  condenser, 
the  excess  of  acetone  evaporated  off  on  the  water-bath,  and  the 
residue  shaken  with  ether,  the  acid  remaining  after  evaporation 
of  the  ether  being  converted  into  the  zinc  salt,  and  this  in  its 
turn  decomposed  by  sulphuretted  hydrogen.* 

*  Saytzew,  Jwm,  Prakt,  Chem,   [2],  xxv.  61. 

*  Ann,  Chem,  Fharm,  cviL  197. 

*  lb.  cxi.  820.  *  Ih.  cncdii.  80. 

»  Jb.  cliii  228.  «  Markownikow,  i6.  cxlvi.  899. 


Digitized  by  VjOOQ  IC 


THE  KETONIC  ACIDS.  171 

To  obtain  it  from  methyl  oxalate,  amalgamated  granulated  zinc 
is  covered  with  a  mixture  of  the  ether  and  methyl  iodide,  in  the 
proportion  of  1  to  2  molecules,  and  the  mixture  heated  in 
absence  of  air  for  96  hours  to  30** — 50^  To  the  crystalline 
mass  water  is  gradually  added  and  the  whole  boiled  with  an 
excess  of  caustic  baryta.  The  dissolved  iodine  is  removed  by 
silver  oxide,  and  the  barium  precipitated  by  carbon  dioxide,  the 
barium  salt  being  obtained  by  concentrating  the  solution,  and 
this  again  decomposed  by  sulphuric  acid.^ 

If  the  acid  is  to  be  obtained  from  bromisobutyric  acid, 
sodium  carbonate  should  be  employed  in  place  of  caustic 
baryta.* 

Oxyisobutyric  acid  is  very  soluble  in  water,  and  crystallizes  in 
large  white  prisms  which  melt  at  79^  but  begins  to  sublime  at 
50**.  It  boils  without  decomposition  at  21 2^  and  volatilizes  easily 
in  a  current  of  steam.  It  has  a  strong  acid  taste  and  a  peculiar 
cheese-like  smelL  Its  crystalline  salts  are  all  easily  soluble  in 
water,  with  the  exception  of  the  zinc  salt  (G^^^jO^^n  +  2HjO, 
which  crystallizes  in  six-sided  microscopic  laminae,  or  in  well- 
formed  four-sided  tables,  dissolving  at  15**  in  160  parts  of  water, 
and  being  somewhat  more  soluble  in  boiling  water. 

/8-OxysobutyricAcid,^^^2]^^CH.C02H,  which  ought,  ac- 
cording to  theory,  to  exist,  is  not  known. 


THE  KETONIC  ACIDS. 

575  Propionyl  Formic  Add,  CH3.CHg.CO.CO2H.  When  pro- 
pionyl  chloride  is  heated  with  silver  cyanide,  its  nitril  or  propionyl 
cyanide,  CgH^.CO.CN,  is  formed.  This  is  a  liquid  resembling 
acetyl  cyanide;  it  boils  at  108** — 110**,  and  is  decomposed  by 
water  into  propionic  acid  and  hydrocyanic  acid.  Propionyl  formic 
acid  is  obtained  by  the  action  of  hydrochloric  acid  upon  this  body. 
It  is  a  peculiarly  smelling  oil  which  boils  under  a  pressure  of 
25mm.  at  74** — 78*.  Sodium  amalgam  and  water  convert  it  into 
tf-oxybutyric  acid.  The  majority  of  its  salts  are  easily  soluble 
in  water  and  crystalli2e  well,  and  this  serves  to  distinguish  this 
add  from  its  lower  homologue,  pyroracemic  acid.* 

1  AnTu  Chem.  Pharm,  cxxxv.  25.  *  Fittig,  ib.  cc.  68. 

>  Claiaen  and  Moritz,  Ber,  Deuiach.  Chem,  Ges,  xiiL  2121. 
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576  Aeetaacetic  A&id,  CH3.CO.CH2.CO2H,  is  not  known  in  the 
free  state.  Ethers  of  it  are  however  known,  and  of  these  the 
following  are  the  most  important. 

Mhyl  Acetoacetate,  or  Acetoacetic  Ethyl  Ether,  CH3.CO.CHy 
COyCjHg.  In  the  year  1863  Geuther  commenced  to  study  the 
action  of  sodium  on  ethyl  acetate,  and  found  that  a  crystalline 
compound  having  the  formula  C^H^NaOg  is  formed,  together  with 
sodium  ethylate,  hydrogen  being  at  the  same  time  evolved.  If 
the  first  of  these  substances  be  heated  with  methyl  or  ethyl 
iodide,  ether-like  compounds  are  formed,  whilst  by  the  action  of 
hydrochloric  acid  on  this  sodium  compound  a  volatile  liquid 
having  the  composition  C^Hi^^Og  is  produced,  to  which  he  at 
first  gave  the  name  of  diacetic  ether.^  Later  on,  however,  he 
found  that  one  atom  of  hydrogen  in  this  body  can  be  replaced  not 
only  by  sodium  but  by  other  metals,  and  he  then  considered  the 
body  to  be  ethyl  diacetic  acid,  and  the  bodies  obtained  by 
the  action  of  iodides  on  this  he  considered  to  be  the  ethers  of 
this  acid.* 

In  the  meantime  Frankland  and  Duppa,*  without  being 
acquainted  with  Geuther's  investigations,  occupied  themselves 
with  this  subject,  and  likewise  found  that  sodium  acts  upon  acetic 
ether  with  evolution  of  hydrogen  and  formation  of  a  crystalline 
mass.  This  mass  they  treated  with  ethyl  iodide,  and  after  the 
reaction  was  complete  added  water  to  it  and  distilled,  and  from 
this  distillate  obtained  the  following  products : 

(1)  Diethyl  ether,  {C^^fi. 

(2)  The  ethyl  ether  of  ethyl  acetic  acid,  {G^^CE^.CO^, 
which  is  identical  with  butyric  acid. 

(3)  The  ethyl  ether  of  diethylacetic  acid,  (CjH5)2CH.C02H, 
which  is  isomeric  with  caproic  acid. 

(4)  Ethyl  acetone-carbonic  acid,  CgHj^Og,  a  body  identical 
with  Geuther's  ethyl  diacetic  ethyl  ether,  and  it  is  converted  by 
heating  with  baryta  water  into  alcohol,  carbon  dioxide,  and 
ethyl  acetone  {Cfi^QYL^.COXM^ 

(5)  Diethyl-acetone  acetic  ether,  C^QH^gOg,  a  body  which  on 
heating  with  bases  yields  alcohol,  carbon  dioxide,  and  ditthyl- 
acetone,   (C2H5)2CH.CH.CO.CHg. 

Similar  compounds  with  other  alcohol  radicals  were  obtained 
by  the  employment  of  the  iodides  of  methyl,  isopropyl  and 
amyl. 

1  Jahrtsh.  Chem.  1868,  828.  •  lb.  1865,  302. 

»  Phil.  Trans.  clvL  87. 
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The  formation  of  ethyl  acetic  acid  and  diethyl  acetic  acid  and 
other  simple  and  double  substituted  acetic  acids  was  explained 
by  the  supposition  that  when  sodium  acts  upon  acetic  ether  the 
compounds  CH2Na.C02CgH5  and  CHNaj-COjCgHj  are  formed, 
and  that  when  the  sodium  in  these  is  replaced  by  alcohol  radicals 
the  ethers  of  the  higher  fatty  acid  are  produced. 

The  formation  of  ethyl  carbonate  of  ethyl  can  also  be  readily 
explained.  According  to  Geuther  the  formation  of  sodium  ethyl 
diacetate,  or  sodacetone  carbonate  of  ethyl  as  Frankland  and 
Duppa  called  it  is  represented  by  the  following  equation  : 

2C,H,O.CgH30  +  Na^  =  Hj  +  0^,.ONa  +  CeH^NaOj. 
But  according  to  Frankland  and  Duppa  it  is  probably  formed 
as  follows: 

CH3 
CH-  I 

I  +    Na.    =    CO  +    2CjH..0H    +    Hj. 

CO.OC-H,  I 

CHNa 


4 


i 


:;o.oc,H, 

If  the  sodium  be  replaced  by  ethyl,  ethyl  carbonate  of  ethyl  is 
formed,  and  this  is  decomposed  by  baryta  water  into  ethyl 
acetone,  alcohol,  and  carbon  dioxide. 

In  this  reaction  disodacetonate  of  ethyl  may  be  formed : 

CH3 
2    I  +    Nag    =    CO  +    C2H5OH    +     Hg, 


CO.OC^H, 


'^2* 


CN£4 
CO.OCjH, 


This  can  be  converted  by  ethyl  iodide  into  diethyl  carbonate 
of  ethyl  which  yields  diethyl  acetone  when  decomposed  by 
alkalis.^ 

These  views  are  generally  accepted,  and  as  in  this  case  the 
action  of  sodium  upon  acetic  ether  is  first  to  produce  sodium 
acetoacetic  ether,  CHgNa-COgOjIIg,  it  was  hoped  by  the  action  of 
acetyl  chloride  on  the  crude  product  to  obtain  larger  quantities 
of  Geuther*s  ethyl  diacetic  acid.^  Hence  it  was  termed  acetyl 
sjcetic  ether,*  or  shortly,  acetacetic  ether. 

1  Phil.  Trans,  xcvi.  87.  •  Lippmaim,  ZeUach,  Chem.  1869,  28. 

^  WisUcenofl,  Ann,  Chem,  Pnarm»  czliz.  207.  '. 
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Qeuther  had,  however,  in  the  meantime  repeated  his  experi- 
ments and  arrived  at  exactly  the  same  conclusion  as  before.  He 
in  vain  endeavoured  to  obtain  the  hypothetical  sodium  com- 
pound, the  existence  of  which  Frankland  and  Duppa  assumed, 
and  he  was  able  to  explain  to  a  great  extent  some  of  the 
syntheses  obtained  by  these  chemists.  He  found  in  the  first 
place  that  when  pure  sodium  ethylat^  is  heated  with  pure 
acetic  ether  a  considerable  quantity  of "  ethyl  diacetic  acid  "  is 
formed — 

C2H,.0Na  +  2C;Hfi^  =  2CjH,.0H  +  CeH^NaO^ 

Moreover,  he  observed  that  when  the  ethyl  ether  of  this  acid 
(ethyl  acetone  carbonate  of  ethyl)  is  heated  with  acetic  ether  and 
sodium  ethylate,  ethyl  butyrate  is  formed : 

CeH,(C,H^03  +  C,H,.ONa  +  C,H30.0C,H,  -  CjHjNaO,  + 

By  the  action  of  sodium  on  acetic  ether  the  first  compound 
which  is  produced  is  C^H^NaOj,  together  with  sodium  ethylate. 
This  latter  acts  further  upon  the  acetic  ether  according  to  the 
first  of  the  above  equations.  By  the  action  of  ethyl  iodide 
ethyl  acetone  carbonate  of  ethyl  is  formed,  and  this  is  then  con- 
verted according  to  the  second  equation  into  sodium  acetate 
and  ethyl  butyrate.  He  also  suggested  that  the  latter  compound 
yields  the  two  other  bodies,  inasmuch  as  when  treated  with 
sodium  ethylate,  it  behaves  in  a  similar  way  to  ethyl  acetate.^ 

Further  investigations  on  this  subject  have  shown  that  when 
perfectly  pure  and  absolutely  dry  acetic  ether  is  made  use  of  no 
hydrogen  is  evolved.*  According  to  Oppenheim  and  Precht  * 
this  depends  upon  the  fact  that  a  part  of  the  acetyl  which 
separates  from  the  acetic  ether  is  reduced  to  sodium  ethylate : 

CH,.CO-    +    Na    +    Ha    =    CH,.CHj.ONa. 

577  The  researches  of  Wislicenus  and  his  pupils  however  have 
thrown  a  clear  light  upon  the  changes  which  accompany  the 
synthetical  reactions  discovered  by  Frankland  and  Duppa.  The 
results  to  which  they  arrived  have  already  been  mentioned. 
(Part  L.  page  180.) 

It  is  therefore  sufficient  here  shortly  to  state  that  the  ethyl 
sodacetacetate,  CH3.CO.CHNa.CO.OC2H5  is  converted  by  acids 

^  Jahresb.  1868,  511. 

*  Wanklyn,  Joum,  CKmn,  Soe,  [2],  ii.  871 ;  Ladenbmg,  Ber,  Jkutach,  Chem. 
Ges.  iii.  805. 
»  lb.  ix.  820. 
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into  ethyl  acetacetate,  OH3CO.CH,.CO.OC2H5,  in  which  one 
hydrogen  atom,  but  no  more,  can  be  again  replaced  by  sodium. 
In  the  ethers  -which  are  obtained  by  the  action  of  the  iodides  of 
the  alcohol  radicals  on  these  sodium  compounds  the  second  atom 
of  hydrogen  can  be  replaced  by  sodium  giving  rise  to  compounds 
such  as  CHsCO.C(CjH5)Na.C02C2H5.  In  this  the  metal  can 
again  be  replaced  by  an  alcohol  radical.  The  simple  and  double 
acetacetates  thus  obtained  are  decomposed  by  concentrated 
caustic  potash  in  the  following  way : 

CH.  CH, 

1  I 

CO  CO.OK 

I  +    2K0H    =  +    HO.CoH„ 

CXY  CHXY 

CO.OC^Hg  CO.OK 

In  this  formula  X  and  Y  signify  either  hydrogen   or  any 
alcohol  radical,  and  they  yield  therefore  potassium  acetate,  the 
potassium  salt  of  a  simple  or  double  substituted  acetic  acid  and 
alcohol. 
By  the  action  of  baryta  water  Ketones  are  formed  :  ^ 

CIL 

I  CH3 

CO  I 

I  +    Ba(OH),    =    CO        +    HO.C2H5    +    COgBa. 

CXY  I 

I  CHXY 

CO.OCjHg 

578  Preparation.  In  order  to  prepare  ethyl  acetacetate,  the 
following  process  may  be  employed : 

To  one  kilo,  of  pure  ethyl  acetate  contained  in  a  flask  provided 
with  a  reversed  condenser  100  grams  of  sodium  cut  into  small 
pieces  are  at  once  added  when  the  liquid  soon  begins  to  boil. 
When  this  ceases  it  is  heated  on  a  water-bath  until  the  metal 
is  completely  dissolved.  To  the  still  warm  liquid  mass  550 
grams  of  50  per  cent,  acetic  acid  are  then  added  and  the  whole 
well  shaken  up,  the  mixture  allowed  to  cool,  and  then  500cc.  of 
water  added  when  the  mass  separates  into  two  layers.  The 
upper  of  these  is  removed,  washed  with  a  little  water  and  distilled 
in  the  water-bath,  when  the  larger  quantity  of  unaltered  ethyl 

^  Ann.  Chem.  Pham.  clxxxvi.  161,  where  the  history  of  this  subject  is  fully 
discussed. 


Digitized  by  VjOOQ  IC 


176  THE  BUTYLENB  COMPOUND& 

acetate  distils  over.  The  residue  is  then  submitted  to  fractiooal 
distillation  until  the  chief  portion  boils  at  ITb"* — 185**,  and  the 
liquid  thus  obtained  is  sufficiently  pure  for  most  purposes.  By 
repeated  fractional  distillation  a  somewhat  purer  product  boiling 
at  178** — 182*  is  obtained,  but  as  the  ether  decomposes  slightly 
on  distillation  into  products  which  will  be  afterwards  described, 
a  perfectly  pure  substance  cannot  be  thus  obtained.  In  the 
most  favourable  case  a  yield  of  175  grams  is  obtained.^  The 
large  excess  of  ethyl  acetate  is  necessary  in  order  to  diminish  the 
decomposition  which  occurs  and  by  which  the  yield  would  be 
much  diminished.  The  alcohol  is  removed  by  shaking  the 
portion  passing  over  below  100**  with  common  salt.  The  upper 
layer  of  liquid  is  then  dried  over  calcium  chloride  and  purified 
by  distillation,  and  in  this  way  350 — 400  grams  of  ethyl  acetate 
are  recovered. 

Ethyl  acetacetate  is  a  liquid  having  a  pleasant  fruity  smell, 
and  boiling  with  slight  decomposition  at  181'',  its  specific 
gravity  at  20''  being  1*0256.  When  brought  in  contact  with 
sodium  amalgam  and  water  it  is  converted  into  /3-oxybutyric 
acid.^  A  very  characteristic  property  of  this  substance  is  that 
it  is  coloured  violet  by  ferric  chloridow  A  similar  coloration  is 
produced  by  the  same  reagent  in  diabetic  urine,  and  for  this 
reason  Geuther  suggested  that  this  liquid  probably  contains 
ethyl  acetacetate,  and  this  is  rendered  more  probable  by  the  fact 
that  such  urine  yields  the  products  of  the  decomposition  of 
the  ether,  namely  acetone  and  alcohol.  More  recent  experi- 
ments render  it  almost  certain  that  Geuther's  suggestion  is 
correct  although  the  ether  has  not  yet  been  isolated  from  this 
liquid.  The  quantity  present  is  very  small.  In  one  case  the 
amount  was  determined  by  converting  it  into  iodoform,  and  it 
was  found  that  in  eight  days  100  parts  of  urine  had  yielded  from 
0.0399  to  0.01909  of  ethyl  acetacetate,  probably  occurring  in 
the  form  of  sodium  compound.' 

It  has  already  been  stated  that  ethyl  acetacetate  decomposes 
on  distillation.  In  this  case  a  peculiar  acid  is  formed  to  which 
Geuther  has  given  the  name  of  dehydracft^c  acid,  CgHgO^. 
This  is  obtained  in  considerable  quantity  when  the  ether  is 
heated  for  three  hours  to  a  temperature  of  230'' — 250**,  when  a 

^  Awn.  Ckem,  Pharm.  dxzxvi.  214. 

*  Wisliceniu,  <b,  cxlix.  205. 

*  Rupstein,  Frenenitu'  Zeitkh,  xiv.  419 ;  Hilger,  Ann,  Chem,  Pharm,  cxov. 
314. 
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considerable  quantity  of  ethyl  acetate  together  with  other  pro- 
ducts is  formed.^  It  is  best  obtained  however  by  passing 
ethyl  acetacetate  through  a  tube  heated  below  dull  redness,  when 
alcohol  and  acetone  are  also  formed.^  It  is  difficulty  soluble  in 
cold  water  but  dissolves  more  readily  in  hot  alcohol  and  crystal- 
lizes in  rhombic  tables  which  melt  at  lOS^^'S  and  boil  with 
partial  decomposition  at  269*^.  It  is  a  monobasic  acid  and  does 
not  undergo  change  when  heated  with  strong  sulphuric  acid  or 
concentrated  nitric  acid.  If  heated  with  concentrated  caustic 
soda  it  decomposes  into  acetone,  acetic  acid  and  carbon  dioxide. 
Its  constitution  is  unknown. 


METALLIC  COMPOUNDS  OP  ETHYL 
ACETACETATE. 

579  These  contain  one  atom  of  hydrogen  which  is  easily  re- 
placeable by  metals,  and  this  no  doubt  is  rendered  possible  by  the 
presence  of  the  two  carbonyl  groups.  The  salts  of  acetacetic 
ether  have  been  chiefly  investigated  by  Qeuther  and  by  Conrad.* 

Ethyl  Sodacetate,  CgH^OgNa.  This  important  compound  is 
best  obtained  in  the  following  way :  10  parts  of  sodium  are  dis- 
solved in  100  parts  of  absolute  alcohol  and  an  equal  volume 
of  anhydrous  ethyl  ether  added,  and  then  gradually  a  mixture 
of  56*5  parts  of  ethyl  acetacetate  and  the  same  quantity  of 
anhydrous  ether.  The  mixture  is  then  well  shaken  with  2 
parts  of  water  when  the  whole  is  converted  into  a  thick  paste 
consisting  of  crystalline  needles,  which  are  then  brought  on  to 
a  filter  pump  and  dried  in  a  vacuum  over  sulphuric  acid.  In 
this  way  a  glistening,  light,  white  mass  is  obtained,  whilst  the 
filtrate,  which  still  contains  some  of  the  compound,  is  distilled 
with  acetic  acid  in  order  to  regain  the  acetacetic  acid.*  Ethyl 
sodacetacetate  crystallizes  from  hot  benzol  in  feathery  needles. 

It  has  already  been  stated  that  this  substance  is  employed 
for  the  synthesis  of  various  compounds.  If  the  iodide  of  an 
alcohol  radical  act  upon  this  body,  sodium  is  replaced  by  the 
radical,  and  a  substituted  ethyl  acetacetate  is  obtained,  which 

*  Conrnd,  Bcr.  Deufseh.  Chem  Ges,  Tii.  688. 

•  Oppenheim  and  Precht,  ib.  ix,  823  and  1009, 

•  Ann.  Chem.  Pharm.  clxxiviiL  269. 

*  Harrow,  \b.  ccL  143. 
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being  decomposed  by  strong  alkalis  yields  acetic  acid,  an  homo» 
logous  acid,  and  alcohol  This  substituted  ethyl  acetacetate  again 
forms  a  sodium  compound  in  which  the  metal  can  be  replaced 
by  an  alcohol  radical,  and  by  the  decomposition  of  the  com- 
poimd  thus  obtained  a  doubly  substituted  ethyl  acetate  is  formed 
(Fart  I.  p.  181).  Less  powerful  alkalis  such  as  baryta  water 
decompose  the  ethyl  acetacetate  into  a  ketone,  carbon  dioxide 
and  alcohol.  If,  instead  of  an  iodide  of  an  alcohol  radical,  the 
ethereal  salt  of  an  halogen-substituted  fatty  acid  be  employed, 
a  class  of  ethers  is  obtained  which  in  a  similar  way  yield  by  the 
action  of  alkalis  either  the  acids  of  the  oxalic  series  or  ketonic 
acids.  In  the  ethereal  salts  of  the  latter,  finally,  another  atom 
of  hydrogen  may  be  replaced  by  sodium,  and  this  again  by 
carbon  radicals,  and  thus  the  synthesis  of  the  higher  dibasic 
acids  and  of  the  tribasic  acids  may  be  accomplished. 

In  most  cases  it  is  not  necessary  to  obtain  the  ethyl  sodacet- 
acetate  in  the  pure  state,  but  the  process  may  be  carried 
out  as  follows.  Sodium  is  dissolved  in  ten  times  its  weight  of 
absolute  alcohol,  and  to  the  cold  liquid  the  calculated  quantity 
of  acetacetic  acid  added  and  then  the  halogen  compound,  when 
a  reaction  usually  occurs  spontaneously.  This  is  allowed  to  go 
on  slowly,  but  in  some  cases  it  must  be  aided  by  heat,  whilst  if 
it  become  too  rapid  the  mixture  will  require  cooling  or  the 
halogen  compound  must  be  added  by  degrees.  The  end  of  the 
reaction  is  easily  indicated  by  the  fact  that  the  solution  no 
longer  renders  red  litmus-paper  blue.  The  larger  quantity  of 
the  alcohol  is  then  distilled  off  on  the  water  bath,  water  is 
added  to  the  residue  and  the  lighter  layer  of  liquid  purified  by 
fractional  distillation.  The  mono-substituted  ether  thus  obtained 
treated  in  the  same  way  yields  a  doubly  substituted  one.  If, 
however,  the  same  alcohol  radical  has  to  be  introduced  twice, 
the  same  quantity  of  sodium  ethylate  solution  is  added  when 
the  reaction  is  over  and  then  the  process  carried  on  as  above 
described.  In  many  cases  two  atoms  of  sodium  may  be  intro- 
duced into  one  molecule  of  ethyl  acetacetate  at  once,  and  then 
two  molecules  of  the  halogen  compound  may  be  added. 

If  the  products  of  decomposition  of  the  ethyl  acetacetate  are 
required  and  not  the  pure  ether  itself,  it  is  simpler  to  remove 
the  larger  quantity  of  alcohol  as  above  described  and  treat  the 
residue  with  alkaU.^ 

^  Conrad  and  Limpach,  Ann*  Chum,  Pharm,  cxcii.  153. 
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When  ethyl  sodacetacetate  is  treated  with  iodine  the  following 
reaction  takes  place : 

CH3.CO.CHNa.CO.C,H5  CH3.CO.CH.C02.C,H5 

+  I.=  I  +2NaI.' 

CH3.CO.CHNa.CO.C2H,  CH3.CO.CH.COj.C2H, 

The  diacetosuccinic  ether  thus  obtained  is  easily  soluble  in 
ether  and  alcohol,  and  crystallizes  in  rhombic  tables  which 
melt  at  77V  and  yields  a  series  of  interesting  products  of 
decomposition,  which  will  be  described  further  on. 

580  Ethyl  Magnesium  Acetacetate,  (CgHg03)2Mg,  is  precipi- 
tated by  mixing  ethyl  acetacetate  with  a  solution  of  magnesium 
sulphate,  ammonia  and  sal-ammoniac.  This  may  be  crystallized 
firom  solution  in  hot  benzene  or  ether  in  glistening  lamins 
melting  at  240^ 

In  a  similar  way  the  rose-red  cobalt  compound  and  the  green 
nickel  compound  may  be  obtained.  These  are  also  soluble  in 
hot  benzene,  and  crystallize  from  that  solvent. 

Ethyl  Copper  AcetacetaU  (fj^B^O^juM,  is  formed  when  a  solu- 
tion of  copper  sulphate  in  ammonia  is  shaken  with  ethyl  acet- 
acetate ether.  It  crystallizes  from  hot  benzene  or  alcohol  in 
glistening  green  needles  which  sublime  partially  at  178°,  melt 
at  182^  and  decompose  at  a  higher  temperature  with  separation 
of  copper. 

Ethyl  Aluminvwm,  Acetacetate,  (CgHjjOg)jjAl,  separates  out 
when  a  solution  of  potassium  aluminate  is  mixed  with  ethyl 
acetacetate.  Glistening  needles  are  deposited  in  a  few  hours  and 
these  are  soluble  in  ether  and  benzene.  These  melt  at  76^  and 
when  gently  heated  in  a  narrow  sloping  tube  can  be  volatilized 
without  decomposition. 

Hence  the  copper  and  aluminium  compounds  belong  to  the 
small  class  of  organo-metallic  bodies  containing  oxygen  which 
can  be  volatilized  without  decomposition.  Amongst  other  com- 
pounds possessing  this  property  we  find  aluminium  ethylate, 
ethyl  lead  hydroxide,  and  ethyl  tin  hydroxide,  &c. 

581  Ethyl  GhloracetacetaU,  CH3.CO.CHCI.CO2.C2H5,  is  formed 
when  sulphuryl  chloride  is  allowed  to  drop  into  ethyl  acetacetate  : 

CH3.CO.CH2.CO2.C2H5+  SO2CI2  -  CH3.CO.CHCI.CO2.C2H,  + 

HCl  +  SOj. 

It  is  a  liquid  boiling  at  IDS'* — 195**,  and  its  vapour  attacks 

^  Kugheimer,  Bcr.  Deutsch,  Chem,  Oea,  yii.  892. 
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the  eyes.    Alcoholic  potash  decomposes  the  liquid  with  forma- 
tion of  chloracetic  acid.^     It  also  forms  metallic  compounds.* 

Ethyl  Dickloracetacetate,  CH3.CO.CCl2.CO2.CgHj,  is  obtained 
by  acting  with  chlorine  on  ethyl  acetacetate,^  as  well  as  by 
treating  it  with  an  excess  of  feulphuryl  chloride.  It  is  a  liquid  , 
boiling  at  205° — 20T*  and  having  a  faint  ethereal  smell,  but 
the  vapours  excite  a  flow  of  tears.  When  heated  with  dilute 
hydrochloric  acid  to  170° — 180°  it  decomposes  into  carbon  di- 
oxide, alcohol,  and  unsymmetrical  dichloracetone,  CHj.CO.CHClj, 
whilst  potash  decomposes  it  into  acetic  acid  and  dichloraoetic 
acid. 

Ethyl  Nitroso-acdacetate,  CHj.CO.CH(NO).C02.C2H5,  is  formed 
when  ethyl  acetacetate  is  dissolved  in  dilute  caustic  potash  and  a 
quantity  of  potassium  nitrite  equivalent  to  the  potash  used 
added,  the  mixture  kept  cold  and  acidified  with  dilute  sulphuric 
acid,  then  made  alkaline  and  the  yellow  solution  shaken  up 
with  ether.  The  compound  crystallizes  from  chloroform  in 
colourless  glistening  hard  prisms  and  dissolves  in  alkalis  with  a 
yellow  colour.  It  melts  at  52° — 54°,  and  does  not  yield  lieber- 
mann  s  reaction  with  phenol  and  sulphuric  acid  (Part  I.  p.  421) 
but  gives  an  intense  red  colouration.  Its  aqueous  solution  has 
an  acid  reaction.* 

58a  Ethyl  Amtdo-acetacetate,  C^H^NOj,  is  a  compound  ob- 
tained by  passing  dry  ammonia  into  well-cooled  ethyl  acetacetate. 
It  is  soluble  in  all  pfoportions  in  alcohol  and  ether,  and  crystal- 
lizes in  short,  thick,  monoclinic  prisms,  which  melt  readily.  They 
are  not  soluble  in  water,  but  are  soon  converted  in  contact  with 
it  into  a  heavy  liquid  which  solidifies  at  2° — 4°.  ^  This  body 
probably  has  the  double  molecular  weight,  and  stands  to  ethyl 
acetacetate  in  the  ssune  relation  as  diacetonamine  stands  to 
acetone  (Part  I.  p.  574). 

Ethyl  Thiocarbacetacetaie,  CH3.C0.C(CS).C0j.C2H5,  is  formed 
when  ethyl  acetacetate  is  heated  with  carbon  disulphide  and  lead 
oxide  or  zinc  oxide  to  100°.  It  crystallizes  from  hot  alcohol  in 
small  straw-coloured  needles  melting  at  about  160°. 

Thiorufic  Acid,  Cj^H^^SjO^.  The  sodium  salt  of  this  acid  is 
produced  when  the  product  of  the  action  of  sodium  on  ethyl 
acetate  is  treated  with  carbon  disulphide  and  washed  with  water. 
It  forms  brick-red  coloured  needles,  and  the  free  acid  obtained 

*  Allihn,  Ber.  DcuUeh.  Chem.  Ges,  xL  567.  »  75.  ni  1298. 

'  Conrad,  LUhig'a  Ann,  clxxxvi.  232. 

^  Meyer  and  Zublin,  Ber,  DtnUseh.  Chem,  Ges.  zi  820. 

»  Precht,  ib.  xi.  1198. 
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from  these  by  the  action  of  hydrochloric  acid  crystallizes  in 
orange-red  glistening  scales.  Its  formation  takes  place  in  two 
stages : 

(1)  CH3.CO.CHNa.CO2.C2H5  H-  CSj  = 
CH5.CO.CH(CS2Na)CO,.CjH5. 

The  sodium  xanthate  (Fart  I.  p.  389)  which  is  formed  at 
the  same  time,  acts  at  once  upon  the  compound  which  is  thus 
produced  ^ : 

(2)  CHs.C0.CH(CS,Na)COj.C^5  =  CS<^^g  = 

/C&SNa  *    * 

CHs.CO.C-CS.OC-H.  +  NSH. 

\co.ocrX 

Sodium  acts  upon  other  ethereal  acetates  as  it  does  upon  com- 
mon eth^l  acetate.  The  following  ethereal  salts  of  acetacetic 
acid  have  been  prepared  : 

B.P.  8p.  Or.      At 

2  Methyl  ether,  C^HgOg-CHg  169-170*  1037  9* 
« Isobutyl  ether,  Cfifi^G^Bi^  202-206*  0979  0" 
*Amyl  ether,       GJIfi^.C^lI^        223*  0945       10* 

Methyl  acetacetate  is  coloured  a  dark  cherry  red  by  ferric 
chloride ;  the  others  do  not  assume  this  colouration.  They  form 
metallic  compounds,  and  may  be  distilled  with  slight  decom- 
position when  some  hydracetic  acid  is  formed,  the  alcohol  radical 
not  taking  part  in  the  reaction  (EmmerUng  and  Oppenheim). 

^  Norton  and  Oppenheim,  Ber.  IktUsch.  Chtm,  Gfea,  x,  701. 

*  Biandes,  Zeitack  Chem.  1668,  454. 

*  Emmerling  and  Oppenheim,  Ber.  DetOseh.  Ckem,  Oes,  iz.  1097. 
4  Conrad,  Ann,  Chan.  Pharm,  clxzzvL  228. 
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SUCCINIC  ACID,  CjH^(CO^)j. 

583  In  his  work,  De  Naiura  Fassilium,  pubh'shed  in  1550, 
Agricola  states  that  on  the  distillation  of  amber,  which  he  considers 
to  be  an  earthy  resin,  a  saline  substance  is  formed  together  with 
other  bodies.  Libavius,  in  his  Alchymia  (1595),  also  mentions 
this  body : — "  Flos  attccini :  mistis  MiciJnus,  ynrUvbusqy^  hitmidis 
abstractis  fio8  elevatur"  ^  In  the  same  place  he  also  describes  a 
preparation  of  amber  oil  He  says : — **  Summi  alembic  sai  cryh 
talli  imtar  adhaeret.'* 

The  early  accounts  respecting  the  salts  of  amber,  or  flowers 
of  amber  as  it  was  called,  were,  however,  very  contradictory. 
Obtained  from  amber  by  means  of  heat,  it  was  believed  to  be  a 
volatile  lye-salt;  others  considered  it  to  be  a  body  composed 
chiefly  of  sulphur.  Lemery  was  the  first  to  indicate  its  true 
nature.  In  his  Cours  de  Chimie  (1679),  he  says  *  :  "  J*ay  recmmu 
qwe  ce  sd  doU  cudde,  et  semJblaJble  d  cduy  des  plarUes,  qu'on  appdU 
essentiel.*'  Other  chemists  also  indicated  the  acid  nature  of  this 
body,  but  the  idea  that  it  was  a  substance  similar  to  the 
vegetable  acids  was  rejected  by  many,  and  it  was  believed  to 
contain  either  sulphuric  acid  or  hydrochloric  acid.  Some  held, 
according  to  Pott,  that  the  acid  of  amber-salt  is  nitric  acid,  but 
he  showed  '  that  this  view  is  incorrect,  and  that  succinic  acid  is 
a  peculiar  substance  which  most  closely  resembles  the  vegetable 
acids.  This  was  confirmed  by  Stockar  von  Neufom's  careful 
investigation,  Diasertatio  de  Sticcino,  published  in  1760,  and 
from  this  time  forward  succinic  acid  was  considered  as  one  of 
the  proximate  constituents  of  amber,  and  Bergmann,  in  1782, 
in  his  Sdagraphiob,  defined  it  as  petroleum  acido  euccini  culamanr 
turn.    Its  composition  was  first  ascertained  by  Berzelius. 

Succinic  acid  is  found  in  certain  lignites  and  fossil  wood,  as 
well  as  in  amber,  and  it  also  frequently  occurs  in  the  vegetable 

'  Lib.  ii.  tract  ii.  cap.  xl.  «  P.  460. 

'  Proceedings  qfthe  BerHn  Academy ,  1758. 
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kingdom.  Its  existence  has  been  proved  in  the  lettuce  (Ladtica 
saiiva,  and  L.  virosa),  as  well  as  in  wormwood  {Artemisia  dbsin-' 
thium),  and  in  the  flowers  of  A.  maritima,  and  other  worm- 
woods. It  is  also  found  in  the  poppy  {Papaver  somniferum),  in 
the  celandine  (Chelidonium  majus),  in  EschoUzia  cali/omica, 
and  probably  also  in  other  papavers.  Its  occurrence  in  unripe 
grapes/  whilst  dioxysuccinic  acid  or  tartaric  acid  is  contained 
in  the  ripe  fruit,  is  remarkable.  Succinic  acid  is  also  found 
in  the  animal  kingdom,  frequently  occurring  in  urine  and 
in  blood.  It  is  also  found  in  the  sacs  of  echinococci  (hydratids), 
in  the  thymoid  gland  of  the  calf,  as  well  as  in  the  spleen  of 
the  ox. 

584  Succinic  acid  is  also  a  product  of  several  kinds  of  fermen- 
tations. Beissenhirtz  long  ago  stated  that  it  is  formed  when  a 
mixture  of  bread,  honey,  carob  beans,  vinegar,  alcohol,  and 
water  is  allowed  to  undergo  the  acetic  fermentation.*  The 
truth  of  this  statement  has  since  been  frequently  denied,  but 
Dessaignes  found  that  many  organic  acids  in  the  presence  of 
chalk  and  cheese  undergo  a  fermentation  in  which  succinic  acid 
is  formed.*  It  likewise  occurs  in  urine  collected  after  eating 
plants  containing  compounds,  such  as  asparagiiie,  malic  acid,  &c. 

It  is  to  Pasteur,  however,  that  we  owe  the  discovery  that  suc- 
cinic acid  is  an  essential  product  of  both  alcoholic  and  acetic 
fermentations,  and  that  it  is  contained  in  wine,  beer,  and  vinegar. 

Succinic  acid  is  also  formed  when  nitric  acid  acts  upon  such 
bodies  as  the  fatty  acids  containing  four  or  more  atoms  of  carbon. 
Butyric  acid  *  yields,  however,  but  little,  and  is  chiefly  oxidized 
to  water  and  carbon  dioxide.  Caproic  acid,  on  the  other  hand, 
gives  a  larger  yield,  acetic  acid  being  formed  at  the  same  time, 
about  half  the  theoretical  quantity  being  obtained.^  The  higher 
fatty  acids  and  the  fats  give  homologues  of  succinic  acid,  and 
these  then  undergo  further  oxidation.  Other  derivatives  of  the 
para£Sns  and,  indeed,  these  themselves,^  are  oxidized  by  nitric 
acid,  with  formation  of  succinic  acid. 

Succinic  acid  was  first  synthetically  prepared  by  Maxwell 
Simpson,^  from  ethylene,  by  heating  the  bromide  with  potassium 
cyanide,  when  succinonitril,  C2H4(CN)2,  is  produced,  and  this 
yields  the  acid  when  heated  with  a  mineral  acid  or  with  caustic 

1  Branner  and  Brandenbui^,  Ber,  Deutsch.  Chcm,  Gts,  ix.  982. 

•  Berlin.  Jahrb.  1818,  158.  »  Ann,  Chim.  Phya.  [S],  xxv.  258. 
^  Dessaignes,  Compt,  Bend,  xzz.  350. 

•  Erlenmeyer,  Skel,  and  Belli,  Ann,  Chem,  Pharm,  clxxx.  207. 

•  Schorlemmer,  %b.  cxlvii.  214.  '  Proe.  Boy,  Soc,  x.  674. 
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potash.  Geuther^  obtained  it  at  the  same  time,  and  by  a 
similar  method,  from  ethylene  chloride.  It  is  singular  that 
succinic  acid  can  also  be  prepared  when,  instead  of  the  latter  com- 
pound, its  isomeride  ethidene  chloride,  CH3.CHCIJ,  is  employed.* 
In  this  case,  however,  the  formation  of  the  nitril  does  not 
occur  until  the  temperature  of.  150"*  is  reached,  and  hence  we 
may  assume  that  chlorethylene  and  hydrocyanic  acid  are  first 
formed,  and  these  unite  in  the  nascent  state  to  form  chlor- 
ethylene cyanide,  CHjCLCHj.CN,  which  is  converted  into 
succinonitril  by  the  potassium  cyanide. 

Noldecke  obtained  succinic  acid  by  treating  the  product  of 
the  action  of  sodium  on  ethyl  acetate  with  ethyl  chloracetate, 
and  decomposing  the  substance  thus  obtained  by  caustic  soda. 
In  accordance  with  the  views  which  were  then  prevalent  (see  p. 
170),  he  believed  that  the  chloracetate  united  with  the  hypothe- 
tical body  sodacetic  ether  to  form  ethyl  succinate  which  was 
then  decomposed  by  caustic  soda.^  Later  investigations  have, 
however,  shown  that  the  ethyl  ether  of  acetosuccinic  acid  is 
first  produced,  having  the  following  constitution : 

CH3.CO.CH.COj.C,H5 

It  is  a  faintly  ethereal  smelling  liquid,  which  is  converted  by 
the  action  of  strong  alkalis  into  acetic  acid,  alcohol,  and  succinic 
acid. 

Succinic  acid  is  also  formed  by  heating  ^-iodopropionic  acid 
with  potassium  cyanide.  The  )8-cyanopropionic  acid  thus 
obtained  is  boiled  with  caustic  potash.*  It  is  likewise  formed, 
though  with  difficulty,  and  in  smaller  quantity,  when  bromacetic 
acid  is  heated  with  molecular  silver.^ 

CO.OH  CO.OH 


CHgBr  CH, 


+    2Ag    -      I  H-    2AgBr. 

CHoBr  CH- 

I  I  , 

CO.OH  CO.OH 

*  Ann,  Chem.  Pharm,  crx.  268. 

'  Simpson,  ib,  cxlv.  373  ;  Comptea  Bend.  Ixv.  851 ;  Muhlhansen  and  Erlen- 
meyer,  tb,  cxlv.  866.  »  Ann,  Chem  Pharm,  cxlix.  224. 

*  Richter,  Zeitsch,  Chem,  1868,  449. 

'  Steiner,  Bcr,  DeuiarJi,  Chem.  Gee,  Tii,  184. 
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585  Succinic  acid  is  prepared  by  the  dry  distillation  of 
amber,  when,  in  addition  to  this  body,  amber-oil  and  amber- 
resin  are  obtained,  the  latter  remaining  in  the  retort.  All 
these  products  find  employment  in  the  arts  (see  Amber).  The 
acid  is  found  in  the  distillate,  partly  in  the  solid  form,  and 
partly  in  aqueous  solution.  The  distillate  is  warmed,  filtered 
hot  through  a  moist  filter,  and  evaporated  to  crystallization. 
On  cooling,  a  yellow-coloured  crystalline  mass  is  obtained  which 
cannot  be  perfectly  freed  from  empyreumatic  oil  by  recrystalli- 
zation.  This,  however,  may  be  effected  by  boiling  with  nitric 
acid  of  specific  gravity  1-32. 

Succinic  acid  is  also  easily  prepared  by  the  fermentation  of 
cmde  calcium  malate  prepared  fix)m  the  berries  of  the  mountain- 
ash  (p.  198).  According  to  Liebig,  4  parts  of  the  malate  are 
mixed  with  24  parts  of  water  and  1  part  of  common  yeast,  and 
the  mixture  allowed  to  ferment  in  a  tolerably  warm  place. 
Another  process  is  to  take  only  half  the  above  quantity  of 
water,  to  heat  it,  and  to  add  ^  part  of  rancid  cheese  to  1  part 
of  calcium  salt.^  According  to  Kohl,  the  yield  depends  upon 
the  nature  and  quantity  of  the  ferment,  as  well  as  on  the  temper- 
ature at  which  the  fermentation  takes  place.'  If  this  goes  on 
too  quickly,  and  if  the  temperature  rise  above  30"*,  either  a 
small  or  no  yield  of  succinic  acid  is  obtained,  butyric  acid  and 
other  products  being  formed.  This  is  due  to  the  presence  of 
foreign  ferments,  for  it  has  been  shown  by  Fitz,  that  if  small 
rod-like  schizomycetes  be  added  in  place  of  yeast  or  decom- 
posing cheese,  the  theoretical  yield  of  acetic  and  succinic 
acids  is  obtained.' 

Malic  acid  is  oxysuccinic  acid,  and  is  decomposed  by  the 
Bcicillus  as  follows : 

C^H^Og  +  H,0  =  C,H,0,  +  2CO2  +  2H2, 

whilst  the  hydrogen  which  is  liberated  reduces   another  part 
of  the  malic  acid  to  succinic  acid : 

Succinic  acid  may  also  be  prepared  by  the  fermentation  of 
tartaric  acid.  The  best  yield  (about  25  per  cent,  of  the  tartaric 
acid  used)  is  obtained  as  follows.  A  solution  of  2  kg.  of  tartaric 
acid  is  neutralized  with  ammonia  and  diluted  to  40  liters,  and 

^  Ann.  Ch&m,  Pharm,  Izx.  104  and  868. 

*  Arch,  Pharm,  cxxxiv.  267  ;  czliii.  12. 

*  Per,  Deutaeh.  Chem.  Qes,  xi.  1890 ;  zii.  481. 
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20  grams  of  potassium  phosphate,  10  grams  of  magnesium  sul- 
phate, and  a  few  grams  of  calcium  chloride  added.  A  small, 
quantity  of  this  liquid  is  diluted  to  five  times  its  volume,  and 
allowed  to  stand.  After  a  few  days  this  becomes  turbid  and 
swarms  with  bacteria,  and  about  20  cc.  of  it  are  added  tq  the 
principal  solution,  and  this  kept  at  a  temperature  between  25"* 
and  30"^,  air  being  excluded  as  much  as  possible.  After  six  to 
eight  weeks  the  tartaric  acid  has  disappeared.  The  liquid  is 
heated  until  the  ammonium  carbonate  formed  has  all  volatilized, 
clarified  with  white  of  egg,  and  boiled  with  milk  of  lime  until 
no  more  ammonia  is  given  oS.^ 

The  acid  is  obtained  from  the  slightly  soluble  calcium  salt  by 
decomposing  with  sulphuric  acid.  It  crystallizes  in  monoclinic 
tables  or  prisms,  which  have  a  faintly  acid  taste,  are  soluble  in 
17  parts  of  water  at  17^  and  0-83  part  at  100^  and  melt  at  180^ 
The  fused  acid  begins  to  boil  at  235^  decomposing  to  a  con- 
siderable extent  into  water  and  the  anhydride.  Succinic  acid  is 
a  very  stable  body,  being  but  slightly  acted  on  by  oxidizing  agents 
even  when  heated*  Its  aqueous  solution,  when  exposed  to 
sunlight  in  presence  of  a  uranic  salt  decomposes  into  propionic 
acid  and  carbon  dioxide.'  When  an  aqueous  solution  of  sodium 
succinate  is  electrolyzed,  hydrogen  is  obtained  at  the  negative-, 
and  a  mixture  of  carbon  dioxide  and  ethylene  at  the  positive- 
pole.  Oxygen  is  also  found  mixed  with  the  two  latter  gases,  and 
as  the  operation  proceeds,  more  and  more  of  this  gas  is  formed 
until  at  last  it  alone  is  evolved.' 

The  Succinates. 

586  The  normal  salts  of  the  alkali  metals  and  of  magnesium, 
manganese,  and  nickel  are  easily  soluble  in  water,  those  of  the 
other  metals  are  almost  all  sparingly  soluble  or  insoluble.  Of 
these,  which  have  been  chiefly  investigated  by  Dopping,* 
Fehling,*  and  Handl,*  the  following  may  be  mentioned : 

Ammonium  Sttcdnate,  C^H^O^(NHJg,  can  only  be  obtained  in 
the  pure  state  when  its  aqueous  solution  is  evaporated  in  an 
atmosphere  of  ammonia.  It  is  deposited  in  transparent  six-sided 
prisms,  which  lose  ammonia  on  exposure  to  air.    It  is  employed 

^  Eonig,  Ber.  Deutsch,  Chem.  Ots.  zy.  172. 

*  Seekamp,  Ann,  Chem.  Pharm.  cxxxiii.  253. 

'  Keknle,  ib,  cxxxi.  79.    See  also  Bourgoin,  Ann,  Chim,  Phys,  [4],  ziv.  157. 

*  Ann,  Chem.  Pharm.  xlvil  253.  •  lb,  zUz.  158. 

*  Wicn,  Akad,  Ber,  xxxii.  254. 
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in  quantitative  analysis  for  the  separation  of  iron  and  man- 
ganese, and  has  been  used  medicinally. 

If  a  neutral  solution  of  the  salt  be  evaporated  in  the  air, 
when  a  certain  concentration  is  reached  triclinic  prisms  are 
obtained,  which  consist  of  the  acid  ammonium  succinate, 
C,H,0,(NHJH. 

Calcium  Succinate,  C^H^O^Ca,  is  a  very  characteristic  salt  of 
succinic  acid.  If  boiling  solutions  of  sodium  succinate  and 
calcium  chloride  be  mixed,  fine  needles  of  this  salt  quickly 
separate  out,  containing  one  molecule  of  water  of  crystallization, 
and  if  they  are  allowed  to  remain  in  contact  with  the  liquid  they 
take  up  two  molecules  more  of  water.  This  latter  compound  is 
also  obtained  when  the  above  solutions  are  mixed  in  the  cold. 
After  some  time,  needles,  which  gradually  become  thicker  and 
harder,  are  deposited.  Calcium  succinate  occurs  in  the  bark 
of  the  mulberry  tree  (Morua  alba) ;  ^  it  is  slightly  soluble  in 
water  and  acetic  acid,  more  readdy  in  a  solution  of  succinic 
acid,  and  very  easily  in  nitric  acid.  From  the  latter  solution 
the  acid  salt,  (C^H^OJgCaHg,  is  obtained  on  evaporation.  This 
is  also  formed  when  calcium  carbonate  is  treated  with  a  warm 
solution  of  succinic  acid.  It  crystallizes  in  transparent  prisms 
and  is  decomposed  by  water  and  hot  alcohol  with  formation  of 
the  normal  salt. 

Barium  Succinate,  C^H^O^Ba,  is  less  soluble  than  the  calcium 
salt.  It  is  a  crystalline  precipitate  consisting  of  microscopic 
tables  or  prisms.  It  dissolves  in  about  250  parts  of  cold  water 
and  is  not  much  more  soluble  in  aqueous  succinic  acid,  though 
it  is  tolerably  soluble  in  acetic  acid. 

Silver  Succinate,  C^H^O^Ag^,  is  a  heavy  white  precipitate 
slightly  soluble  in  water  and  acetic  acid,  but  easily  soluble  in 
nitric  acid  and  ammonia. 

IWric  Succinate.  When  ferric  chloride  is  added  to  a  solution 
of  a  succinate  a  gelatinous  precipitate  is  obtained,  which  is  at 
first  yellow  and  becomes  darker  on  standing.  This  consists  of 
the  basic  salt,  {C^Bifi^\Fe2(0T£)y  After  drying  it  forms  a 
brick-red  powder  and  when  dried  at  180**  loses  one  molecule  of 
water.  The  precipitate  is  somewhat  soluble  in  cold  water  and 
almost  insoluble  in  boiling  water,*  but  dissolves  in  an  excess  of 
ferric  chloride  and  easily  in  acids.  At  its  formation  free  succinic 
acid  is  produced,  and  for  this  reason,  when  it  is  desired  to  preci- 

^  Goldschmidt,  Monatsh.  Chem.  iii.  136. 
•  8.  Young,  JouTTi,  Chem.  Soc,  1880,  L  674. 
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pitate  it  completely  from  its  solution,  an  excess  of  ferric  chloride 
must  be  added  and  the  liquid  neutralized  by  ammonia.  This 
compound  is  easily  decomposed  by  boiling  with  ammonia. 

If  a  solution  of  a  succinate  contains  sodium  acetate,  ferric 
chloride  produces  a  bright  red  precipitate,  which  can  be  easily 
washed  by  alcohol,  but  becomes  gelatinous  when  brought  in 
contact  with  water. 

Ammonia  decomposes  these  precipitates.  If  the  filtrate  be 
then  treated  with  barium  chloride,  and  alcohol  added,  a  crystal- 
line precipitate  of  barium  succinate  is  obtained.  These  reactions 
are  used  for  the  detection  of  succinic  acid  and  its  separation 
from  other  acids. 


ETHEREAL  SALTS  OF  SUCCINIC  ACID. 

587  With  the  exception  of  the  ethyl  salts,  the  normal  succi- 
nates are  alone  known. 

Methyl  Sticdnate,  C^H^0^(CHj)2,  is  obtained  by  passing 
hydrochloric  acid  gas  into  a  warm  solution  of  succinic  acid  in 
methyl  alcohol  It  is  a  crystalline  mass  melting  at  2^  and 
boiling  at  IDS'",  and  yields  a  vapour  having  a  specific  gravity 
of  5-29. 

Add  Ethyl  SucdntUe,  or  Ethyl  Sucdnic  Add,  C2H^(C02C2H5) 
COjH,  is  formed  by  heating  succinic  anhydride  with  alcohol, 
and  its  barium  salt  is  obtained  when  the  normal  ether  is  heated 
with  the  requisite  quantity  of  baryta  water.  The  free  acid 
obtained  from  this  is  an  easily  soluble  odourless  syrup,  which 
can  be  distilled  without  undergoing  decomposition. 

Most  of  the  ethyl  succinates  are  soluble  in  water  and  alcohoL 
A  few  crystallize  and  others  form  amorphous  masses.^ 

Normal  Ethyl  Sucd')icUc,  C2H^(C02C2H5)2.  This  body  was 
first  prepared  in  1835,  by  Darcet,  by  distilling  a  mixture  of 
concentrated  hydrochloric  acid,  succinic  acid'  and  alcohol.* 

Cahours  prepared  this  ether  by  passing  hydrochloric  acid  gas 
into  a  solution  of  succinic  anhydride  in  absolute  alcohol,'  and 
FehUng  obtained  it  by  passing  hydrochloric  acid  into  95  percent. 
alcohol  containing  succinic  acid  in  solution  and  suspension.^ 

It  is  an  oily  mobile  liquid  having  an  aromatic  smell  and  a 

^  Ileintz,  Potfg.  Ann.  CTiiL  70.  •  Ann,  Chim.  Phys.  [2],  Iviii.  291. 

»  lb.  [3],  ix.  206.  *  An'n.  Chem.  Pharm.  xlix.  18d. 
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specific  gravity  of  1072.     It  boils  at  2lT  (Kopp),  and  the 
specific  gravity  of  its  vapour  is  6*2. 

As  early  as  1844  Fehling  investigated  the  action  of  potassium 
on  this  ether,  and  obtained  an  oily  liquid  having  the  empirical 
formula,  C^HgO,.  This  body  when  boiled  with  caustic  potash 
yielded  alcohol  and  succinic  acid.  Geuther  suggested  that  this 
substance  stands  in  the  same  relation  to  ethyl  succinate  as  his 
ethyl  diacetic  acid  does  to  ethyl  acetate,  and  the  truth  of  the 
hypothesis  was  shown  by  Hermann,^  who  proved  this  ethyl 
mccinyl'Siuxinate  to  have  the  following  constitution  : 

CHj.CO.CH.CO^C2H5 


CBL.CO.( 


5Hj.CO.CH.CO,.C2H5. 

In  order  to  prepare  this  body,  potassium  is  gradually  added  to 
ethyl  succinate,  when  a  violent  evolution  of  hydrogen  occurs,  and  a 
leddish-brown  gummy  mass  remains.  This  is  then  treated  with 
2  to  3  times  its  volume  of  benzene  and  more  potassium  added 
until  1  part  of  the  metal  has  been  employed  to  every  6  parts  of 
the  ether.  The  product  having  been  freed  from  benzene  as 
completely  as  possible  by  means  of  the  filter-pump,  it  is  decom- 
posed with  very  dilute  hydochloric  acid,  and  the  buttery  mass 
thus  obtained  pressed  between  filter-paper,  washed  with  cold 
alcohol,  and  recrystallized  from  hot  alcohol,  then  again  washed 
with  water  and  crystallized  firom  ether. 

Sodium  acts  similarly  on  ethyl  succinate  but  less  energetically 
and  much  more  slowly  than  potassium,  but  may  nevertheless  be 
used  for  the  preparation  of  the  ether.* 

Ethyl  succinyl-succinate  forms  triclinic  tables  or  prisms,  having 
a  light  green  colour,  and  when  dissolved  in  alcohol,  ether,  or 
benzene,  gives  a  solution  possessing  a  splendid  blue  fluorescence. 
The  crystals  melt  at  127^  Alcoholic  potash  produces  in  an  alco- 
holic solution  of  this  body,  a  white  precipitate  of  the  compound, 
CjjH^KO^  which  yields  with  an  excess  of  potash  a  splendid 
orange  coloured  compound,  having  the  composition  G-^JEL^^Kfi^ 
the  aqueous  solution  of  which  has  a  yellow  colour.  This  solution 
easily  decomposes,  but  when  freshly  prepared  yields  with  mag- 
nesium salts  a  purple  coloured  precipitate  of  the  composition 
CjjHi^MgO^  +  2HjO,  a  body  which  at  80'  loses  water  and  be- 
comes yellow.     The  disodium  compound,  C^gHj^NajO^  +  4H20^ 


»  Ber.  DeiUaeh,  Chem,  Ges,  yiii.  10S9  ;  x.  107  and  646. 
*  Hermann,  Lich.  Ann,  ccxi.  306. 
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is  deposited  in  fine  red  microscopic  needles ;  the  calcium  salt^ 
CijHj^CaO^  +  HjO,  is  obtained  as  a  yellow  precipitate. 

The  yellow  potash  solution  soon  decomposes  out  of  contact 
with  the  air,  forming  of  the  monethyl  ether : 

CH^CO.CH.COOH 

CH,.C0.CH.C00C,H5. 

This  compound  is  very  difficultly  soluble  in  water  and  forms 
a  greyish  white  powder,  having  a  slight  acid  reaction.  It  melts 
at  98"*  forming  carbon  dioxide  and  the  ethyl  ether  of  succinyl 
propionic  acid,  which  has  the  following  composition : 

CB[,.CO.CH, 

I  I 

CH2.CO.CH.CO.O.C^5. 

This  is  an  oily  liquid  having  a  bitter  taste  and  giving  a 
violet  colour  with  ferric  chloride.  In  presence  of  air,  the 
alkaline  solution  undergoes  other  changes,  and  bodies  belonging 
to  the  aromatic  series  are  formed,  such,  for  example,  as  hydro- 
quinone-dicarboxylic  acid,  C^H2(OH)j5(COjH)2. 

Add    Ethylene     Sv/idnate^     or    Ethylene    Succinic    Acid, 

^«^*\0H^'^'^''^^'^'  ^^  ^^™^^  ^y  heating  ethylene  glycol 
with  succinic  acid.  It  is  a  colourless  liquid  which  at  300"*  loses 
water,  forming  ethylene  sucdnaie,  G^Jf^O^ju^^.  This  body 
is  soluble  in  water  and  is  deposited  from  hot  alcohol  in  small 
crystals  which  melt  at  90®.^ 

Ethyl  Lactcsuceinate.  C.H,<(gg^^gj(,jj^cOyC,H,'^*'*'°"^ 
when  an  alcoholic  solution  of  potassium  ethyl  succinate  is  heated 
with  ethyl  a-chlorpropionate.  It  is  an  oily  liquid,  having  at  0** 
a  specific  gravity  of  1'119,  and  boiling  at  280°.  It  is  decom- 
posed by  caustic  potash  into  alcohol,  succinic  acid,  and  lactic 
acid.* 

Ethyl  Succino-ladate,  C2H4<^C0*  CH(c5)Co''&  "^  ^^™^ 
by  the  action  of  succinyl  chloride  on  ethyl  lactate,  and  is  an 
oily  liquid  which  boils  with  slight  decomposition  at  300* 
— 304^ 

*  LiOuren90,  Ann,  Chem,  Pharm,  cxv.  858. 

>  Friedel  and  Wurtz,  Ann.  Chim.  Ph>j8.  [8],  Ixiiu  120. 

•  Wislicenus,  Ann.  Chcm.  Pharm.  cxxziiL  262. 
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588  Succinyl  Oxide,  or  Succinic  Anhydride,  (CH2.CO)20.  It  has 
already  been  stated  that  succinic  acid  decomposes  on  distillation 
into  this  compound  and  water.  The  products,  however,  again 
partially  unite  on  cooling.  The  addition  of  phosphorus  pent- 
oxide  prevents  this  reunion.^  It  is  also  formed  by  heating  the 
acid  with  phosphorus  pentachloride  in  the  proportion  of  equal 
molecules :  * 


+  PC1.«  I  O  +  2HC1  +  POCI3. 


CH«.CO.OH CHj.CO\ 

CH,.CO.OH  '     CH2.CO/ 

It  is,  however,  most  easily  obtained  by  distilling  equal  mole- 
cules of  succinic  add  and  succinyl  chloride.'  It  crystallizes 
from  hot  alcohol  in  long  needles,  melting  at  US'"  and  boiling 
at  250^ 

Swcdnyl  Chloride,  CjH^CCOCl)^,  is  formed  when  succinic  acid  is 
heated  with  2  molecules  of  phosphorus  pentachloride  (Gerhaidt 
and  Chiozza).  It  is  a  highly  refracting  liquid  and  possesses  a 
penetrating  odour.  It  boib  at  190''  with  slight  decomposition  and 
solidifies  at  0^  to  tabular  crystals.     Its  specific  gravity  is  1*39. 

By  the  action  of  zinc  ethyl  on  succinyl  chloride  diethyl  succinyl 
or  diethyl  ethylene  ketone,  C2H^(CO.C2H5)2,  is  produced.  This  is 
a  liquid  insoluble  in  water,  which  forms  crystalline  compounds 
-with  the  sulphites  of  the  alkaline  metals  and  is  decomposed  by 
heat.* 


SULPHUR  COMPOUNDS  OP  SUCCINYL. 

589  Thiosucdnic  Acid,  C^J^O.SS)^  This  substance  is  not 
known  in  the  free  state,  but  its  potassium  compound  is  formed 
•when  phenyl  succinate,  a  body  which  will  be  described  under 
Benzene,  is  warmed  with  an  alcoholic  solution  of  potassium 
hydrosulphide : 

<^^*  {  CaOC^  +  2HSK  =  C,H,  {  ggll  +  2H0.C,H, 

It  is  very  soluble  in  water  and  crystallizes  in  white  needles. 
Hydrochloric  acid  decomposes  it  with  evolution  of  sulphuretted 

*  Darcet,  Ann.  Chim.  Fhys,  [2],  Iviii.  282. 

*  Gerharilt  and  Chiozza,  Aniu  Ckem,  Pharm.  Ixxxvii.  290. 
"  Moller,  J(mm,  Prakt.  Chem,  [2],  xxii.  198. 

*  Wiachin,  Ann,  Chem,  Pharm,  cxliii.  262. 
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hydrogen  and  formation  of  siiccinyl  sulphide,  C2H^(C0)gS,  a 
body  crystallizing  in  a  radiating  ciystalline  mass,  soluble  in 
water  and  alcohol,  having  an  acid  reaction,  and  melting  at  31^ 
lbs  solution  gives  precipitates  with  many  metallic  salts.^ 

Sidphmo-Sucdnic  Acid,  C2H3(SO,H)(C02H)^  This  strong 
tnbasic  acid  was  obtained  by  Fehling  ^  by  passing  the  vapour  of 
sulphur  trioxide  over  succinic  acid.  Ho  termed  it  9ucci7to- 
sulphurous  add,  a  name  which  was  aflerwarls  changed  to  suodno- 
suiphuric  acid.  The  product  of  the  reaction  is  a  brown  tenacious 
mass.  This  is  warmed  for  some  time  to  40** — 50**  and  then 
diluted  with  water,  when  on  the  addition  of 'barium  carbonate 
or  white-lead  the  excess  of  sulphuric  acid  is  removed,  and  the 
filtrate  allowed  to  evaporate  in  a  vacuum.  The  syrupy  liquid 
which  remains  slowly  deposits  warty  crystals,  which  contain 
2  molecules  of  water  and  absorb  moisture  from  the  air. 

By  the  action  of  succinyl  choride  on  silver  sulphate  Carius 
and  Kammerer  obtained  a  compound  which  on  decomposition 
with  water  yielded  succino-sulphuric  acid,  a  compound  which 
they  believed  to  be  isomeric  with  sulphono-succinic  acid,^  The 
two  bodies  are,  however,  doubtless  identical. 


NITROGEN  COMPOUNDS  OP  SUCCINYL. 

590  Succinamide,  C2H^(CO.NH2)2,  is  formed  when  ethyl  suc- 
cinate is  shaken  up  in  contact  with  aqueous  or  alcoholic  am- 
monia. Crystalline  needles  soon  separate  out.  These  are 
soluble  at  19"*  in  220,  and  at  100**  in  9  parts  of  water,  and 
are  almost  insoluble  in  absolute  alcohol  and  ether.  This 
compound  decomposes  when  melted.* 

Sucdnimide,  C2H/CO)2'NH.  This  body  was  obtained  by 
Darcet  by  the  action  of  ammonia  on  succinic  anhydride,  and 
was  termed  sucinamide.^  Fehling  found  later  on  that  it  is  also 
formed  when  ammonia  is  passed  over  fused  succinic  acid  or  when 
normal  ammonium  succinate  or  succinamide  is  heated  to  200^ 
and  he  termed  it  bisuccinamide.  It  is  also  formed,  together  with 
platinum  ammonium  chloride,  when  an  aqueous  solution  of  succi- 
namide is  heated  with  platinic  chloride.^    Its  present  name  was 

*  Weaelsky.  Ber.  Dmtsch.  Chem.  Ges,  iL  618. 

*  Ann.  Chem,  Pharm.  xxxviii.  285.  '  lb.  cxxxi.  167. 

*  Fehling,  ib,  xlix.  196.  ■  Ann,  Ckim,  Phys,  [2],  Iviiu  294. 
«  Ann.  Chen.  Pharm.  xlix.  198. 
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given  to  it  by  Laurent  and  Gerhardt  who  subjected  it  to  further 
examination.^  It  is  tolerably  soluble  in  water  and  crystallizes  in 
transparent  rhombohedrons  or  tables  wliich  contain  one  molecule 
of  water  and  eflfloresce  on  exposure  to  air.  At  100**  it  becomse 
anhydrous  and  then  melts  at  125'' — 126V  When  the  anhydrous 
compound  is  dissolved  in  acetone  and  this  allowed  to  evaporate 
transparent  rhombic  pyramids  are  obtained  which  are  permanent 
in  the  air.*  It  boils  without  decomposition  at  288*,  but 
on  heating  with  alcoholic  ammonia  it  is  converted  into 
succinamide : 

CIL.CO  CIL.CO.NH2. 

I  >NH    +    NH3    =      I 

CH,.CO^  CH2.CO.NH2. 

Succinimide  has  an  acid  reaction  and  contains  one  hydrogen 
atom  which  can  be  replaced  by  certain  metals. 

Siher  Succinimide,  C2H^(CO)2NAg.  Siver  oxide  is  dissolved 
in  aqueous  succinimide  solution  and  the  hot  filtrate  deposits 
colourless  crystals  having  the  composition  2C^H^OjNAg+H20 
and  considered  by  Laurent  and  Qerhardt  to  be  silver  succinamate. 
They  lose  water  at  100".  The  anhydrous  compound  is  also 
formed  when  ammonia  and  silver  nitrate  are  allowed  to  act  on 
an  alcoholic  solution  of  the  imide.  It  crystallizes  in  prisms  and 
detonates  on  heating  whilst  the  hydrated  compound  decomposes 
quietly.  When  added  to  a  solution  of  iodine  in  absolute  alcohol 
iodo-succinimide,  C2H^(CO)2NI,  is  formed,  a  body  crystallizing 
in  hard  quadratic  prisms,  easily  soluble  in  water,  less  so  in 
alcohol,  and  decomposes  readily  in  solution  (Bunge). 

Mercury  Succinimide,  [C2H^(CO)2N]2Hg,  is  formed  by  dissolv- 
ing mercuric  oxide  in  hot  aqueous  succinimide.  It  is  very 
soluble  in  wat-er,  somewhat  less  so  in  alcohol,  and  crystallizes  in 
long  silky  needles.^ 

59 X  Succinamic  Acid,  C^^  <  CO  OH*'  ^  formed  by  the  action 

of  bases  and  water  on  succinimide.*  In  order  to  prepare  it 
solutions  of  baryta  and  succinimide  are  warmed,  when  barium 
succinamate  is  deposited  in  white  silky  needles.  The  acid, 
which  is  set  free  by  sulphuric  acid,  is  easily  soluble  in  water, 

*  Compt,  Bend,  Chim.  1847,  291, 

«  Erlenmoyer,  ZeiUtch,  Ckem,  1849, 174. 

*  Bunge,  Ann.  CJiem.  Pharm,  Suppl,  vii.  117. 

*  Menschutkin,  ib.  clxii.  165. 

*  Teuchert,  ib.  cxzxiv.  1S6  ;  Menschiitkin,  loe.  cU, 
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crystallizes  in  large  rectangulax  tables  which  have  a  pleasant 
acid  taste  and  decomposes  at  about  300^  into  snccinimide  and 
water.  Its  salts  as  a  rule  crystallize  well  and  their  solutions 
decompose  on  boiling  with  formation  of  ammonia,  a  decom- 
position which  occurs  even  in  the  cold  when  firee  alkalis 
are  present. 

Trisucciruimidc,  (02H^O^)3Nj,  is  formed  by  the  action  of  silver 
succinimide  on  an  ethereal  solution  of  succinyl  chloride : 

/C0.N<C3>0^ 

It  crystallizes  in  small  prisms  or  tables  melting  at  SS"*  and  is 
decomposed  by  water  into  succinic  acid  and  succinimide.^ 

Succincyanamide,  CjH^  -j  nn  NrCNiff  ""^^^  potassium  com- 
pound of  this  is  obtained  by  the  action  of  potassium  cyanamide, 
N(CN)HK,  on  ethyl  succinate  and  the  sodium  compound  by 
heating  succinyl  chloride  with  sodium  cyanamide.  Silver  nitrate 
produces  a  white  precipitate  of  the  silver  compoimd,  CjH^ 
(CONAg.CN)j,  which  yields  the  pure  amide  on  decomposition 
with  sulphuretted  hydrogen.  This  is  soluble  in  water  and 
alcohol,  and  crystallizes  in  monoclinic  prisms  containing  two 
molecules  of  water  which  they  readily  lose.  The  anhydrous 
compound  melts  at  104° — 105^ 

Succinayanimide,    C2H^<('no/^-^^'  ^  formed  by  the  action 

of  cyanamide  on  an  ethereal  solution  of  succinyl  chloride.  It 
deposits  in  large  crystals  insoluble  in  cold  water,  which  melt 
at  138**  with  decomposition  and  when  heated  with  cyanamide  it 
combines  to  form  the  foregoing  compound. 

Succincyamic   Acid,  CjH^J^qq^    ^    '   is    formed   when 

succincyanimide  is  heated  with  water.  In  order  to  prepare  it, 
succinic  anhydride  is  dissolved  in  a  cold  aqueous  solution  of 
caustic  potash  and  of  cyanamide : 

CO,  /H  /CO.N<g^ 

C,H/     >0  +  N-CN  +  KOH  -  C,hX  +H,0. 

1  Gerhardt  and  Chiozza,  Ann.  Chim.  Phys,  [Z\  zlvi.  162. 
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The  potassium  sucdncyamate  thus  obtained  is  soluble  in  water 
but  not  in  alcohol,  and  it  crystallizes  in  rhombic  tables.  It 
forms  with  silver  nitrate  a  soluble  silver  compound,  from  which 
other  succincyamates  can  be  obtained  by  decomposition  with 
soluble  chlorides.  If  the  silver  salt  be  decomposed  by  sulphur- 
etted hydrogen  the  free  acid  is  obtained.  This  compound 
is  easily  soluble  in  water  and  alcohol,  possesses  a  sharp  saline 
and  acid  taste  and  crystallizes  in  lancet-shaped  needles  or  tables 
which  melt  at  128''  and  decompose  at  a  higher  temperature. 
Its  aqueous  solution  decomposes  easily  into  succinic  acid  and 
cyanamide  or  dicyanamide.  Its  salts  also  decompose  in  a 
similar  way,  but  less  rapidly. 

When  silver  nitrate  is  added  to  a  concentrated  solution 
of  the  acid,  oily  drops  separate  out  and  these  soon  solidify 
to  small   rhombic  prisms  of    the   acid   silver    succincyamate, 

59a  Suedfumitril  or  Ethylene  Cyanide,  C^^iCK)^,  is  obtained 
by  heating  ethylene  bromide  with  potassium  cyanide  and 
alcohol  ^  and  is  also  formed  in  the  electrolysis  of  cyanacetic  acid 
(see  p.  159).  It  forms  a  white  amorphous  mass,  soluble  in 
water  and  alcohol,  melting  at  54'*'5  and  may,  under  diminished 
pressure,  be  distilled  without  decomposition.  When  heated 
with  caustic  potash,  hydrochloric  acid,  or  nitric  acid,  it  is 
converted  into  succinic  acid. 

fi'Cyanpropianic  Acid,  C2H^(CN)C02H,  was  obtained  by  von 
Richter  on  boiling  j8-iodopropionic  acid  with  potassium  cyanide 
solution.  He  did  not,  however,  obtain  it  in  the  pure  state, 
and  only  noticed  that  the  potassium  salt  thus  obtained  does 
not  crystallize  and  that  it  is  converted  into  potassium  succinate 
on  boiling  with  caustic  potash.* 

An  acid  of  the  same  composition  was  obtained  by  Cooper 
and  Wanklyn  by  heating  woollen  yam  with  an  alkaline  solution 
of  potassium  permanganate.  It  is  an  amorphous  yellow  mass 
-which  softens  at  100**  and  at  140"*  becomes  anhydrous,  decom- 
posing at  a  higher  temperature.  It  is  easily  soluble  in  water 
and  alcohol,  has  a  strongly  acid  reaction  and  forms  amorphous 
salts,  most  of  which  are  soluble  in  water  but  not  in  alcohol. 
When  heated  with  caustic  potash  to  200° — 220**,  oxalic  acid  and 

I  Miller,  Joum.  PraJct.  Chem.  [2],  xxii.  193. 

«  MaxweU  Simpson,  Froe,  Roy.  Soc,  x.  674 ;  NevoW  and  Tschomiak,  BulU  Soe, 
Chim.  [2],  XXX.  108  and  161. 
s  Zeitach,  Chem  1868,  449. 
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ethylamine  axe  obtained  but  no  succinic  acid.  For  this  reason 
Cooper  and  Wanklyn  termed  it  iaocyanpropionic  acid.^  Further 
investigation  is  required  in  order  to  determine  the  constitution 
of  this  body. 


SUBSTITUTION  PRODUCTS  OF  SUCCINIC  ACID. 

593  Mon^chroTrtmcdnic  Add,  C2H5Br(C02H)j,  was  obtained 
by  Kekul6  by  heating  succinic  acid  with  water  and  bromine.* 
According  to  Carius  it  is  best  obtained  by  heating  5  grams  of 
succinic  acid,  25  cbc.  of  bromine  and  40  cbc.  water  slowly  to  120**.* 
It  forms  small  colourless  octohedral  crystals  or  crusts  which 
melt  at  159* — leO"*  undergoing  loss  of  hydrobromic  acid.  It  is 
soluble  in  5  parts  of  water  at  15^  This  compound  is  more 
readily  obtained  by  the  union  of  hydrobromic  acid  with  fumaric 
or  maleic  acid  (p.  210). 

Dibrommcdnic  Acid,  (CHBr)2(CO.OH)2,  was  obtained  by 
Perkin  and  Duppa  by  heating  equal  volumes  of  succinyl  chloride 
and  bromine  at  120** — 130**  and  decomposing  with  water  the  di-  • 
bromsuccinyl  chloride,  C2H2Br2(COCl)2,  thus  produced.*  Kekul6 
also  prepared  it  by  heating  12  grams  of  succinic  acid  withll  cc. 
of  bromine  and  12  cc.  of  water  at  150** — 180**.*  When  one  mole- 
cule of  ethyl  succinate  is  heated  with  two  molecules  of  bromine 
at  130** — 140°  ethyl  bromide  is  obtained  together  with  a  small 
quantity  of  succinic  acid,  a  large  quantity  of  monobromsuccinic 
acid,  and  a  somewhat  smaller  quantity  of  dibromsuccinic  acid, 
which  two  latter  may  easily  be  separated  by  recrystallization.* 
Dibromsuccinic  acid  forms  large  glistening  crystals  difficultly 
soluble  in  cold  water,  and  decomposing  at  200°  with  formation 
of  hydrobromic  acid,  and  brom-maleic  acid. 

Other  substitution  products  of  succinic  acid  will  bo  con- 
sidered under  fumaric  and  maleic  acids. 

1  Phil.  Mag.  [5],  vii.  356. 

5  Ann.  Chem.  Phartn,  cxvii.  126 ;  cxxx.  21  ;  Suppl  I  129. 

*  Ann.  Chem,  Pharm.  cxx.  6. 

*  Quart.  Jmirn,  Chem.  Soe.  xiii.  102. 

*  Ann.  Chem.  Pharm.  cxvii.  120 ;  Suppl.  i.  851.  See  also  Bourgoin,  JBuU.  Soc. 
Chem.  xix.  148. 

«  Schacherl,  Ber.  DeutseK  Chem.  Oes.  xiv.  687. 
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ISOSUCCINYL  COMPOUNDS. 

594  Isosticdnic  Acid  or  Methyl  Mcdonic  Add,  CH3.CH(C02H)2, 
was  first  obtained  by  H.  Miiller  by  heating  the  ethyl  ether  of 
a-chlorpropionic  acid  with  potassium  cyanide  and  decomposing 
the  product  with  caustic  potash.*  He  considered  this  to  be 
common  succinic  acid,  but  Wichelhaus  showed  that  it  was  an 
isomeride.'  It  was  then  further  examined  by  him  and  Eller,* 
by  V.  Eichter,*  and  by  Byk.*  In  order  to  prepare  it,  one  part 
of  ethyl  a-chlorpropionate  is  gently  boiled  with  two  parts  of  pure 
potassium  cyanide  and  four  parts  of  water,  until  the  ether  is 
dissolved,  the  whole  neutralised  with  sulphuric  acid  and  evap- 
orated to  dryness.  The  residue  is  strongly  acidified  and  ex- 
tracted with  ether,  and  the  cyanpropionic  acid  thus  obtained 
boiled  with  potash.  Cyanpropionic  acid  may  be  advantageously 
prepared  from  brompropionic  acid.*  The  product  is  again 
acidified,  extracted  with  ether,  and  then  precipitated  with  lead 
acetate,  care  being  taken  not  to  use  an  excess,  as  lead  isosuc- 
cinate  is  soluble  in  the  reagent,  but  only  slightly  so  in  acetic 
acid.  The  acid  obtained  firom  the  lead  salt  forms  colourless 
crystals,  dissolving  in  five  parts  of  cold  water.  When  Carefully 
heated  below  100*  between  watch  glasses  it  can  be  sublimed 
in  microscopic  tables.  At  a  higher  temperature  decomposition 
takes  place.  It  melts  at  130**  and  decomposes,  when  more 
strongly  heated,  into  carbon  dioxide  and  propionic  acid.  The 
salts  are  mostly  crystallizable,  are  more  soluble  than  those  of 
succinic  acid,  and  are  not  precipitated  by  ferric  chloride. 

Calcium  Isosucdnate,  C4H^04Ca+H20,  is  obtained  as  a  crystal- 
line precipitate  formed  at  once  in  hot  solution  and  gradually  in 
the  cold  by  mixing  calcium  chloride  solution  with  a  concentrated 
solution  of  an  alkaline  isosuccinate. 

Silver  Isosuccinaie,  C^H^O^Agg,  is  a  granular  crystalline 
precipitate,  which  when  shaken  with  a  large  quantity  of  water 
suddenly  dissolves,  separating  out  again,  on  standing  for  a  few 
minutes,  in  thin  needles.^ 

*  Ann,  Chem,  Pharm^  cxxzL  350.  '  Zeitsch,  Cham.  [2],  uL  247. 
»  Ber,  JktOaeh.  Chem.  Ges,  i.  98.  *  Zeitaeh,  Chem,  1868,  449. 

■  Joum.  FrakL  Chetn.  [2],  L  19. 

*  Roeieki,  Ber,  DeuUch,  Chem,  Oea.  ziii.  209.        '  EreBtownikow,  ih,  z.  409. 
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Ethyl  IsosTiccinate,   Cfifi^{C^^)^  is  formed   according  to 
Carstanjen  by  heating  ethyl  formate  and  ethyl  lactate  with 
phosphorus  pentoxide  :^ 
CH3  CH 

CH.OH  +    HCO.OC2H5    =    CH.CO.OC2H     +    H,0. 

CO.OC2H5  CO.OCjHg 

It  is  also  formed  from  ethyl  malonate  by  a  reaction  which  has 
already  been  described.*  It  is  a  liquid  having  a  specific  gravity 
of  1021  at  22**  and  boils  at  196V 

Monobromisosucdnic  Add.  CHgCBr(C02H)j,  is  obtained  by 
heating  isosuccinic  acid  with  bromine  and  water  to  100*.  It 
crystallizes  in  well-formed  deliquescent  prisms. 


OXYSUCCINIC    ACIDS. 

Malic  Acid,  G^T3^{0B){C0^IL)^ 

595  Geber  supposed  that  the  juice  of  sour  pears  contained  an 
acid,  or,  as  he  termed  it,  aqtui  diasolutiva,  and  this  liquid  was 
employed  in  the  sixteenth  century  as  a  solvent  for  iron.  The  pre- 
paration thus  obtained  is  still  described  in  certain  pharmacopoeias 
as  Extradum  martis  ponictta  OT/erri  pomata,  a  tincture  prepared 
from  this  being  also  mentioned.  Libavius,  who  refers  to  this  in 
his  Alchymia,  also  notices  a  juice  from  "  baccae  ericas  bacdferae 
{Mehlhehr  vacant  Oermani),  8uccu&  cvadU  ruber  et  addum 
qui  sapit," 

Donald  Monro,  in  1767*  waa  the  first  to  point  out  that  the 
juice  of  apples  yields  a  peculiar  salt  with  soda,  and  Scheele,  in 
1785,  showed  that  gooseberries  contain  another  acid  in  addition 
to  citric  acid,  which  is  also  present  in  large  quantity  in  unripe 
apples,  and  hence  he  termed  it  malic  acid  (from  malum).  He 
also  showed  that  either  the  one  or  the  other,  or  both  these  acids 
occur  in  many  other  plants,  and  its  characteristic  properties  were 
afterwards  more  closely  investigated  by  Vauquelin  in  1800.  In 
1807,  however,  both  Bouillon-Lagrange  and  A.  Vogel  came  to 
the  conclusion  that  this  acid  is  a  mixture  of  acetic  acid  and 

»  Ber.  Deutsch.  Chem.  Ges.  iv.  808.  *  Ziiblin,  f&.  xii  1112. 

•  Conrad  and  BiKchoff,  Ann,  Chem.  Pharm,  cciv.  202. 

*  FhiL  Trans.  1767,  p.  479. 
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extractive  matter,  but  this  was  disproved  by  Yauquelin  in  1817. 
Two  years  before  Donovan  proved  that  mountain-ash  berries 
contained  an  acid  to  which  he  gave  the  name  of  sorbic  add,  and 
Braconnot,  in  1818,  proved  this  substance  to  be  malic  acid. 
The  exact  composition  of  malic  acid  was,  however,  first  ascer- 
tained by  Liebig.^ 

Malic  acid  is  widely  distributed  throughout  the  vegetable  king- 
dom,^ being  found  in  a  number  of  other  fruits  besides  those  which 
have  been  named.  It  frequently  occurs  together  with  oxalic, 
tartaric  and  citric  acids,  partly  in  the  free  state  and  partly 
combined  with  bases.  It  also  occurs  in  various  other  parts  of 
the  vegetable  kingdom.  For  example  it  is  found  in  considerable 
quantity  in  the  berries  of  berbery  {Berheris  vulgaris),  quince, 
red-  and  white-currants,  raspberries,  blackberries,  pine-apple, 
bananas,  and  sour-  or  morella-cherries,  whilst  sweet  cherries 
contain  acid  potassium  malate,  a  salt  which  is  also  contained  in 
the  leaves  and  stem  of  garden  rhubarb  {Rheum  palmatum  and 
-B.  undvlatum).  Acid  calcium  malate  is  also  found  in  many 
plants,  the  leaves  of  the  house-leek  {Sempervivuni  tectorum) 
being  especially  rich  in  it,  as  well  as  the  leaf  of  the  tobacco  plant 
and  the  berries  of  Ehibs  Coriaria,  and  other  species  of  sumach. 

The  best  source  of  malic  acid  is  the  mountain-ash  berries. 
They  must  be  used  when  they  begin  to  redden,  as  the  ripe  ones 
contain  little  or  no  malic  acid.  Milk  of  lime  is  added  to  the  juice 
until  the  liquid  has  only  a  slightly  acid  reaction.  The  whole  is 
then  boiled  for  some  hours,  when  the  steam  which  comes  oflF 
attacks  the  eyes  from  the  presence  of  the  vapour  of  sorbic  acid. 
During  the  ebullition  calcium  malate  separates  out  as  a  white 
sandy  powder,  which  is  then  removed  with  a  spoon.  When  no 
further  precipitate  forms,  the  liquid  is  allowed  to  cool  and  a  further 
quantity  of  this  salt  is  deposited.  The  precipitate  is  then  washed 
with  cold  water  and  thrown  gradually  into  a  warm  mixture 
of  nitric  acid  and  ten  parts  of  water  so  long  as  it  dissolves, 
and  the  whole  allowed  to  cool,  when  the  acid  calcium  malate 
separates  out.  This  is  then  purified  by  recrystallization  from 
hot  water,  precipitated  with  lead  acetate  and  the  insoluble  lead 
malate  decomposed  with  sulphuretted  hydrogen.' 

The  stalks  and  leaves  of  garden  rhubarb  may  also  be  employed 
for  the  preparation  of  malic  acid,  and  may  be  treated  as  above.^ 

*  Ann,  Pharm,  ▼.  141.  '  Gmelin,  ffandbook,  x.  205. 
'  Hagen,  Ann,  Chem,  Pharm.  xxxviii.  257. 

*  Everitt,  Phil.  Mag.  [8],  xxiii.  327. 
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The  juice  may  also  be  clarified  with  isinglass  and  the  filtrate 
allowed  to  evaporate  to  a  thin  syrup.  After  some  days  acid 
calcium  malate  separates  out,  and  this  may  be  purified  by  re- 
crystallization  and  afterwards  treated  as  above.* 

The  evaporated  synipy  solution  from  the  decomposition  of 
the  lead  salt  when  allowed  to  stand  in  a  warm  place  deposits 
malic  acid  in  glistening  four-sided  needles,  which  frequently 
unite  to  form  bushy  or  nodular  masses.  It  is  also  sometimes 
deposited  in  cauliflower-like  forms. 

Malic  acid  is  very  soluble  in  water,  and  deliquesces  on  exposure 
to  moist  air.  It  has  a  strong  but  pleasant  acid  taste,  melts  at 
about  100"*,  and  decomposes  at  a  higher  temperature,  when 
products  are  formed  which  will  be  afterwards  described.  When 
treated  with  concentrated  hydriodic  acid  it  is  reduced  to 
succinic  acid : ' 

C2H3(OH)(C02H)j  +  2HI  =  C,H,(C0,II)2  +  H,0  +  I^ 


The  Malaxes. 

596  These  salts  have  been  carefully  investigated  by  Hagen.' 
The  normal  malates  of  the  alkali  metals  are  easily  soluble  in  water, 
but  do  not  crystallize.  The  acid  salts  on  the  other  hand  crystal- 
lize well.  The  malates  of  the  alkaline  earths  exist  both  in 
anhydrous  forms  and  in  forms  containing  water  of  crystallization, 
and  it  appears  that  the  solubility  increases  with  the  quantity  of 
water  contained.  The  malates  of  aluminium,  iron,  manganese, 
&c.,  are  not  crystallizable,  and  their  solutions  are  not  precipitated 
by  alkalis.  Other  heavy  metals  form  difficultly  soluble  or  in- 
soluble malates.  The  following  are  the  most  characteristic  salts 
of  this  acid. 

Add  Ammanium  Malate,  C^Kfi^i'N'H.J,  dissolves  in  about 
three  parts  of  cold  water,  and  crystallizes  in  large  rhombic 
prisms. 

Narmai  Calcium  Malate,  O^fifia^  When  a  solution  of 
malic  acid  is  neutralized  with  lime  and  heated  to  the  boiling 
point,  the  anhydrous  salt  separates  out  as  a  granular  powder 
scarcely  soluble  in  water.  When  the  solution  remains  acid  a 
similar  precipitate  is  thrown  down  which  contains  one  molecule  of 

*  Winkler  and  Hcrberg«r.  Jrb,  Prakt  Chem.  il.  201. 

^  Schmitt,  AtiM,  Chem,  Pharm.  oxiv.  106 ;  Dessaignes,  4b,  cxviL  184. 

*  Loceit. 
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water,  and  this  is  also  formed  when  a  solution  of  sodium  malate 
is  mixed  with  one  of  calcium  chloride  and  allowed  to  stand.  Tliis 
salt  is  soluble  in  147  parts  of  cold  and  67  parts  of  boiling 
water,  and  does  not  deposit  again  on  cooling.  If  the  acid  is 
neutralized  with  lime  water  and  the  solution  allowed  to  evaporate 
in  a  vacuum  easily  soluble  thin  crystalline  laminae  are  obtained, 
containing  two  molecules  of  water.  These  become  anhydrous 
and  insoluble  at  ISO"". 

Acid  Calcium  Malate,  (C^fi^)jOsL'^  SB.^0.  This  occurs,  as 
has  been  stated,  in  several  plants,  and  may  also  be  easily 
prepared  by  dissolving  the  normal  salt  in  aqueous  malic  acid 
or  in  hot  dilute  nitric  acid.  It  crystallizes  in  transparent 
glistening  prisms  having  a  pleasant  acid  taste.  It  dissolves 
in  fifty  parts  of  cold  and  more  easily  in  hot  water.  When  its 
solution  is  boiled  the  normal  salt  separates  out,  and  when 
neutralized  with  ammonia  and  allowed  to  evaporate  transparent 
brightly  glistening,  hard  crystals  are  deposited,  having  the 
composition  O^H^OgCa  +  SHjO,  and  these,  when  heated,  lose 
water  and  assume  a  porcelain-like  appearanca 

Normal  Lead  Malate,  C^H^OgPb  +  311^0.  This  is  obtained  as 
a  flocculent  precipitate  which  gradually  becomes  crystalline. 
When  heated  with  a  moderate  amount  of  water  it  melts  to 
a  gum-like  mass  which  is  brittle  when  cold  The  solution, 
however,  deposits  four-sided  needles  or  tablets.  It  is  only 
slightly  soluble  in  dilute  acetic  acid,  but  dissolves  more  readily 
in  solution  of  sugar  of  lead  and  in  nitric  acid.  When  a  solution 
of  a  malate  is  thrown  down  with  acetate  of  lead  a  precipitate 
of  basic  salt  is  obtained. 

Silver  MaJate  is  a  white  granular  crystalline  precipitate  soluble 
in  boiling  water,  and  easily  undergoes  decomposition  attended 
by  blackening. 


Optical  Isomerides  op  Malic  Acid. 

597  The  malic  acid  which  occurs  in  nature  is  optically  active, 
a  dilute  solution  deviating  the  plane  of  polarization  to  the 
left.  This  gyratory  power  diminishes  with  the  concentration 
until,  when  the  solution  contains  thirty-four  per  cent.,  it  be- 
comes inactive.  A  still  further  addition  of  the  acid  gives  to 
the  solution  a  dextro-rotatory  power,  so  that  one  containing 
sixty  per  cent  deviates  the  plane  of  polarization  as  much 
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to  the  right  as  one  containing  84  per  cent,  does  to  the  left- 
The  sodium  salts  exhibit  a  similar  property.^ 

When  tartaric  acid  (dioxysuccinic  acid)  is  treated  with 
hydriodic  acid  it  is  reduced  to  malic  acid,  and  this  by  a  further 
action  is  converted  into  succinic  acid.  The  malic  acid  thus 
obtained  is,  like  the  tartaric  acid  employed,  dextro-rotatory 
at  any  rate  in  dilute  solution.*  If  instead  of  tartaric  acid  use 
be  made  of  its  isomeride,  racemic  acid,  a  compound  of  dextro- 
tartaric  acid  with  laevro-rotatory  acid  which  is  optically  inactive, 
an  inactive  malic  acid  is  also  produced,  and  this,  like  racemic 
acid,  can  be  decomposed  into  two  optically  active  acids.'  Another 
inactive  malic  acid  which  cannot  be  thus  split  up  was  obtained 
by  Pasteur  by  the  action  of  nitrogen  trioxide  on  inactive  aspartic 
acid  (amidosuccinic  acid),  a  body  which  will  be  afterwards 
described.  This  malic  acid  is  distinguished  from  the  common 
variety  by  being  more  easily  crystallizable,  by  being  non-deli- 
quescent, and  melting  at  133^*  Its  salts  are,  however,  very 
similar  to  those  of  the  naturally  occurring  acid,  but  they  may 
be  distinguished  from  them  inasmuch  as  the  crystals  of  the 
latter  exhibit  hemihedral  faces.  It  is  probable  that  the  mahc 
acid  obtained  by  Kekul^  by  heating  bromsuccinic  acid  with 
silver  oxide  and  water*  is  identical  with  Pasteur s  acid  as  well 
as  that  which  Strecker  and  Messel  obtained  by  boiling  sulpho- 
succinic  acid  with  caustic  potash.*  Another  inactive  malic 
acid  which  appears  to  be  diflFerent  from  these  modifications  is 
obtained  from  fumaric  acid,  C^H^O^,  and  will  be  described 
under  this  head. 


Ethers  and  Ethereal  Salts  of  Malic  Acid. 

598  Normal  Ethyl  Malate,  G^^iO'S)  (CO^CgHJa.  Thenard  ^ 
made  the  first  experiments  on  the  preparation  of  this  salt.  He 
heated  a  mixture  of  eighteen  parts  of  alcohol,  fifteen  parts  of  sul- 
phuric acid,  and  five  of  malic  acid  until  ether  began  to  be  evolved, 
and  then  mixed  the  residue  with  water,  when  he  obtained 
a  yellow  oily  odourless  liquid,  which  when  heated  decomposed. 
This  substance   requires  further  investigation.^    According  to 

^  Sclmeider,  Ann,  Ohem,  Pharm.  ccviL  257. 

•  Bremer,  Ber,  Deutseh.  Chem,  Oca.  viii.  1594. 

'  Bremer,  ib.  xiiL  861.  *  Ann,  Chem.  Pharm,  Ixxxiv.  157. 

»  Ib.  cxvii.  125.  «  Zeittch.  Chem.  1870,  460. 

'  ifim.  Soc,  cTAeeueilt  ii.  12.  •  Omelin,  Or§.  Chem,  ii.  354. 
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Demond^sir  this  salt  is  obtained  by  saturating  an  alcoholic 
solution  of  malic  acid  with  hydrochloric  acid.  The  acid  is  then 
neutralized  with  carbonate  of  soda,  and  extracted  with  ether, 
and  on  evaporating  ethyl  malate  remains  behind.^  It  is  also 
formed  when  silver  malate  is  heated  with  ethyl  iodide  and  ether. 
It  is  a  slightly  ethereal  smelling  liquid,  soluble  in  water,  and 
boiling  under  a  diminished  pressure  of  15  mm.  at  128° — 131^ 
^When  heated  under  the  ordinary  pressure  it  decomposes  into 
water  and  ethyl  fumarate. 

Acid  Ethyl  Malate,  C^JiOB){COfi.^^COfi.  This  com- 
pound, which  is  also  known  as  ethyl  malic  acid,  is  formed  in 
the  preparation  of  the  normal  salt  by  the  second  method 
above  described,  and  forms  a  calcium  salt  easily  soluble  in 
alcohol. 

Ethylomalic  Add,  C^^(OC^^{QO^)^  is  isomeric  with  the 
foregoing  compound,  being  distinguished  from  it  inasmuch  as 
it  is  dibasic.  In  order  to  prepare  it,  ethyl  fumarate  is  gradually 
added  to  an  alcohoHc  solution  of  sodium  ethylate,  the  mixture 
allowed  to  stand,  and  then  heated  with  water  and  caustic  soda. 
The  sodium  salt  thus  obtained  is  then  converted  into  the  in- 
soluble and  crystalline  lead  salt,  and  this  decomposed  by 
sulphuretted  hydrogen.  When  the  solution  is  evaporated  a 
syrupy  mass  remains  behind,  which  gradually  deposits  crystals 
which  are  apparently  rhombic,  and  melt  at  86^  The  formation 
of  this  acid  is  explained  by  the  following  equation : 

C,H5.C0,.CH  =  CH.C02.C2H,+  NaOC^H,  = 
C,H5.C02.CH(002H5).CHNa.CO,.CjH5. 

The  compound  thus  obtained  is  then  converted  in  the  presence 
of  water  and  caustic  soda  into  sodium  ethylomalate.^ 

Triethyl  Malate,   C^{OG^^{QOfi^^^,  is   formed  when 
sodium  is  gradually  added  to  an  ethereal  solution  of  the  normal 
ether,  and   the  product  treated   with   ethyl   iodide.     It  is  a  • 
Liquid  which  boils  under  a  diminished  pressure  of  15  mm.  at 
118"— 120'.« 

Ethyl  NUroxyl  MaMe,  C^^{OT^O^[COj:ifi^^  is  obtained 
by  dissolving  the  normal  salt  in  a  mixture  of  concentrated 
sulphuric  and  nitric  acids.  On  precipitating  with  water,  a 
slightly  pungent-smelling,  oily  liquid  is  obtained,  which  de- 
composes on  heating.^ 

1  Compt.  Rend,  wcxiii.  227.  *  Purdie,  Joum,  Chem.  Soe.  1881,  i.  844. 

'  Andieoni,  Ber.  Deutscfu  Chem.  Oes,  xiiL  1894.  ^  Henry,  ib.  iii  632. 
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Ethyl  Acetomalate,  G^B^(OG^B.fi){CO^C^B.X  ^  formed  by 
heating  ethyl  malate  with  acetyl  chloride.  It  is  a  heavy,  slightly 
ethereal  smelling  liquid,  insoluble  in  water,  boiling  at  258^  and 
is  decomposed  by  alkalis  into  alcohol,  malic  acid,  and  acetic 
acid.* 

Amido-compounds  of  Malic  Acid. 

599  Malamide,  C2H8(OH)(CO.NH2)2,  is  formed  by  the  action 

of  ammonia  on  an  alcoholic  solution  of  ethyl  malate.     It  is 

soluble  in  water  and  crystallizes  in  quadratic  prisms. 

f  CONH 
Malamic  Add,  G^^((yE)  •<  qq  OH*'  ^^  ^^*  known  in  the 

free  state.  Its  ethyl  salt  separates  out  as  a  radiating  crystalline 
mass  when  ethyl  malate  is  saturated  with  ammonia  and  allowed 
to  stand  (Demond^sir). 

Asparagine,  or  Amidosucdnamie  Acid,  C^i^CifH^  <  TO  OH* 

This  compound,  isomeric  with  malamide,  was  discovered  in  1805 
*by  Vauquelin  and  Robiquet  in  the  juice  of  asparagus.*  Bacon 
found  a  substance  in  the  marsh-mallow  root  to  which  he  gave 
the  name  of  Althdine,  and  Caventou  found  in  the  liquorice 
root  a  similar  body,  which  he  termed  AgddoUe.  Plisson  and 
Henry  then  showed  that  these  bodies  are  identical  with  aspara- 
gine.'  The  composition  of  this  body  was  first  determined  by 
Liebig.*  It  occurs,  very  widely  distributed,  in  the  vegetable 
kingdom,  being  found  in  certain  fruits,  roots,  and  tubers,  as  in 
the  dahlia  tuber,  and  in  chestnuts  and  potatoes,  and  in  the 
roots  of  Bobinia  pseudacacia,  in  which  it  occurs  in  compara- 
tively large  quantities.  It  is  also  found  in  the  milky  juice  of 
the  lettuce,  and  in  the  young  shoots  of  vetches,  peas,  beans,  and 
several  other  leguminous  plants,  the  seeds  of  which  do  not  con- 
tain any  trace.  The  quantity  diminishes  as  the  growth  of  the 
plants  proceeds,  and  disappears  altogether  as  soon  as  the  seeds 
are  formed.*  According  to  Boussingault,  asparagine  is  a  constant 
constituent  of  plants  grown  in  the  dark.® 

In  order  to  prepare  it  from  the  young  plants  these  are  pressed, 
the  juice  heated  to  boiling,  filtered  and  evaporated  to  a  thin 

^  Wislicenufl,  Anru  Chem.  Pharm,  czidz.  179. 

*  Ann.  Chim.  Ivii.  88 ;  Ixxii.  143. 

*  Awfi,  Chitn,  Fhya,  [2],  xxxv.  175 ;  xxxviL  81 ;  xlv.  804. 

*  Ann^  Fharm.  vii.  146. 

'  Piria,  Ann,  Ckim,  Phys,  [8],  xxii.  160. 
^'  BuU,  Soe.  CMm,  [2],  iL  297. 


Digitized  by 


Google 


ASPARAGINE.  205 


syrup.  After  standing  for  some  time  asparagine  separates  out, 
and  this  is  then  purified  by  filtration  through  animal  charcoal 
and  crystallization.  It  may  be  prepared  easily  from  the  root  of 
ScoTzonera  hi»j>aniea,  by  allowing  this  to  undergo  dialysis/  and  a 
similar  process  may  also  be  adopted  for  its  preparation  from  the 
mallow.' 

Asparagine  crystallizes  with  one  molecule  of  water  in  trans- 
parent rhombic  prisms,  which  are  permanent  in  the  air,  and 
have  a  specific  gravity  of  1*519.  These  crumble  to  powder  with 
a  crackling  noise  between  the  teeth ;  they  have  a  slight  cooling, 
somewhat  nauseating  taste.  They  are  soluble  in  82  parts  of 
water  at  10"*,  but  are  scarcely  soluble  in  absolute  alcohoL 

The  aqueous  solution  possesses  a  slight  laevro>rotatory  power ; 
that  in  ammonia  or  caustic  soda  exerts  a  more  powerful  action, 
but  a  solution  in  mineral  acids  has  a  dextro-gyratory  power. 
The  effect  of  acetic  acid  upon  this  action  is  remarkable.  If  a 
small  quantity  be  added  to  an  aqueous  solution  of  asparagine  its 
levro-rotatory  power  is  weakened,  and  at  last  disappears,  a  further 
addition  of  acetic  acid  producing  a  dextro-rotatory  action.' 

Asparagine  being  an  amido-acid  combines  with  acids.  It  also 
forms  metallic  salts,  and  combines  with  salts  to  form  compounds 
similar  to  those  formed  by  glycocoll. 

Nitrous  acid  converts  asparagine  into  maUc  acid,  and  for  this 
reason  Piria  assumed  that  this  body  stands  in  the  same  relation 
to  this  as  oxamide  does  to  oxalic  acid.  Kolbe,  on  the  other 
hand,  was  the  first  to  express  the  view  that  it  is  an  amide  of 
amido-succinic  acid  or  aspartic  acid/  and  Schaal  proved  this, 
inasmuch  as  he  obtained  it  by  the  action  of  ammonia  on  the 
ethyl  salt  of  the  latter  acid.* 

Pure  asparagine  does  not  undergo  alteration  in  aqueous  solu- 
tion. If,  however,  albuminoid  bodies  are  present  a  fermentation 
soon  sets  in,  and  ammonium  succinate  is  formed.  This  change 
occurs  in  its  passage  through  the  human  organism.  After  eating 
asparagus  the  urine,  as  is  well  known,  assumes  a  peculiar  smell. 
The  cause  of  this  has  not  yet  been  ascertained,  but  on  examina- 
tion it  has  been  found  that  such  urine  contains  ammonium 
succinate.^ 

6oo  Aspartic  Add  or  Amidosiiccinic  Add,  Cfi/N'BL^{GO^^ 

^  Oonip-Besanez,  Ann,  Chein,  Pharm,  cxxr.  291. 

'  Buchner,  ZcUsch,  Chtm,  1862,  117. 

*  Becker,  Btr.  Deutaek,  Cfhem,  Ges.  zir.  1028. 

«  Ann,  Chem.  Pharm,  foodu  232. 

»  lb.  dvii  24.  «  Hilger,  Ih,  clxxi.  209. 
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was  obtained  by  Plisson  by  boiling  asparagus  with  water  and 
lead  oxide  until  the  evolution  of  ammonia  ceased.  Instead  of 
lead  oxide,  other  bases  such  as  baryta,*  or  caustic  potash  *  may 
be  used.  Liebig,  who  first  determined  its  composition,  prepared 
it  by  boiling  an  aqueous  solution  of  asparagine  with  caustic 
potash,  the  evaporated  water  being  constantly  renewed,  until  no 
further  evolution  of  ammonia  was  observed.  The  solution  was 
then  neutralized  with  hydrochloric  acid,  evaporated  to  dryness, 
and  the  residue  washed  with  cold  water  to  remove  potassium 
chloride.  Aspartic  acid  is  also  found  in  beet-root  juice  after 
treatment  with  lime,*  as  well  as  in  the  spent  lees  or  vinasse, 
together  with  an  homologous  acid.* 

It  is  sparingly  soluble  in  cold  water,  more  readily  soluble  in 
boiling  water,  and  dissolves  only  with  difficulty  in  alcohol.  It 
is  deposited  either  in  small  thin  rhombic  tables  or  in  micro- 
scopic crystals.  These  have  a  slightly  acid  taste,  leaving  an 
after-taste  like  broth.  Owing  to  the  slight  solubility  its  aqueous 
solution  possesses  only  a  weak  Isevro-rotatory  power,  whilst 
its  alkaUne  solution  produces  a  more  powerful  rotation;  its 
solution  in  acids,  on  the  other  hand,  exhibits  a  strong  dextro- 
rotatory action.  With  acetic  acid  it  exhibits  a  behaviour 
corresponding  to  that  of  asparagine  (Becker). 

An  optically  inactive  aspartic  acid  was  obtained  by  Pasteur^ 
from  acid  ammonium  malate.  If  this  body  be  moistened 
with  ammonia  and  heated  for  some  hours  to  160° — 200^  a 
resinous  mass  is  formed,  and  this  when  washed  with  water 
leaves  behind  a  reddish  powder  which  possesses  the  composition 
C4H5NO2,  and  has  been  termed  fumarimide.  It  probably 
possesses  the  following  constitution  : 


CO— N— CO 

I     / 
CH 


L/  i, 


i: 


H-         CH 

I  /| 

CO— N— CO. 

By  boiling  this  with  dilute  hydrochloric  acid  it  is  converted 

^  Boutron-Chalard  and  Pelouze,  Ann,  Ohim.  Phys.  [2],  lii.  90. 
'  Liebig,  Ann,  Pharm.  xxvi.  125  and  161. 
•     »  Scheibler,  Jahreab.  1866,  899  ;  Chem,  Centralb,  1869,  509. 
*  Ber,  Dtutseh.  Chtm,  Oes,  ii.  596. 
»  Ann,  Chvm.  Phys,  [8],  xxxiv.  30. 
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into  inactive  aspartic  acid,  which  crystallizes  in  short  hard  mono- 
clinic  prisms,  and  is  somewhat  more  soluble  than  the  active  acid. 
Its  salts  also  exhibit  a  difference  from  those  of  the  active  acid 
both  in  solubility  and  crystalline  form ;  otherwise  its  chemical 
reactions  resemble  those  of  the  ordinary  acid.^ 

Aspartic  acid  has  a  slightly  acid  taste  and  is  dibasic.  Its 
normal  salts  are,  however,  decomposed  by  carbon  dioxide,  and 
hence  they  were  at  one  time  believed  to  be  basic  salts,  and  the 
acid  was  considered  to  be  monobasic,  as,  indeed,  in  the  free  state 
it  really  is,  being  an  amido-acid : 

CO— 0 
CH— NH 


Ha 
O.OH. 


The  only  aspartates  of  the  alkali  metals  which  are  known  in 
the  solid  form  are  the  acid  salts.  The  acid  salts  of  other  metals 
are  soluble  in  water ;  some  of  the  normal  salts  are  insoluble. 
The  soluble  aspartates  have  also  a  peculiar  taste  like  broth. 
By  heating  the  acid  silver  salt  with  ethyl  iodide  the  monethyl 
salt  is  obtained ;  this  is  a  crystalline  body,  which  on  treatment 
with  aqueous  ammonia  yields  asparagine.* 

Aspartic  acid  also  forms  compounds  with  other  acids  which 
are  crystalline. 

Imidomcdnic   Acid,   <^jjTTy>C2H8.C02H,  is  obtained  together 

with  tetramethylammonium  iodide  when  a  solution  of  asparagine 
in  caustic  potash  is  mixed  with  wood-spirit  and  methyl  iodide, 
and  the  mixture  allowed  to  stand.  It  crystallizes  from  hot  water 
in  four-sided  laminae.  It  is  a  monobasic  acid,  but  as  it  is  an 
imido-compound  it  yields  a  silver  salt  containing  two  atoms  of 
metal.^ 


6oi  Isamalic  Acid,  0H3C(OH)(CO2H)2,  was  obtained  by 
Schmoger  by  gently  heating  an  aqueous  solution  of  bromisosuc- 
cinic  acid  with  freshly  precipitated  silver  oxide.  This  acid,  which 
is  easily  soluble  in  water,  can  be  obtained  in  the  crystallized  state, 

1  Ann,  Chim.  Phys,  [8],  xxiL  160. 

*  Schaal,  Ann.  Chem.  Pharm.  clvii.  24. 

•  Grieas,  Ber.  Dtuiach,  Chem.  Oea,  xii.  2117. 
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wherea3  its  salts,  with  the  exception  of  the  silver  salt^  cannot 
be  obtained  crystallized.  It  decomposes  at  100^  into  carbon 
dioxide  and  lactic  acid.^ 

An  acid,  which  according  to  its  mode  of  formation  should  be 
identical  with  the  above,  was  prepared  by  Bottinger  in  the 
foUovdng  way.  Fyroracemic  acid  is  gradually  added  to  finely 
powdered,  well  cooled  potassium  cyanide,  and  the  product  treated 
with  hydrochloric  acid,  when  oxyethidene-succiTiamie  add  is 
formed  •. 

CH3  CH3 

CO    +    HON    =    C(' 


i 


i(OH)CN 
O.OH  CO.OH. 


CH,  CH. 

I  J, 

C(OH)CN    +    HjO   =    C(OH)CO.NH, 


io, 


OH  CO.OH. 


This  forms  a  strongly  acid  syrupy  mass,  which  when  heated 
with  hydrochloric  acid  is  converted  into  lactic  acid,  carbon 
dioxide,  and  sal-ammoniac,  but  when  boiled  with  baryta  water, 
oxyethidene-sucdnic  add,  or  methyl  tartronic  add  is  formed. 
This  is  easily  soluble,  and  crystallizes  in  rhombohedrons  similar 
to  those  of  calc-spar.  When  carefully  heated  it  melts  at  ITS'" 
with  violent  evolution  of  cai'bon  dioxide.  It  is  distinguished 
from  isomalic  acid,  inasmuch  as  it  forms  crystalline  salts.' 


FUMARIC  ACID  AND  MALEIC  ACID,  C^H^O^, 

60a  Vauquelin*  as  well  as  Braconnot*  noticed  that  when 
malic  acid  is  subjected  to  dry  distillation  an  acid  aqueous  liquid 
first  comes  over,  and  then  a  needle-shaped  sublimate  is  formed. 
Lassaigne  then  showed  that  the  aqueous  solution  contains  a 
peculiar  acid  to  which  he  gave  the  name  of  pyromalic  acid,  the 
sublimate  being  an  acid  differing  from  this.^  These  compounds 
were  more  accurately  examined  in  1834  by  Pelouze,  who  gave  to 

*  Joum,  Prakt.  Chem.  [2],  jdr.  77 ;  xix.  168 ;  xxiv.  88. 

■  Ber,  DetUseh,  Chem,  Oes.  xiv.  87  and  148. 

»  Awi.  Chim.  Fhys,  [2],  vi  887.  *  lb,  viiL  149.  •  lb.  ix.  98. 
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the  former  the  name  of  maleic  acid  and  to  the  latter  the  name 
of  paramaleic  aeid.^ 

Before  this,  Braconnot  had  prepared  the  so-called  boletic  acid 
from  several  varieties  of  lichens,  and  Pfaff  afterwards  found  an 
acid  in  Iceland-moss  to  which  he  gave  the  name  of  lichenic 
acid,  whilst  Winkler  obtained  an  acid  from  fumitory  {Fumaria 
officinalis),  which  he  termed  fiimaric  acid.  The  identity  of 
this  latter  acid  with  paramaleic  acid  was  demonstrated  by 
Demanjay,*  whilst  Schodlcr  showed  that  lichenic  is  really  the 
same  acid.^  Then  BoUey^  and  Dessaignes^  proved  that  boletic 
acid  is  identical  with  fumaric  acid,  and  this  name  is  now  gener- 
ally adopted  instead  of  paramaleic  acid. 

When  malic  acid  is  quickly  distilled,  water  passes  over  first 
alone  and  then  together  with  maleic  acid,  the  residue  solidifying 
after  some  time  to  crystalline  fumaric  acid.  On  slow  distillation 
more  of  the  latter  substance  is  obtained,  and  when  malic  acid  is 
heated  for  some  time  to  140''  to  ISO**,  only  fiimaric  acid  is  formed, 
the  maleic  acid  being  also  converted  at  this  temperature  into 
the  isomeride.  At  higher  temperatures,  on  the  other  hand,  both 
acids  decompose  into  water  and  maleic  anhydride,  which  body 
easily  combines  with  water  to  form  maleic  acid.  Hence  these 
two  isomerides  can  easily  be  converted  the  one  into  the  other. 


PuMAMc  Acid. 

603  Fumaric  acid  is  somewhat  widely  distributed  throughout 
the  vegetable  kingdom.  It  is  found  in  a  variety  of  lichens, 
and  especially  in  Iceland  moss,  in  truffles,  and  in  the  several 
species  of  fumaria,  corydalis  and  glaucium. 

In  addition  to  the  reactions  mentioned  above  it  is  also  formed, 
according  to  MtLhlhauser,  when  albuminoids  are  heated  with 
aqua  regia.®  It  is  best  obtained  in  the  pure  state  by  heating 
malic  acid  with  a  small  quantity  of  water  at  180^  under  pres* 
sure.^  It  requires  for  solution  more  than  200  times  its  weight 
of  cold  water.  It  dissolves  more  easily  in  hot  water  and  also  in 
alcohol  and  ether,  crystallizing  from  these  in  prisms  or  scales. 
It  frises  with  difficulty  on  heating,  and  decomposes  at  about  200^ 

'  Anfk  Chhn,  Phy.  [2],  Iri.  72. 

«  Ih.  Ivi.  42«.  «  Afyn.  Cheia.  Pharm.  irii.  148. 

*  lb,  Ixxxvi  44.  ■  CompL  Rund,  xxxi  432  ;  xxxyii.  782. 

*  Ann.  Chem.  Pharm.  d.  176.  '  Jnngfleisch,  Bull.  Soe.  Chim.  xxx.  147. 


Digitized  by  VjOOQ  IC 


210  THE  OXYSUCCINIC  ACIDS. 

into  water  and  maleic  anhydride,  whilst  a  portion  sublimes  in 
needles.  It  has  a  purely  acid  taste,  is  optically  inactive,  and  is 
not  attacked  by  concentrated  nitric  acid,  even  on  boiling ;  but 
is  easily  conveiled  in  presence  of  sodium  amalgam  and  water 
into  succinic  acid.  This  same  change  takes  place  when  it 
is  treated  with  zinc  in  alkaline  solution,  or  when  it  is  heated 
with  hydriodic  acid.*  When  brought  in  contact  with  bromine 
and  water  it  combines,  gradually  at  the  ordinary  temperature  but 
quickly  at  100**,  forming  dibromsuccinic  acid.*  Fuming  hydro- 
bromic  acid  does  not  combine  with  it  in  the  cold  but  does  so  at 
100*  when  monobromsuccinic  acid  is  formed.*  When  heated 
with  a  large  excess  of  water  to  150®  it  is  transformed  into 
inactive  malic  acid  (Jungfleisch).  This  also  takes  place  on 
heating  fumaric  acid  for  some  time  with  caustic  soda  to  100^ 
Malic  acid  prepared  in  this  way  forms  hard  crystalline  crusts 
consisting  of  microscopic  prisms.  It  is  less  deliquescent  than 
common  malic  acid,  from  which  it  is  also  distinguished  by  the 
properties  of  its  salts.  The  main  distinction  between  this  and 
the  other  modifications  of  malic  acid  is  that  when  heated  it 
forms  fumaric  acid,  but  no  maleic  acid.* 

If,  on  the  other  hand,  fumaric  acid  be  heated  with  much  water 
at  150**  to  200*  an  inactive  malic  acid  is  formed,  which,  like  the 
body  already  described,  splits,  up  into  maleic  anhydride  and 
fumaric  acid  when  it  is  heated  with  water.  By  converting  this 
latter  into  malic  acid  and  repeating  the  above  reaction,  malic 
acid  can  be  completely  converted  into  maleic  acid.* 

When  either  fumaric  acid  ®  or  maleic  acid  ^  is  distilled  with 
phosphorus  pentachloride  fumaryl  chloride,  CgHjCCOCl)^,  is 
obtained.  This  is  a  mobile  liquid  boiling  at  160*,  and  uniting 
with  bromine  to  form  dibromsuccinyl  chloride,  C2H2Br2(COCl)2, 
a  body  which  is  also  formed  by  heating  succinyl  chloride 
with  bromine. 

A  galvanic  current  passed  through  an  alkaline  solution  of 
fumaric  acid  decomposes  it  into  acetylene,  carbon  dioxide  and 
hydrogen,  which  latter  body  reduces  a  portion  of  the  acid  to 
succinic  acid® 

^  Kekule,  Ann,  Chem,  Pharm.  Snppl.  i  129. 

«  Kekul^  ;  Fittig  and  Petri,  ib.  cxcy.  66. 

»  Fittig  and  Dorn,  ib.  clxxxviiL  87. 

^  Linnemann  and  Loydl,  Ann,  Chem,  Fharm,  czcii.  82. 

«  Pictet,  Ber.  Deutsch,  Chem,  Ges,  xiv.  2648. 

•  Keknl^,  Ann.  Chem,,  Pharm,  Snppl.  ii.  86. 
'  Perkin  and  Dappa,  ib,  cxii.  24. 

*  Kekul^,  Ann,  Chem.  Pharm.  cxxxi.  84. 
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Fumaric  acid  is  a  powerful  dibasic  acid.  Most  of  its  salts  are 
soluble  in  water,  and  ferric  chloride  produces  in  solutions  of  its 
normal  salts  a  cinnamon-brown  precipitate.  The  normal  and 
acid  fumarates  of  the  alkali  metals  crystallize  easily.  Those  of 
the  alkaline-earth  metals  are  not  very  soluble  in  water,  and 
are  obtained  in  crystals  when  hot  concentrated  solutions  of  the 
corresponding  acetates  are  mixed  with  a  solution  of  fumaric 
acid. 

Lead  Fumaratc,  GJlfi^h+2I[fi,  is  slightly  soluble  in  cold 
and  more  soluble  in  hot  water  and  crystallizes  in  needles. 

Silver  Fumarate,  C^HjO^Agg,  is  so  slightly  soluble  in  water 
that  the  solution  of  the  acid  in  200,000  parts  of  water  is 
rendered  milky  by  silver  nitrate.  In  more  concentrated  solu- 
tions i%  is  obtained  as  an  amorphous  precipitate,  which  in  the 
dry  state  deflagrates  on  heating,  like  gunpowder. 

Konnal  Ethyl  Fumarates  Gfifi^{Cfi^^  was  obtained  by 
Hagen  when  endeavouring  to  prepare  the  corresponding  salt 
of  malic  acid.  For  this  purpose  he  passed  hydrochloric  acid 
gas  into  a  solution  of  malic  acid  in  absolute  alcohol  and  distilled 
the  product  He  then  also  prepared  it  in  a  similar  way  from 
fumaric  acid.^  Perkin  and  Duppa  obtained  the  same  compound 
by  acting  with  alcohol  on  the  fumaryl  chloride  obtained  from 
malic  acid,  and  Henry  prepared  it  by  distilling  ethyl  malate 
with  phosphorus  pentachloride.'  This  salt  is  also  formed 
when  fumaric  is  heated  to  120*  with  absolute  alcohol,'  as  also 
by  the  action  of  ethyl  iodide  on  silver  fumarate.*  It  is  a 
slightly  smelling  liquid  boiling  at  218***5  and  having  a  specific 
gravity  at  IT  b  of  10522,  that  of  its  vapour  being  5*92.*  Ethyl 
fumarate  unites  readily  with  bromine  to  form  ethyl  dibromsuc- 
cinate.  It  decomposes  with  ammonia  forming  fwnaramide^ 
C2H2(CO.NH2)2,  a  body  forming  glistening  scales  insoluble  in 
cold  water  and  alcohol. 

Add  Ethyl  FumarcUe,orEthn/l  Fumaric  Acid,C^T{fi^{C2^^0'BL, 
is  formed  together  with  the  normal  salt  by  the  methods 
described  by  Hagen  and  Laubenheimer.  It  is  deposited  in 
laminea  which  possess  a  fatty  feel,  are  difficultly  soluble  in  cold 
water,  and  fuse  when  gently  heated  (Laubenheimer). 

Mtthyl  Fumarate,   G^SLfi^{CH^^  forms  colourless    crystals 

»  Am^  Chem.  Pharm,  xxzviii.  274.  »  /&.  clvi.  177. 

»  Laubenheimer,  Ann,  Chem,  Pharm.  clxiv.  294. 
^  Anschiitz,  Ber,  Dcuisch.  Chem,  Oes.  xii.  2280. 
•  Hubner  and  Schreiber,  ZeitKh.Cffum.  1871,  712. 
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which  axe  difficultly  soluble  in  cold  but  dissolve  easily  in  hot 
water,  and  volatilize  in  a  current  of  steam,  producing  a  pleasant 
smell.    It  melts  at  102''  and  boils  at  192**  (Anschiitz). 

Maleic  Acid. 

604  This  is  not  found  ready  formed  in  the  vegetable  king- 
dom. It  was,  however,  formerly  supposed  to  occur  in  Equisetum 
fluviaiUe;  but  afterwards  the  acid  found  in  these  plants  was 
shown  to  be  its  polymeride  aconitic  acid,  C^H^Oj.  Maleic  acid 
crystallizes  in  rhombic  prisms,  is  very  easily  soluble  in  water, 
and  also  dissolves  in  alcohol  and  ether.  Its  taste  is  sour  at  first, 
but  soon  excites  an  unpleasant  sensation  of  nausea.  It  melts  at 
about  130"*,  and  the  liquid  solidifies  if  kept  for  some  time  at 
this  temperature,  fumaric  acid  being  formed,  a  change  which 
also  occurs  when  it  is  boiled  with  mineral  acids.  It  behaves 
like  fumaric  acid  with  nascent  hydrogen  and  hydriodic  acid,  and 
also  yields  the  same  products  on  electrolysis  (Eekul^).  It  is 
distinguished  from  fumaric  acid,  inasmuch  as  it  is  attacked  by 
fuming  hydrobromic  acid  in  the  cold,  being  then  converted  into 
equal  molecules  of  monobromsuccinic  acid  and  fumaric  acid 
(Fittig  and  Dom).  Its  action  with  bromine  is  similar,  inas- 
much as  a  part  is  converted  into  fumaric  acid,  some  of  which 
again  unites  with  bromine  to  form  dibromsuccinic  acid.  Another 
portion  of  the  maleic  acid,  however,  combines  directly  with 
bromine  to  form  isodibromsitccinie  acid,  C2H2Br2(C02H)2,  a  body 
easily  soluble  in  water  and  crystallizing  in  scales  melting  at 
160**,  and  decomposing  into  hydrobromic  and  isobrommaleic 
acids  (KekuW;  Fittig  and  Petri). 

The  Moleates.  Most  of  the  maJeates  are  soluble  in  water  and 
are  not  precipitated  by  ferric  cliloride.  The  normal  maleates  of 
the  alkali  metals  crystallize  with  difficulty.  The  acid  ones,  which 
and  less  soluble,  crj^stallize  more  readily.  Those  of  the  metals  of 
the  alkaline-earths  are  somewhat  soluble  in  cold  water,  the  most 
insoluble  being  harium  malecUe,  C4H20^Ba+2H20,  crystallizing 
in  shining  needles  united  m  stellated  groups.  Maleic  acid  gives 
with  baryta  water  a  granular  precipitate,  which  after  some  time 
is  converted  into  crystalline  scales  (Lassaigne  ;  Pelouze).  The 
acid  salts  axe  easily  soluble  and  crystallizable. 

Lead  Maleate,  C^HjO^Pb+SHjO.  Maleic  acid  gives  a  pre- 
cipitate with  solution  of  sugar  of  lead,  which  soon  changes  into 
fthJTimg  micaceous  laminse. 
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Normal  Stiver  ifaleate,  C^HgO^Agg,  fonns  a  white  amorphous 
precipitate  which  changes  in  a  few  hours  to  tolerably  large  trans- 
parent colourless  crystals  having  an  adamantine  lustre.  These 
detonate  slightly  on  application  of  a  gentle  heat. 

Acid  Silver  Maleate,  C^H^O^Ag,  is  obtained  in  fine  colourless 
needles  on  mixing  not  too  dilute  solutions  of  maleic  acid  and 
nitrate  of  silver.^ 

Methyl  ifaleate,  0^1120^(01^2,  is  obtained  by  the  action  of 
methyl  iodide  on  silver  maleate.  It  is  a  pleasantly  smelling 
liquid  boiling  at  205**. 

JElhyl  Maleate^  Cfifi^iG^^^,  is  prepared  in  a  similar  way 
and  boils  at  225^ 

When  these  ethereal  salts  are  heated  with  a  small  quantity 
of  iodine  they  are  converted  into  the  corresponding  salts  of 
fumaric  acid,  and  hence  it  is  necessary  in  their  preparation  to 
employ  the  iodides  in  a  perfectly  pure  state.  Bromine  vapour 
acts  in  the  same  way,  and  they  combine  with  an  excess  of 
bromine  to  form  salts  of  dibromsuccinic  acid. 

605  Maleyl  Oxide  or  Maleic  Anhydride,  C^HgOg,  is  best  ob- 
tained as  follows.  Maleic  acid  is  subjected  to  dry  distillation 
until  the  residue  solidifies ;  the  distillate  is  then  evaporated  to 
dryness  and  the  crude  maleic  acid  thus  obtained,  together  with 
fumaric  acid,  is  treated  with  acetyl  chloride  : 

CXO4  +  C2H3OOI  =  C.HjOj  +  O2H3O.OH  +  HCl. 

The  product  is  purified  by  recrystallization  firom  chloroform 
(Anschiitz). 

According  to  Perkin  it  is  also  easily  formed  when  malic 
acid  is  treated  with  acetyl  chloride  and  the  whole  distilled,  when 
the  excess  of  acetyl  chloride  first  comes  over  and  next  the  acetic 
acid  which  is  formed  in  the  reaction.  It  is  also  formed  by  the 
action  of  silver  fumarate  on  fumaryl  chloride.^  It  crystallizes 
in  needle-shaped  prisms  melting  at  53"*  and  boiling  at  202". 
Its  vapour  has  a  specific  gravity  of  3'40.*  It  passes  easily  by 
absorption  of  water  into  maleic  acid  and  combines  with  bromine 
to  form  isodibromsuccinic  anhydride,  O^HjEr^Og  (Kekul6). 

In  order  to  prepare  this  latter  body,  pure  maleic  anhydride 
is    dissolved  in  anhydrous  chloroform  and  heated  with    the 

^  Ansehutz,  £er.  Deuiseh,  Ohtnu  Oes,  xiL  2280. 

*  Okem,  Soc.  Jowrn.  1881,  i.  559.  See  also  Anschutz,  Btr,  Dmlseh.  Chem,  Oea. 
adv.  2791. 

*  Hubner  and  Schreiber.  ZeOsch.  Chem.  1871,  712. 
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calculated  quantity  of  bromine  to  100*.  After  removing  the 
chloroform,  a  yellow  oil  remains,  and  this  after  a  time,  deposits 
tabular  crystals  melting  at  32°.  This  body  absorbs  moisture 
from  the  air  with  the  greatest  avidity,  and  on  addition  of 
water  to  it  violent  ebullition  takes  place,  isodibromsuccinic  acid 
being  formed  and  this  is  the  best  way  of  preparing  this  sub- 
stance in  a  pure  state.^ 

Brommaleic  Add,  C^HjBrO^,  is  formed  by  boiling  dibrom- 
succinic  acid  with  water.  It  forms  laige  transparent  crystals 
melting  at  128''.  By  the  action  of  water  and  sodium  amalgam 
it  is  first  converted  into  fumaric  acid. 

Isobrommaldc  Acid  is  obtained  in  the  same  way  from 
isodibromsuccinic  acid.  It  crystallizes  in  large  tablets  melting  at 
177® — 178''  and  behaving  with  sodium  amalgam  like  the  fore- 
going compound.  Both  acids  yield  on  distillation  hrommaleiG 
anhydride,  C^HBrOj.  This  is  an  oily  liquid  boiling  at  about 
212^  and  easily  combining  with  water  to  form  brommaleic  acid. 
This  latter  compound  combines  quickly  in  the  cold  with  fuming 
hydrobromic  acid  to  form  dibromsuccinic  acid,  and  at  the  same 
time  a  portion  is  converted  into  isobrommaleic  acid,  whilst  the 
latter  combines  with  hydrobromic  acid  only  slowly  in  the  cold 
but  quickly  when  heated,  to  form  both  the  dibromsuccinic 
acids.  This  reaction  shows  that  isobrommaleic  acid  is  bromr- 
fumaric  acid  (Fittig  and  Petri). 

This  last  substance  combines  only  slowly,  whilst  brommaleic 
acid  unites  quickly,  with  bromine  to  form  iribro77isuccinic  acid, 
C2HBrj(C02H)2,  a  body  extremely  soluble  in  water  and  crystal- 
lizing in  short  bushy  needles,  melting  at  136° — 137°  and  being 
readily  deliquescent.  When  heated  with  water  it  decomposes 
into  carbon  dioxide,  hydrobromic  acid  and  dibromacrylic  acid, 
C2HBrj.C02H  (Petri  and  Fittig). 

6o6  Constitution  of  Fumaric  and  Maleic  Acids.  After  having 
shown  that  both  these  acids  combine  with  hydrogen  to  form 
succinic  acid,  but  that  they  yield  two  isomeric  dibromsuccinic 
acids  when  they  unite  with  bromine,  Kekul^  discussed  their 
probable  constitution,  and  arrived  at  the  conclusion  that  they 
are  unsaturated  compounds  containing  free  combining  units 
situated  at  different  positions  in  the  molecule,  thus  causing 
their  isomerism.*  But  we  are  now  aware,  as  will  be  explained 
under  tartaric  acid,    that   dibromsuccinic  acid   possesses   the 

1  Pictet,  Brr,  Dcutseh.  Chem.  Ges,  xiii.  1669. 

2  Ann,  CJmm.  Phann,  Suppl.  ii  111, 
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constitution  CO2H.CHBr.CHBr.CO2H  and  hence  the  constitution 
of  the  two  acids  must  be  represented  as  follows : 

Famario  Add.  Maleio  Acid. 

— CHCO^  ZlC.COjH 

— CHCOjH.  CH2.CO3H. 

Kekul^  and  Swarts  afterwards  supported  the  view  that  fumaric 
acid  is  a  saturated  compound,  the  two  carbon  atoms  being 
connected  by  two  combining  units  with  one  another,  whilst  in 
maleic  acid  the  existence  of  free  combining  units  must  be 
assumed.^ 

In  the  same  way  Kekul^  explained  other  cases  of  isomerism 
and  assimied  that  carbon  atoms  which  unite  directly  with 
hydrogen  or  with  the  elements  of  the  chlorine  group,  &c.,  either 
contain  carbon  atoms  doubly  or  trebly  linked,  or  that  tbey  con- 
tain free  combining  units. 

The  latter  view  was  afterwards  rejected  by  most  chemists  as 
the  constitution  of  such  compounds  can  be  explained  without 
this  assumption.  According  to  this,  the  constitution  of  the  two 
acids  will  be  as  follows : 

Fumario  Add.  Maleic  Acid. 

CH.CO2H  CH. 

II  II 

CH.CO2H,  CCCOjH),. 

Many  weighty  reasons  may,  however,  be  cited  against  the 
above  formula  for  maleic  acid,  especially  the  fact  that  these 
two  acids  are  so  readily  convertible  the  one  into  the  other. 
Besides,  if  maleic  acid  contain  two  carboxyls  combined  with  one 
carbon  atom  it  could  .not  yield  an  anhydride  on  heating,  but 
must,  like  isobutyric  acid  and  similar  acids,  decompose  into 
carbon  dioxide  and  monobasic  acrylic  acid,  and  when  it  combines 
with  hydrogen  give  rise  to  isosuccinic  acid. 

Another  hypothesis  of  considerable  probability  haa  been  pro- 
pounded by  Yan't  Hoff.  According  to  this,  the  isomerism 
cannot  be  explained  by  the  ordinary  graphical  formulse  because 
these  represent  the  atoms  as  arranged  in  one  plane  instead  of  in 
space.'  If  we  imagine  the  four  combining  units  of  a  carbon  atom 
forming  the  comers  of  a  tetrahedron  in  whose  centre  the  atom 

^  ZeiUchrift,  Chem,  [2],  iil  654. 
'  Lagerung  der  AtmM  in  Baum$, 
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is  situated,  we  then  obtain  the  following  glyptic  formula  for 
succinic  acid : 


CO|H 


cojir 


In  this  no  cases  of  isomerism  can  occur.  If  the  atoms  of 
hydrogen  or  the  carboxyls  which  are  combined  with  one  of  the 
carbon  atoms  are  arranged  in  another  way,  we  obtain  the 
above  figure  again  by  turning  the  tetrahedron.  If,  however, 
two  atoms  of  hydrogen  be  withdrawn  from  succinic  acid  the 
two  following  isomeric  acids  are  possible : 


Fumario  Acid. 
Hat— TvCOair 


ccyi^ 


'COgH 


Fittig,  who,  with  his  pupils,  has  investigated  these  acids  very 
completely,  comes,  however,  to  the  conclusion  that  maleic 
acid  contains  free  combining  units  and  gives  the  following 
f ormulse : 

Fnmaric  Acid.  Maleic  Acid. 

CH.CO,H  CBLCOJH 

II  I 

The   varying  reactions  of  bromine,  hydrobromic  acid, &c.,  can 
thus  bo  explained  in  a  simple  way,  as  well  as  the  fact  that 
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dibromsuccinic  is  converted  into  brommaleic  acid  by  the 
separation  of  hydrobromic  acid,  whilst  isodibromsuccinic  acid 
on  the  other  hand  is  converted  into  bromfumaric  acid  as  is 
shown  as  follows :  ^ 

Dibromsaccinic  Acid.  Isodibromsnccmic  Acid. 

CHBr.COjH  CH2.C0,H 


A: 


HBr.CO^.  CBryCOjH. 

Brommaleic  Acid.  Bromfdmaric  Acid. 

CHEnCOgH  CH.CO,H 


=i, 


=C.CO^  CBr.COjH. 


DIOXYSUCCINIC  ACID,  OR  TARTARIC  ACID, 

CA(OH),(CO,H)y 

607  The  substance  known  under  the  name  of  cream  of  tartar, 
gradually  deposited  from  grape-juice  on  standing,  is  the  acid 
potassium  salt  of  common  tartaric  acid.  The  existence  of  this 
subject  was  noticed  by  the  Greeks,  who  termed  it  rpv^,  er 
wine-lees,  and  it  was  known  to  the  Romans  as  faex  vini,  the 
latter  people  being  acquainted  with  the  mode  of  preparing  an 
alkali  from  it  by  ignition.  The  alchemists  of  the  eleventh 
century  termed  it  tartarum,  or  afterwards  tartarus,  an  expres- 
sion derived  from  the  Arabic  tartir,  a  word  which  is  used  to 
designate  not  only  the  powder  deposited  by  wine,  but  also  that 
formed  on  the  teeth.  This  word  "  tartarus  "  was  afterwards  used 
in  several  senses.  Paracelsus  gave  to  it  two  distinct  interpreta- 
tions ;  in  the  first  place  he  signified  by  this  the  cause  of  the 
diseases  of  the  kidney  and  liver,  gout  or  stone,  in  which  sedi- 
ments or  concretionary  masses  are  deposited,  in  the  same 
sort  of  way  that  tartar  separates  out  from  wine.  In  the 
second  place,  however,  the  term  was  applied  to  the  pains  produced 
by  the  disease,  resembling  the  torments  of  the  condemned  in 
Tartarus.  Geber  gave  to  the  juice  of  wine  containing  cream 
of  tartar  in  solution  the  name,  like  other  acids,  of  aqua 
dissolvens,  or  agpia  dissolvata,  and  compared  it  in  this  respect  to 
vinegar,  and  so  for  a  long  time  cream  of  tartar  was  supposed 
to  be  a  true  acid.  Thus  in  the  Prussian  Pharmacopoeia  of  1781, 
^  Ann,  ChenL  Pharm.  cIxxxviiL  95 ;  czcv.  56. 
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purified  cream  of  tartar  was  designated  CLcidum  tartari.  It 
was  not  believed  that  this  salt  itself  contained  the  alkali,  but 
•rather  that  the  alkali  was  produced  in  the  act  of  burning, 
although  Eunkel,  in  1677,  had  shown  that  cream  of  tartar  can 
be  converted  into  an  alkali  by  boiling  it  with  lime,  its  earthy 
constituents  being  rendered  insoluble.  Similar  observations 
were  made  by  Duhamel  and  Qrosse,  in  1732,  who  believed  that 
the  potassium  tartrate,  formed  at  the  same  time,  was  tartrate  of 
lime.  Marggraf,  in  1764,  then  showed  that  cream  of  tartar 
contains  an  alkali,  but  he  did  not  determine  what  combines  with 
the  lime  when  the  salt  is  boiled  with  this  alkaline-earth.  Scheele, 
in  1769,  was  the  first  to  ascertain  this  point  and  to  obtain  tar- 
taric acid  by  decomposing  its  insoluble  lime  salt  with  sulphuric 
acid,  and  it  is  to  him  we  owe  the  first  satisfactory  investiga- 
tion of  this  acid  and  its  salts.  The  results  of  his  experiments 
were  communicated  to  Bergman  in  order  that  he  might  lay 
them  before  the  Stockholm  Academy.  This,  however,  through 
carelessness  he  failed  to  do,  and  in  consequence  Scheele  wrote 
the  Memoir  again,  handing  it  over  to  the  secretary  of  the 
Academy,  Eetzius.  At  his  request  it  was  then  printed,  in  1770, 
but  it  was  so  edited  that  much  of  the  credit  of  the  research 
apparently  belonged  to  Betzius.^  This  was  Scheele's  first 
scientific  paper,  and,  owing  to  the  part  Bergman  took  in  this 
matter,  Scheele  for  some  time  declined  to  make  his  acquaintance. 
This  feeling,  however,  soon  gave  place  to  more  amicable  relations, 
and  eventually  they  became  fast  friends.  Soon  after  Scheele's 
discovery,  tartaric  acid  was  manufactured  on  a  large  scale. 

Professor  John  of  Berlin  described  in  his  Dictionary  of 
Chemistry,  published  in  1819,  a  new  "Saure  aus  den  Voghesen," 
which  came  into  commerce  as  oxalic  acid,  and  which  he  at  first 
believed  to  be  a  mixture  of  oxalic  and  tartaric  acids,  but  after- 
wards found  that  it  consisted  of  a  single  acid  closely  resembling, 
and  yet  distinctly  different  from  tartaric  acid.  When  on  a 
subsequent  occasion  Gay-Lussac  passed  through  Thann  in  the 
Yoges,  he  obtained  some  of  this  acid  from  the  manu£Ebcturer 
Kestner,this  having  been  obtained  in  the  years  1822 — 1824  as  a 
by-product  in  the  preparation  of  tartaric  acid.  In  1826  on  his 
return  to  Paris  Qay-Lussac  investigated  this,  and  found  that  it 
was  a  peculiar  substance,  "  its  stochiometrical  number  agreeing 
horwever  within  a  few  thousandths  with  that  of  tartaric  acid."  * 

^  Abh,  Sehwcd,  Akad.  Wisftensch,  1770,  207 ;  CreU.  Ohem.  Joum,  ii.  179. 
'  Sekweigg.  Joum,  xlviii.  881. 
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At  the  same  time  Walchner  occupied  himself  with  the  investi- 
gation of  the  same  body,^  to  which  Gmelin,  in  1829,  gave  the 
name  of  racemic  acid  (Traubensaiire),  and  soon  afterwards 
Berzelius  showed  that  it  possesses  the  same  composition  as 
tartaric  acid,  and  this  was  the  first  instance  of  the  introduction 
of  the  idea  of  isomerism  into  the  science.*  Biot  then  showed 
that  tartaric  acid  and  racemic  acid  act  optically  differently,  for 
whilst  the  aqueous  solution  of  the  first  rotates  the  plane  of 
polarized  light  to  the  right,  the  latter  is  altogether  inactive.* 
This  was  shown  by  Pasteur  to  be  due  to  the  fact  that  racemic 
acid  is  a  compound  of  equal  molecules  of  common  tartaric  acid 
and  another  acid  which  deviates  the  plane  of  polarized  light  as 
much  to  the  left  as  the  first  one  does  to  the  right.*  He  ako 
showed  that  another  inactive  tartaric  acid  exists  which  is  dis- 
tinguished from  racemic  acid,  inasmuch  as  it  cannot  be  decom- 
posed into  two  optically  active  modifications,  and  he,  as  well  as 
other  chemists,  further  proved  that  the  various  tartaric  acids 
may  be  converted  the  one  into  the  other.  This  matter  will  be 
further  discussed  hereafter. 

The  modifications  of  tartaric  acid  are  also  formed  in  the  oxida- 
tion, by  nitric  acid,of  various  kinds  of  sugars  and  other  carbo- 
hydrates (see  Sugars). 

608  Synthetical  Production'  of  Tartaric  Add,  Tartaric  acid 
may  be  obtained  synthetically  by  several  processes.  (1)  When 
the  silver  salt  of  dibromsuccinic  acid  is  boiled  with  water  the 
following  reaction  takes  place  : 

COJ^  CO2H 

I  I 

CHBr  CH.OH 

I  +     2H2O     -      I  +     2AgBr. 

CHBr  CaOH 

COaAg  CO,H 

Instead  of  the  above  i*eaction  the  calcium  salt  may  be 
boiled  with  lime  water.^ 

The  acid  obtained  &om  dibromsuccinic  acid  is  a  mixture  of 
racemic  acid  and  inactive  tartaric  acid  or  mesotartaric  acid.^ 

*  Schweigg.  Joum.  xlix.  288.  '  Pogg,  Ann.  xix.  819. 
»  Ann.  Chim.  Phys.  [2],  Ixix.  27. 

*  /ft.  [2],  xxiv.  442 ;  xxviii.  56  ;  Comptes  Eendus,  xxxvL  26  ;  xxxyil.    162 ; 
see  also  Pog.  Ann,  Ixxx.  127  ;  xc.  498,  504. 

^  Keknl^,  Ann,  Chem,  Pharm,  cxvii.  124 ;  SnppL  i.  875 ;  Perkin  and  Duppa, 
ib,  cxvii.  130. 

*  Pasteor,  Jh,  Snppl.  ii.  242 ;  Jungfleisch,  Bull,  Soe,  CJUm,  [2],  xix.  198. 
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Conversely  tartaric  acid  when  treated  with  hydriodic  acid  is 
converted  into  the  corresponding  modification  of  malic  acid,  and 
afterwards  reduced  to  succinic  acid. 

(2)  An  acid  is  obtained  very  similar  to  racemic  acid  by  boiling 
oxalaldehyde  (glyoxal)  with  hydrocyanic  acid  and  hydrochloric 
acid,^  but  this  acid  is  not  capable  of  being  decomposed  into 
dextro-  and  Isevro-rotatory  acid.*  Its  mode  of  formation  is 
similar  to  that  of  lactic  acid  from  aldehyde,  and  is  represented 
thus: 

CO.OH 

CH.( 


COH  CH.OH 

I  +  2CNH  +  2Ha  +  4H.0  -    I 

COH  caoH 


io. 


OH 

(3)  It  has  already  been  stated  that  an  acid  probably  identical 
with  the  foregoing  is  formed  together  with  glycoUic  acid,  when 
an  alcoholic  solution  of  ethyl  oxalate  is  treated  with  sodium 
amalgam.'  In  this  way  ethyl  glyoxylate  is  doubtless  formed  to 
begin  with : 

CCOC^Hg  COH 

+    Hj    =     I  +    HO.CjHg. 


CO.OCH,    ^  CO 


^2  "6 


OCjHg 


A  part  of  this  then  combines  with  hydrogen  to  form  ethyl 
glycolate,  but  another  part  taking  up  only  one  atom  of  hydrogen 
forms  the  unsaturated  molecule,  CH(OH)CO.OC2H5,  two  of 
which  combine  together  to  form  ethyl  tartrate.  This  reaction 
is  of  great  importance  as  carbon  dioxide  is  easily  converted 
into  oxalic  acid,  and  this  in  a  simple  way  into  glycollic  and 
tartaric  acids,  these  two  latter  occurring  together  in  plants, 
as  for  example  in  the  turnip,  grape,  and  in  the  leaves  of  the 
Virginian  creeper. 

1  Strecker,  ZeiMi.  Chem.  1868,  216. 

s  Stadel,  Ber,  Deutaeh,  Chem.  Oes.  id.  1752. 

*  Debus,  Joum,  Chem.  Soc,  xxv.  865. 
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COMMON,  OR  DEXTRO-ROTATORY,  TARTARIC 

ACID. 

609  This  acid  is  widely  distributed  in  the  vegetable  kingdom, 
oocuning  in  the  free  state  or  in  the  form  of  a  salt,  especially  as 
acid  potassium  tartrate,  in  various  fruits,  frequently  together 
with  malic  acid.  It  is  found  in  the  berries  of  the  mountain-ash, 
the  berries  of  the  sumachs,  in  tamarinds,  in  mulberries,  pine 
apples,  &c.  It  also  occurs  in  the  sap  of  the  vine,  and  in  large 
quantities  in  the  juice  of  the  grape.  Wine  produced  firom  the 
latter  source  gradually  deposits  crude  argol  in  crystalline  crusts, 
and  this  consists  chiefly  of  acid  potassium  tartrate,  but  also 
contains  calcium  tartrate  and  the  corresponding  salts  of  the 
isomeride,  racemic  acid.  Its  presence  has  also  been  detected  in 
potatoes,  cucumbers,  chelidonium  majus,  quassia,  Iceland-moss, 
black-pepper,  madder-root,  &c. 

Algol  is  always  used  for  the  preparation  of  tartaric  acid,  the 
method  being  sJmost  exactly  that  originally  proposed  by  Scheele, 
but  more  accurately  described  by  EJaproth.^  Respecting  the 
manufacture  Wurtz  gives  the  following  particulars.' 

From  500  to  700  kilograms  of  crude  argol  are  brought  into 
a  large  vat  nearly  filled  up  ¥dth  water  and  the  whole  heated 
with  steam  to  the  boiling  point,  and  then  chalk  powder 
added  until  almost  neutral  The  calcium  tartrate  is  then 
filtered  off,  and  the  solution  precipitated  with  calcium  chloride. 
Gypsum  may  also  be  employed  instead  of  chalk ;  it  of  course 
acts  more  slowly,  but  decomposes  the  potassium  tartrate 
after  lapse  of  a  few  hours.  Calcium  tartrate  prepared  ac- 
cording to  one  of  these  processes  is  then  washed  with  water 
and  decomposed  by  an  excess  of  sulphuric  acid,  the  whole  being 
heated  by  steam  up  to  75**.  The  solution  is  concentrated  in 
leaden  pans  and  allowed  to  cool,  when  the  crystals  separate  out, 
and  these  are  dried  in  a  centrifugal  machine.  Fresh  crops  are 
obtained  on  concentrating  the  mother-liquor,  until  it  becomes 
too  impure,  when  it  is  worked  up  again  as  raw  material. 
In  order  to  purify  the  crude  acid  it  is  dissolved  in  warm  water 
and  decolourized  by  addition  of  animal  charcoal,  the  whole 

^  Div,  de  aaU  esserUicUi  tartaric  Gdttingen,  1779. 

s  Oum,  CaUraib.  1871,  713 ;  Ber,  Enbw,  Chem.  Ind.  ii.  418. 
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filtered,  a  small  quantity  of  sulphuric  acid  added,  and  the 
solution  concentrated  to  the  point  of  crystallization.  Wooden 
vessels  are  used,  generally  covered  with  a  lining  of  lead.  The 
addition  of  sulphuric  acid  improves  the  form  and  size  of  the 
crystals  as  required  for  market.  The  crystals  always  contain 
small  quantities  of  lead  and  sulphuric  acid.  For  pharmaceutical 
purposes  they  are  purified  by  recrystallization  from  hot  water. 

Another  raw  material  employed  for  the  preparation  of  tartaric 
acid  is  the  wine-lees  left  behind  in  the  distillation  of  brandy. 
This  is  heated  with  dilute  hydrochloric  acid,  allowed  to  deposit, 
the  clear  liquid  poured  off,  and  the  whole  neutralized  with  lime, 
when  calcium  tartrate  falls  down  and  is  worked  up  in  the  way 
above  described. 

6io  Properties,  Tartaric  acid  crystallizes  in  large  transparent 
monoclinic  prisms,  having  a  specific  gravity  of  1'764.  These, 
like  sugar,  become  luminous  when  rubbed  in  the  dark,  and 
they  possess  a  strong  purely  acid  taste.  100  parts  of  water 
at  15"*  dissolve  138  parts  of  the  acid,  and  it  is  still  more  soluble 
in  hot  water.  It  is  also  readily  soluble  in  alcohol ;  100  parts 
of  absolute  alcohol  at  15*  dissolve  20*385  parts  of  the  acid, 
whilst  dilute  alcohol  dissolves  it  the  more  readily  the  weaker  it 
is.  On  the  other  hand  it  is  only  slightly  soluble  in  ether,  100 
parts  of  the  liquid  dissolving  at  15**  only  0'393  part.^ 

It  has  already  been  stated  that  aqueous  solutions  of  tartaric 
acid  deviate  the  ray  of  polarized  light  to  the  right.  Mineral 
acids  diminish  this  rotatory  power,  and  its  solutions  in  wood- 
spirit,  alcohol,  and  acetone,  exert  only  a  weak  dextro-action, 
whilst  a  solution  in  anhydrous  ether  or  acetone  is  slightly 
laBvro-gyratory.^ 

Tartaric  acid  melts  at  135**,  first  passing  into  its  isomeride 
metatartaric  acid,  and  this  when  more  strongly  heated  yields 
with  loss  of  water  an  anhydride-like  compound.  These  bodies 
will  be  afterwards  described.  When  tartaric  acid  is  subjected 
to  dry  distillation,  acetic  acid,  pyroracemic  acids,  CjH^Oj,  pyro- 
tartaric  acid,  CgHgO^,  and  pyrotritartaric  acid,  C^HgOj,  are 
formed.  In  addition  to  these,  carbon  monoxide,  carbon  dioxide, 
aldehyde,  formic  acid,  acetone,  &c.,  are  formed,  and  also  in  very- 
small  quantity  dipyrotetracetcme  CgHjgOg,  an  aromatic  smelling 
liquid  which  boils  at  230^« 

*  Bourgoin,  BvXL  Soe.  Ohim,  [2],  xxix.  244. 

>  Landolt,  Ber,  DeiUsch.  Chm,  Oes,  ziii.  2329. 

•  Bourgoin,  Bull  Soc.  Chim.  [2],  xxix.  809. 
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When  tartaric  acid  is  treated  with  phosphorus  pentachloride 
cidormaleyl  chloride  is  formed : 

CH8(OH)2CCO.OH),  +  4PC1,=C2HC1(C0C1),  +  4POCI3+  6HC1. 

This  is  a  heavy  oily  liquid  decomposed  by  water  into  chlor- 
maUic  acid,  CjHCl(C02H)2,  a  body  crystallizing  in  easily  soluble 
needles.^ 

Most  oxidizing  agents  convert  tartaric  acid  into  formic  acid. 
Thus  if  5  parts  of  the  well-dried  acid  be  triturated  with  16  parts 
of  lead  dioxide  the  mass  becomes  incandescent,  and  carbon  dioxide 
is  evolved,  having  a  smell  of  formic  acid.*  When  tartaric  acid 
is  boiled  with  potash  or  ammonia  and  silver  oxide,  the  latter  is 
reduced,  with  formation  of  carbon  dioxide  and  oxalic  acid.^  In 
dilute  solution  it  also  reduces  the  chlorides  of  gold  and  platinum 
and  precipitates  calomel  from  solutions  of  corrosive  sublimate. 

K  tartaric  acid  be  fused  with  caustic  potash,  acetic  and  oxalic 
acids  are  formed,  and  when  electrolyzed  it  yields  hydrogen, 
carbon  dioxide,  and  acetic  acid.^ 

Tartaric  acid  is  used  in  medicine,  in  the  processes  of  dyeing 
and  calico  printing,  in  photography,  &c. 


THE  TARTRATES. 

611  Tartaric  acid  is  a  strong  dibasic  acid  and  therefore  forms 
a  large  number  of  salts,  which  have  been  very  carefully  inves- 
tigated.^ Besides  the  acid  and  normal  salts  containing  the 
same  metal,  many  are  known  containing  two  different  metals,  and 
also  a  few  so-called  basic  salts  in  which  the  hydrogen  of  the 
alcoholic  hydroxyls  are  also  replaced  by  metals.  Tartaric  acid 
also  forms  with  antimony  and  other  triad  elements,  a  class 
of  peculiar  compounds  whose  constitution  will  be  discussed 
hereafter.  The  tartrates  are,  like  tartaric  acid  itself,  dextro- 
rotatory. 

*  Perkin  and  Duppa,  Phil  Mag,  [4],  xvii.  280. 

'  Walker,  Pogg.  Ann,  v.  636 ;  Bottger,  Joum,  Prakt.  Chem,  viii.  477  (or  497). 
'  Krdmann,  Ann,  Pharm.  xxi.  14 ;  Clans,  Ber.  DeiUach,  CheiJu  0*8,  yiii.  950. 

*  Kekul^,  Ann.  Chmn^  Pharm,  czzzi  88 ;  Bonigoin,  Bull.  Soc,  Chim.  [2],  xi. 
405. 

*  Dulk,  Ann.  Pharm.  ii.  39 ;  Berzeliiu,  ib.  xxx.  88 ;  xxxi.  28  ;  Enapp,  zxxii. 
78 ;  Werther,  ib.  lii  808 ;  DoxnaB  and  Piria,  Ann.  Chim.  Phya.  [3],  v.  858 ; 
PeHf^t,  Ann.  Chim.  Phys.  [8],  xU.  562  ;  de  la  Provastaye,  Ann.  Chim.  Phyu.  [3], 
iii.  129. 
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Normal  Potamum  Tartrate,  2C^H^OeK2  +  H^O,  has  been 
known  since  the  sixteenth  century,  and  was  formerly  termed 
samech  Paraceld,  but  afterwards  when  obtained  by  neutralizing 
cream  of  tartar  with  salt  of  tartar  (carbonate  of  potash),  it  was 
termed  tariaints  tartaruujUtis,  or  tartarus  solvhilia.  It  was  like- 
wise prepared  by  neutralizing  cream  of  tartar  with  lime,  which 
was  thought  to  remain  in  combination  with  the  tartar,  until  the 
researches  of  Marggraf  and  Roulle  proved,  in  1770,  that  the 
salt  obtained  by  this  method  also  contains  no  base  but  potash. 
It  forms  monoclinic  prisms  easily  soluble  in  water,  and  is  used  in 
medicine. 

Add  Potaasium  Tartrate^  C^H^O^KH,  is  deposited,  in  the  pro- 
cess of  fermenting  wine,  in  crystalline  crusts  containing  colour- 
ing matter  and  calcium  tartrate,  and  is  known  in  commerce  as 
argol. 

In  order  to  purify  the  crude  tartar  it  is  dissolved  in  hot  water, 
and  the  filtered  solution  allowed  to  cool.  The  deposited  crystals, 
which  are  still  coloured,  are  again  dissolved  in  hot  water  and 
recrystallized,  some  clay  or  white-of-egg  being  added  in  order  to 
absorb  the  colouring  matter.  A  small  quantity  of  carbonate 
of  potash  is  also  introduced  in  order  to  decompose  any  calcium 
tartrate  which  may  be  present.  This  latter  salt,  which  fre- 
quently occurs  in  purified  cream  of  tartar,  is  best  removed  by 
heating  it  with  diluted  hydrochloric  acid  and  washing  with 
water. 

The  crude  tartar  may  also  be  dissolved  by  carbonate  of  soda, 
filtered  and  precipitated  with  hydrochloric  acid. 

Pure  cream  of  tartar  forms  hard  rhombic  crystals,  having  a 
pleasant  sour  taste,  and  being  soluble  at  the  ordinary  temperature 
in  about  200  parts  of  cold,  and  in  15  parts  of  hot  water.  It  is 
still  less  soluble  in  dilute  alcohol,  for  which  reason  it  is  deposited 
in  the  fermentation  of  wine.  It  is  used  for  the  preparation  of 
pure  potassium  carbonate,  in  soldering  silver,  in  the  processes 
of  tinning  and  silvering,  in  dyeing,  and  for  medical  purposes,  &c. 

6ia  Normal  Sodium  Tartrate,  C^H^O^Nag  +  2HjO,  crystallizes 
in  needles  or  rhombic  prisms,  easily  soluble  in  water.  The  acid 
salt  crystallizes  with  one  molecule  of  water,  also  in  the  rhombic 
system.  It  is  much  more  soluble  in  water  than  the  corresponding 
potassium  salt. 

Potassium  Sodium  Tartrate,  C^H^O^KNa+^HgO,  was  dis- 
covered in  1672  by  Seignette,  an  apothecary  in  Rochelle,  and 
termed  after  him  Seignette's  salt  {sal  polychrestum  Seiffruttt),  or 
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Bochelle  salt  The  mode  of  preparation  of  this  salt,  which  was 
esteemed  as  a  very  valuable  medicine,  was  kept  a  secret  imtil 
probably  the  same  chance  by  which  Seignette  discovered  it  made 
it  known  to  others.  This  consisted  in  the  use  of  soda  in  the 
place  of  some  of  the  potash,  the  differences  between  the  two 
alkalis  not  being  then  recognised.  Boulduc  obtained  the  salt 
in  1731,  and  in  the  same  year  Geoffroy  oonmiunicated  the 
proofs  of  manufacture  to  the  Royal  Society.^ 

In  order  to  prepare  it,  a  boUing  solution  of  carbonate  of  soda 
is  neutralized  with  cream  of  tartar,  and  the  concentrated  solution 
allowed  to  cool.  The  salt  crystallizes  in  large  rhombic  prisms 
which  dissolve  readily  in  water.  It  is  used  as  a  mild  aperient 
and  also  for  silvering  glass  (Vol.  II.,  Part  L,  p.  364). 

Normal  LUhium  Tartrate  forms  an  easily  soluble  uncrystal- 
lizable  mass.  The  add  salt,  C^H^O^LiH  +  H^O,  deposits  in 
small  rhombic  crystals  which  easily  dissolve  in  water. 

The  Tartrates  of  Rubidium  and  CoMium.  The  acid  salts  of 
these  metals  resemble  the  potassium  salt,  but  are  more  easily 
soluble,  especially  that  of  csesium,  the  normal  salt  of  which  is 
deliquescent.  Upon  these  properties  Bunsen  has  founded  a 
method  for  separating  these  two  metals  (VoL  II.,  Part  I.,  p.  172). 

613  Calcium  Tartrate,  C^H^O^Ca  +  4H2O,  is  found  in  the  vege- 
table kingdom,  as  in  grapes  and  senna  leaves.  It  forms  rhombic 
pyramids  or  prisms,  and  is  obtained  as  a  crystalline  precipitate 
when  a  solution  of  a  normal  tartrate  is  mixed  with  one  of  calcium 
chloride.  The  hydrated  salt  dissolves  in  6,263  parts  of  water 
at  15^  and  in  352  parts  at  100^  The  tartrates  of  the  alkali 
metals  dissolve  it  with  formation  of  double  salts.  It  is  soluble 
in  ammoniacal  salts  and  in  alkalis.  Boiled  in  alkaline  solution 
it  separates  out  as  a  jelly. 

Acid  Calcium  Tartrate,  {CflfiQ)JCa,  occurs  according  to  John 
in  the  fruit  of  the  Bhvs  typhinum,  and  is  formed  when  the 
freshly  prepared  normal  salt  is  dissolved  in  a  hot  solution  of 
tartaric  acid.  It  forms  rhombic  crystals  dissolving  at  15^  iu 
140  parts  of  water. 

Normal  Barium  Tartrate,  C^H^O^Ba+H^O,  is  obtained  as  an 
amorphous  precipitate  which  soon  becomes  crystalline.  It  is 
somewhat  more  soluble  in  water  than  the  calcium  salt,  whilst 
stroTdium  tartrate,  C^H^O^Sr  +  4H2O,  is  still  more  soluble,  and 
crystallizes  in  rhombic  tables. 

Lead  Tartrate,  C^H^^Pb,  is  precipitated  by  tartaric  acid  from 
^  PhiL  Tram,  abridged  toI.  ix.  893. 
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a  soluble  lead  salt  as  a  crystalline  powder.  It  is  scarcely  soluble 
in  water  but  dissolves  readily  in  tartaric  acid,  alkalis,  and 
ammonium  salts.  When  its  ammoniacal  solution  is  boiled  a 
crystalline  precipitate  of  C2Hj(02Pb)(C02)2Pb  +  HjO  is  formed, 
insoluble  in  water,  acetic  acid,  and  ammonium  salts,  but 
dissolving  in  caustic  potash. 

Copper  Tartrate,  C^H^OflCu+SHgO,  is  formed  by  precipitating 
copper  sulphate  with  a  normal  tartrate.  It  is  a  greenish-blue 
crystalline  powder  dissolving  slightly  in  cold,  but  more  readily  in 
hot  water,  and  readily  in  tartaric  acid.  It  dissolves  in  alkalis 
with  a  deep  blue  colour.  Hence  copper  salts  are  not  precipitated 
in  presence  of  tartaric  acid  by  caustic  potash,  &c.,  each  molecule 
of  acid  being  able  to  hold  in  solution  one  atom  of  copper,^ 
this  being  due  to  the  formation  of  the  salt,  (CHO),Cu(C02K)2. 

Silver  Tartrate,  C^H^OgAgg,  is  obtained  as  a  curdy  precipitate 
by  precipitating  silver  nitrate  with  Bochelle  salt.  If  warm 
solutions  are  used  it  separates  out  in  glistening  scales.  It  soon 
blackens  on  exposure  to  light,  and  is  partially  decomposed  by 
boiling  water,  and  completely  decomposed  in  the  presence  of 
ammonia  with  separation  of  silver. 

The  Tartrates  of  Iron.  Ferrous  tartrate,  C^H^O^Fe,  is  obtained 
by  continuously  boiling  together  tartaric  acid,  iron  filings,  and 
water.  It  is  a  white  crystalline  powder  which  is  scarcely  soluble 
even  in  boiling  water.  Potassium  ferrous  tartrate  is  the  chief 
constituent  of  Tartarus  chalybeaius  s.  ferraius,  the  preparation 
of  which  was  described  by  Angelus  Sala  in  the  seventeenth 
century  in  his  Tartarologia,  This  salt,  which  is  used  for  baths, 
is  prepared  by  taking  1  part  of  iron  filings  and  5  parts  of  com- 
mercial cream  of  tartar,  boiling  these  with  water  to  a  paste,  and 
allowing  the  whole  to  stand  until  a  homogeneous  black  mass  is 
formed,  which  is  then  dried. 

Ferric  tartrate  is  obtained  by  dissolving  freshly  precipitated 
ferric  hydroxide  in  tartaric  acid.  The  brownish-green  solution 
decomposes  on  warming  with  separation  of  a  basic  salt,  and 
in  the  air  is  partly  reduced  to  ferrous  salt.  The  solution  is 
not  precipitated  by  alkalis.  Tartaric  acid  also  prevents  the 
precipitation  of  salts  of  other  metals  of  the  iron  group,  as  those 
of  chromium,  aluminium,  copper,  zinc,  and  lead,  inasmuch  as  it 
forms  soluble  double  salts.* 

6x4  Tartrates  of  Antimony,  The  best  known  of  these 
is  Potassio-Antimoniovs    Tartrate    or    tartar  emetic   (tartarus 

^  Stadeler  and  Krause,  Jdhresb.  1854«  746.         *  Stadeler  and  Krause,  loe.  cO, 
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emdicus,  or  tartarua  stibiatua),  2G^ILfi^(ShO)K+Rfi,  which 
was  used  even  in  early  times  as  a  medicine.  The  first 
mention  of  this  salt  is  found  in  Mynsicht's  Thesaurus  et 
ArmarneiUarium  MediccHihynticum,  in  1631,  which  contains  a 
receipt  for  boiling  cream  of  tartar,  with  crocus  metallorum  ahsin- 
thicunis  (the  product  obtained  by  lixiviating  the  mass  obtained 
by  roasting  sulphide  of  antimony  with  salts  of  wormwood), 
filtering  the  boiling  solution  and  allowing  it  to  crystallize.  In 
his  Ihimi  novi  Fkilosophiei,  published  in  1648,  Glauber  describes 
the  preparation  of  this  salt  from  flowers  of  spiessglas  and  cream 
of  tartar,  and  at  a  later  period  a  large  number  of  other  processes 
became  known  for  its  preparation.  Bergman  was  the  first  to 
make  known  its  constituents  in  his  Dissertatio  de  tartaro 
antimcniato,  published  in  1773. 

In  Older  to  prepare  tartar  emetic  5  parts  of  purified  cream  of 
tartar  are  boiled  with  50  parts  of  water  and  4  parts  of  antimony 
trioxide,  prepared  from  the  chloride  by  precipitation  with  water 
and  treatment  of  the  precipitate  with  carbonate  of  soda.  The 
whole  is  then  allowed  to  stand  and  crystallize.  It  forms  rhombic 
prisms  with  pyramidal  faces,  and  dissolves  at  the  ordinary 
temperature  in  about  15  parts  of  water,  and  at  the  boiling  point 
in  2*8  parts.  The  crystals  slowly  effloresce  on  exposure  to  air, 
and  at  100''  quickly  fall  to  a  white  powder.  When  the  anhydrous 
salt  is  heated  to  200 — 220''  it  loses  water,  and  is  converted  into 
the  compound  C^H^O^SbK,  a  body  which  dissolves  in  water 
with  reformation  of  tartar  emetic.^  Tartar  emetic  is  used  in 
medicine  in  doses  from  0006  to  001  gram,  as  it  acts  as  a 
sudorific,  but  in  doses  from  0'06 — 0  2  it  acts  as  an  emetic,  and  in 
larger  doses  produces  poisonous  effects  which  may  become  fatal. 

The  view  which  is  now  generally  adopted  respecting  the  con- 
stitution of  tartar  emetic  is  that  it  is  derived  from  tartaric  acid 
by  the  replacement  of  the  hydrogen  of  the  carboxyl  by  an 
equivalent  quantity  of  the  monad  radical  antimonyl,  SbO. 
Recent  investigations  by  Clarke  and  Helena  Stallo,'  have, 
however,  led  to  another  explanation.  When  barium  chloride  is 
added  to  a  solution  of  tartar  emetic,  a  precipitate  of  the  well- 
known  corresponding  barium  salt  is  thrown  down.  If  this  be 
decomposed  by  the  requisite  quantity  of  dilute  sulphuric  acid,  a 
solution  is  obtained  which  when  neutralised  with  potash  again 
yields  tartar  emetic.     The  acid  solution  is  extremely  unstable, 

^  DmnM  and  Piria,  Ann,  Chem,  Phamu  zliv.  85 ;  Schiff,  ib.  cxzv.  129. 
*  Ser.  J}eut9ch,  Chem.  Oea,  ziiL  1788. 
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decomposing  quickly  with  separation  of  antimonious  add, 
Sb(0H)3.  Hence  it  is  very  probable  that  this  is  a  peculiar  acid 
(of  which  tartar  emetic  is  the  potassium  salt),  having  the  following 
constitution : 

C,H.(OH)/gg;g>Sb.OH 

When  tartar  emetic  is  dissolved  in  a  solution  of  tartaric  acid, 
and  the  whole  evaporated  to  a  syrup  and  slowly  cooled,  colour- 
less oblique  rhombic  prisms  of  the  so-called  acid  tartar  enutic, 
2C4H^Ofl(SbO)K+C^H^jOe+5H,0,  separate  out.  This  on  ex- 
posure to  the  air  loses  water  and  changes  to  a  porcelain-like 
mass,  easily  decomposed  by  alcohol  into  tartar  emetic  and 
tartaric  acid. 

The  acid  tartrates  of  the  other  alkali  metals  act  towards 
antimony  oxide  in  a  similar  way  to  cream  of  tartar,  and  yield 
similar  compounds  to  tartar  emetic  or  salts  of  tartryl  anHmanions 
acid.  Other  similar  salts  containing  metals  of  other  groups  are 
also  known.  These  are  only  slightly  soluble  in  water,  and  there- 
fore may  be  prepared  by  double  decomposition  like  the  above- 
mentioned  barium  tartryl  antimonite,  and  the  silver  salt, 
C^H^OySbAg  +  HgO,  which  crystallizea  from  hot  water  in 
rhombic  tables  with  diamond-like  lustre.^ 

Antimony  Tartrate,  CjHp,(CO,.SbO)j-f  H,0,  is  formed  by 
dissolving  antimony  oxide  in  tartaric  acid,  from  which  solution 
the  salt  is  precipitated  by  alcohol  as  a  crystalline  powder.  At 
100''  it  loses  one,  and  at  190""  a  second  molecule  of  water,  vrith 
which  it  easily  recombines.  It  unites  with  normal  potassium 
tartrate  to  form  tartar  emetic. 

Tartrates  of  Arsenic,  The  oxides  of  this  element  comport 
themselves  with  acid  tartrates  like  antimony  oxide. 

Ammonium  Tartryl  Arsenite,  2C,H,(OH)2(COg)^(ONHJ  + 
H^O,  is  obtained  by  boiling  acid  ammonium  tartrate  with  arsenic 
trioxide.  It  forms  large,  bright,  colourless  rhombic  crystals 
which  easily  efiQoresce. 

Potassium  Tartryl  Arsenate,  2C,H,(OH)2(CO,)2A80(OK) 
+  5H2O,  is  obtained  by  dissolving  cream  of  tartar  in  arsenic 
acid.  It  is  precipitated  by  alcohol  as  a  aystalline  powder. 
It  easily  decomposes  in  aqueous  solution  with  separation  of 
cream  of  tartar. 

Tartrates  of  Boron.    In  1728  Le  Fivre  noticed  that  cream  of 
tartar  is  rendered  easily  soluble  by  the  addition  of  solution  of 
*  Cooke,  Ch€m,  Ntwa,  xliv.  288. 
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"borax,  and  Lasonne,  in  1754,  found  that  boracic  acid  acts  in  a 
aimilar  way.  Both  the  preparations  thus  obtained  were  termed 
tartams  boraxcUvs,  that  with  boi^ax  being  also  termed  cremoi' 
tartari  solvMlis.  This  compound  was  much  prized  by  the 
alchemists,  as  they  believed  that  by  its  means  the  transmutation 
of  the  base  metals  into  gold  could  be  effected. 

Potassium  TaHryl  BwrcUe,  C,H,(OH),(COJjBOK.  This  com^ 
pound  is  used  in  medicine  {Tartarus  hcraxaiua  FranefhOallicus)* 
and  is  obtained  by  dissolving  3*5  parts  of  cream  of  tartar  and 
1  part  of  boric  acid  in  hot  water.  On  evaporating  an  amorphous 
transparent  mass  is  obtained  which  may  be  rubbed  down  to  a 
white  powder,  and  is  permanent  in  the  air. 

The  "borax  weinstein"  of  the  German  pharmacopoeia  is 
prepared  in  a  similar  way  from  2  parts  of  borax,  5  part^  of 
cream  of  tartar  and  twenty  parts  of  water.  This  is  a  mixture 
of  potassium  sodium  tartrate  with  the  foregoing  compound,  and 
is  distinguished  from  it  inasmuch  as  it  easily  absorbs  moisture 
from  the  air. 

6x5  The  Eea^ioTis  of  Tartaric  Acid  arid  its  Salts.  When  heated 
these  decompose,  and  a  peculiar  smell  resembling  that  of  burnt 
sugar  but  being  at  the  same  time  somewhat  acrid,  is  evolved.  The 
free  acid  gives  a  precipitate  of  cream  of  tartar  with  potassium 
acetate,  the  deposition  being  greatly  aided  by  rubbing  the  sides 
of  the  vessel  with  a  glass  rod  or  by  the  addition  of  alcohol.  In 
order  to  detect  tartrates  by  this  test  an  acid,  preferably  acetic 
acid,  must  be  added.  The  normal  tartrates  give,  with  calcium 
chloride,  a  precipitate  of  calcium  tartrate,  which  at  the  moment 
of  precipitation  is  amorphous,  dissolves  pretty  easily  in  an  excess 
of  either  reagent,  and  after  a  short  time  separates  out  again  in 
the  crystalline  form.  In  dilute  solutions  the  precipitation  only 
takes  place  after  a  lapse  of  some  time.  Even  when  the  salt 
does  not  dissolve  again,  it  soon  becomes  crystalline.  It  is  soluble 
in  hydrochloric  acid,  nitric  acid,  and  alkali  free  from  carbonic 
acid,  and  from  the  latter  solution  it  separates  out  on  warming 
as  a  gelatinous  mass,  which  slowly  dissolves  on  standing.  By 
these  reactions  tartaric  acid  can  be  distinguished  from  oxalic, 
malic,  and  citric  acids,  &c.  Free  tartaric  acid  is  not  precipitated 
by  a  solution  of  calcium  sulphate,  which  produces  in  solutions  of 
normal  tartrates  a  slight  precipitate  after  some  time.  When 
a  solution  of  luteo-cobalt  chloride  is  added  to  one  of  tartaric 
add,  and  then  boiled  with  caustic  soda,  the  yellow  solution 
becomes  green,  and  then  blue-violet.    The  other  vegetable  acids 
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and  acetic  acid  do  not  give  this  reaction,  all  the  cobalt  being 
thrown  down/ 

The  presence  of  boric  acid  interferes  with  most  of  the  reactions 
of  tartaric  acid.  In  this  case,  instead  of  an  acetate,  potassium 
fluoride  and  then  acetic  acid  should  be  added.' 


ETHEREAL  SALTS  OP  TARTARIC  ACID. 

6x6  Add  Ethyl  TaHrate,  CJBifi^  |  qq^  h  ^^^  ^^^  P^" 
paration  of  ethyl  tartaric  acid,  equal  parts  of  tartaric  acid  and 
absolute  alcohol  are  heated  in  a  retort  from  60"*  to  70*",  until  two- 
thirds  have  come  over.  The  whole  is  then  diluted  with  water 
and  allowed  to  evaporate  spontaneously.'  ObKque  rhombic  veiy 
deliquescent  prisms  then  crystallize  out,  possessing  a  sweet 
and  pleasant  taste,  and  melting  at  OO"".  Most  of  its  salts 
crystallize  well. 

Normal  Ethyl  Tartrate,  C^fi4S^0^.C^^^,  was  first  prepared 
by  Demondesir.*  It  is  best  obtained  as  follows.  A  well  cooled 
mixture  of  equal  parts  of  absolute  alcohol  and  tartaric  acid  is 
saturated  with  hydrochloric  acid,  the  whole  being  kept  cold. 
After  standing  for  twenty-four  hours  the  clear  liquid  is  poured 
off,  and  a  current  of  dry  air  passed  through  for  some  time. 
The  liquid  is  next  warmed  to  100^  under  diminished  pressure, 
to  remove  the  aqueous  hydrochloric  acid  and  the  excess  of 
alcohol.  An  equal  volume  of  alcohol  is  again  added,  and  the 
operation  repeated,  and  finally  the  liquid  is  distilled  under 
reduced  pressure.* 

Ethyl  tartrate  is  a  thick,  oily,  odourless  liquid,  having  a 
specific  gravity  at  14**  of  1*2097,  and  boiling,  with  slight  decom- 
position, at  280*. 

Zinc  ethyl,  in  presence  of  ether,  acts  violently  on  ethyl 
tartrate,  when  the  following  reaction  takes  place : 

C2H5.CO2.CH.OH 

j  +    Zn(C^,),= 

C2H5.CO2.CH.OH 

^  Brann,  Zeitseh.  Anal,  Chem,  vii.  340.  >  Barfoed,  ib,  iU.  292. 

•  Gu^rin-Varry,  Ann,  Ckim,  Phy$,  [2],  bdi.  67. 

*  Compt,  Rend,  xxxiii.  827. 

'  Anachutz  and  Pictet,  Ber,  Ikutaeh,  Cham.  Ocs  ziiL  1175. 
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The  zinc  compound  is  a  snow-white,  amorphous,  very  unstable 

substance.^ 

When  ethyl  tartrate  is  saturated  with  dry  ammonia  it  forms 

tariramide,   Cfifi^(CO.l!^li^^  a   body   soluble  in  water  and 

crystallizing  in  rhombic  prisms.'    If  the   tartrate  be  diluted 

with  aqueous  ammonia  hard  crusts  of  ethyl  tartramate  are 

r  CO  NH 
formed.      Free  tariramic    acid,  CjH^O^  •!  rjO  OH*'  ^*  *  syrup 

(Grote). 

Hydrogen  methyl  tartrate  closely  resembles  the  ethyl  com- 
pound.     The  following  are  the  only  normal  salts  that  are 

known  (AnschiLtz  and  Pictet) : 

B.P.  Sp.  Gr.  at 

Methyl  tartrate,  CJlfi^(CTi;)^        280''  1-3403  15*^ 

Propyl  tartrate,  CJE[fi^{G^B^\       303*  1-1392  ir 

The  methyl  salt  forms  hard,  white  crystals  which  melt  at  48*. 

DinUroxytartaric  Add,  C^iO.'^O^^pO^)^  This  nitric 
ether,  which  is  ordinarily  termed  nitro-tartaric  acid,  is  obtained 
by  dissolving  powdered  tartaric  acid  in  four  and  a  half  times 
the  quantity  of  concentrated  nitric  acid.  On  the  addition  of 
an  equal  volume  of  sulphuric  acid  it  separates  out  as  a  gummy 
mass.  This  is  dried  on  a  porous  plate,  then  dissolved  in  tepid 
water,  and  the  solution  at  once  cooled  to  0**,*  when  the  compound 
separates  out.  For  purification  it  is  crystallised  from  ether,  and 
is  thus  obtained  in  silky  crystals.^  Its  aqueous  solution  de- 
composes  quickly  with  formation  of  oxalic  acid  and  tartronic 
acid,  CHOH(COjH),,  but  its  solution  in  absolute  alcohol  is 
much  more  stable,  and  from  this  it  crystallizes  on  spontaneous 
evaporation,  sometimes  in  large  prisms.  Ammonium  sulphide 
again  converts  it  into  tartaric  acid. 

Etkyl  DinitroxytaHraU,  C2H,(O.N02)2(CO^C2H5)2,  is  obtained 
by  dissolving  ethyl  tartrate  in  a  mixture  of  concentrated  sulphuric 
and  nitric  acids.  The  solution  is  poured  into  an  equal  volume 
of  water,  when  the  salt  separates  out  as  an  oil,  which  solidifies 
after  some  time.  Crystallized  spontaneously  from  absolute 
alcohol,  it  is  deposited  in  prisms  or  needles  which  melt  at 
45'— 46^* 

Ethyl  AcetotaHrate,  C^O{OC^fii){COfi^^^,  is  obtained 

^  Haider  and  van  der  Menlen,  Ber,  DetUseh,  Chem.  Ges.  xiv.  918. 
»  Grote,  Ann.  Chem.  Pharm,  cxxx.  202. 

•  Deasaignes,   CompL  Bend,  zzziv.   731 ;  Ann,  Chem,  Pharm.  Izzxu.   862  ; 
Jahreab.  1857,  306. 
«  Demole,  Ber,  IkutaeK  Chem.  Ota.  x.  1789.  *  Heniy,  t&.  iii.  632. 
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by  mixing  equal  molecules  of  ethyl  tartrate  and  acetyl  chloride. 
It  is  a  heavy  oil  with  a  bitter  taste,  and  decomposes  when 
heated.^ 

Diacetotartaric  A(dd,C^^[O.C;B.fi\{CO^^  The  anhydride 
of  this  compound  is  formed  by  heating  tartaric  acid  with  acetyl 
chloride :  ^ 

CH(OH).CO.OH 

I  4-    4COCLCH3    =    4HC1     + 

CH(OH).CO.OH 

.CO.CH3  CH(0.CH3.C0)C0. 

\CO.CH3  CH(0.CH3.C0)C0^ 

It  crystallizes  in  thin  monoclinic  needles,  melting  at  126" — 127,** 
and  subliming  when  further  heated.  It  is  easily  soluble  in  alcohol 
and  ether.  Its  solution  in  benzol  is  powerfully  dextro-rotatory 
(Anschlitz  and  Pictet).  It  is  gradually  decomposed  by  water 
with  formation  of  diacetotartaric  acid,  a  gum-like,  very  deliques- 
cent mass,  which  however  forms  crystalline  salts,  all  of  which, 
even  the  silver  salt,  are  easily  soluble,  and  for  the  most  part 
deliquescent.  It  is  remarkable  that  the  solutions  of  this  acid 
and  its  salts  are  laevo-rotatory. 

Ethyl  Diacetotartrate,  C^((>'C^fi\{CO^C^^\,  is  obtained 
by  heating  ethyl  tartrate  with  acetyl  chloride.*  It  crystallizes 
from  alcohol  in  transparent  strongly-refracting  triclinic  prisms, 
and  from  hot  alcohol  in  long  thin  needles  which  have  a  sharp 
and  bitter  taste.  It  melts  at  GS'^'S,  and  boils  at  about  290^  almost 
without  decomposition.  Whilst  the  free  acid  is  decomposed 
even  by  boiling  with  water  and  very  quickly  in  presence  of 
caustic  potash,  boiling  water  only  attacks  the  ethyl  salt  very 
slowly,  whilst  it  requires  to  be  boiled  with  caustic  potash  for 
several  hours  in  order  to  convert  it  into  tartaric  acid,  acetic  acid, 
and  alcohol. 


Anhydrides  of  Tartaric  Acid. 

617  It  has  already  been  stated  (p.  222)  that  tartaric  acid  when 
fused  passes  into  its  isomeride,  vietatartaric  acid,  an  amorphous 
deliquescent  mass.  The  solution  of  the  latter  yields  tartaric  acid 
again  on  evaporation.  The  salts  are  more  readily  soluble  than  the 

1  Perkin,  Jaum.  Chem.  Soc,  N.S.  v.  188. 

*  Pilz,  Joum,  Prakt.  Chem.  kxxiv.  281 ;  Perkin,  loe.  ciL 

•  "Wislicenua,  Ann,  Chem.  PJuirm.  cxxix.  187 ;  Perkin,  he.  eiL 
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corresponding  tartrates,  and  yield  these  on  boiling  with  water.^ 
On  protracted  or  strong  heating,  tartaric  acid  loses  water,  and 
yields  compounds  whose  constitution  is  probably  similar  to  that 
of  the  so-called  anhydrides  of  lactic  acid. 

DUartaric  Add  or  Tartralic  Add,  C^'EL^fi^^,  is  formed  by  heat- 
ing tartaric  acid  for  some  time  to  a  temperature  of  140* — 150^ 
It  is  an  amorphous,  exceedingly  deliquescent  mass,  which  easily 
combines  with  water  to  form  tartaric  acid.  It  is  a  dibasic  acid, 
and  its  salts  are  amorphous,  and  chiefly  resin-like ;  on  heating 
with  water  they  are  converted  into  acid  metatartrates,  and  these 
again  into  the  tartrates.' 

Tartrclic  Add,  Q^Lfi^^  is  formed  when  tartaric  acid  is 
heated  for  some  time  to  180*"  (Fremy),  or  when  it  is  strongly 
heated  until  it  yields  a  sponge-like  blackened  mass  (Laurent 
and  Gerhardt).  It  forms  deliquescent  crystals,  and  on  fusing 
with  tartaric  acid  it  is  converted  into  tartralic  acid  (Schiff). 
Boiling  with  water  converts  it  into  tartralic  and  tartaric  acids. 
Alcohol  precipitates  the  salts  of  the  alkali  metals  from  their 
solutions  as  oils,  and  they  dissolve  in  water  with  formation  of 
ditartrates.  The  salts  of  the  alkaline  earth  and  other  metals  are 
obtained  by  precipitating  the  free  acid  with  the  corresponding 
acetates,  and  pass  in  contact  with  water  into  the  metatartrates. 

Tartaric  Anhydride,  This  substance  is  isomeric  with  the 
foregoing  body,  and  is  obtained  either  by  heating  tartaric  acid  to 
180""  until  an  infusible  residue  is  formed  (Fremy),  or  by  heating 
freshly-prepared  tartrelic  acid  for  a  short  time  to  150*  (Laurent 
and  Gerhardt).  It  is  a  white  or  yellowish  powder,  insoluble  in 
alcohol  or  ether.  It  dissolves  slowly  in  cold,  and  quickly  in 
boiling  water,  when  it  is  first  converted  into  tartrelic  acid,  and 
by  further  addition  of  water  passes  into  tartralic  acid. 


RACEMIC  ACID  AND  L^VOTARTARIC  ACID. 

6x8  It  was  formerly  believed  that  racemic  acid,  often  obtained 
as  a  by-product  in  the  manu&cture  of  tartaric  acid,  was  contained 
in  the  grape-juice,  and  it  is  quite  possible  that  this  is  sometimes 
the  case.    There  is,  however,  no  doubt  that  the  greater  portion 

^  Erdmann,  Ann,  Chem,  Pharm,  zxi.  9  ;  Laurent  and  Gerhardt,  ib,  Izz.  848. 
*  Fremjr,  Ann,  Chim,  Phys.  [2]  Ixviii  853 ;  Laurent  and  Gerhardty  loc  dL ; 
Sehiff,  Ann,  Chem,  Pharm.  czxr.  129. 
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is  formed  during  the  manufacture  of  the  wine.  Aooording  to 
Jungfleisch  the  change  of  tartaric  acid  into  racemio  acid  takes 
place  very  readily  in  presence  of  alumina.^  Dessaignes  has 
shown  that  several  per  cents  of  racemic  acid  are  formed  when 
tartaric  acid  is  mixed  with  dilute  hydrochloric  acid*  or  even 
when  it  is  hoiled  several  days  with  water.*  In  Eestner's  manu- 
feictory,  in  which  racemic  acid  was  first  observed,  no  further 
production  of  this  substance  has  been  noticed  since  the  solutions 
have  been  evaporated  in  a  vacuum  at  50^  On  the  other  hand, 
in  a  Viennese  manufisictory,  where  superheated  steam  is  employed, 
the  mother-liquors  contain  a  large  quantity  of  mesotartaric  acid 
and  some  racemic  acid,  and  in  an  English  manufactory  in  which 
the  evaporation  takes  place  at  the  ordinary  pressure,  large 
quantities  of  this  latter  acid  are  still  formed.^ 

Pasteur  was  the  first  to  show  that  tartaric  acid  can  be 
converted  into  racemic  acid.  He  found  that  when  cinchonine 
tartrate  is  heated  for  some  time  to  170^  racemic  acid  is  formed, 
together  with  inactive  tartaric  acid,  and  also  that  the  laevo- 
rotatory  salt  of  this  alkaloid  and  ethyl  tartrate  undergo  this 
change.^  Bacemic  acid  is  best  obtained  by  heating  tartaric 
acid  with  water  in  the  proportion  of  30  grams  of  the  first  to 
from  3  to  4  cbc.  of  the  latter,  for  30  hours,  to  a  temperature  of  175^, 
when  the  change  is  almost  complete.®  A  transformation  of 
calcium  tartrate  into  racemate  is  found  to  occur  in  dye- vats  in 
which  tartaric  acid  has  been  used  to  liberate  chlorine  firom 
bleaching  powder.''  Another  singular  formation  of  racemic 
acid  is  that  by  the  oxidation  of  fumaric  acid  with  potassium 
permanganate,^  when  a  direct  addition  of  hydroxyl  takes  place. 

Racemic  acid  crystalHzes  in  triclinic  prisms  containing  a 
molecule  of  water  which  is  driven  off  at  100^  It  is  less  soluble 
in  water  than  tartaric  acid,  100  parts  of  water  at  2ff'  dissolving 
only  22-66  parts.  It  melts  at  202^,  and  yields  on  further 
heating,  the  same  products  as  tartaric  acid.  It  is  more  easily 
reduced  to  succinic  acid  by  means  of  hydriodic  acid  than  is 
tartaric  acid  (Lautemann),  and  as  intermediate  product  the 
modification  of  malic  acid  corresponding  to  racemic  acid  is 
formed  (p.  202). 

»  Bull  Soe.  C%im.  [2],  xxj.  146  ;  xxx.  191. 

«  Campt,  Rend.  xlii.  494  and  524.  •  Bull.  Soe.  Chim.  t.  856. 

*  Ber.  Entw.  Chem.  IncL  ii.  428.  »  Compt.  Send,  zzxvii.  162. 
'  Jungfleisch,  Bull.  Soe.  Chim.  [2],  xviii.  203. 

^  lidow,  Ber.  Dmtach.  Chem.  Oes.  xir.  2689. 

*  Kekul^  and  AnachUtz,  ib.  xiii  2150. 
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The  racemates  in  general  closely  resemble  the  tartrates^ 
though  they  frequently  contain  different  quantities  of  water  of 
crystallization.  Like  the  acid,  they  are  optically  inactive  and 
do  not  like  the  tartrates  exhibit  hemihedral  faces. 

Normal  Potassium  Baceniate,  C^H^O^K2+2HjO,  forms  mono- 
clinic  crystals,  easily  soluble  in  water. 

Acid  Potassium  BaeemcUe,  C^H^O^EH,  crystallizes  in  rhombic 
tables,  dissolving  more  readily  in  water  than  cream  of  tartar, 
and  forming  with  antimony  oxide  a  compound  similar  to  tartar 
emetic. 

Calcium  Eacemaie,  C^B.fi^Csk-\-4H^0,  is  the  most  characteristic 
salt  of  racemic  acid.  It  is  a  precipitate  consisting  of  small  needles, 
more  difficultly  soluble  than  the  tartrate,  and  precipitated,  even 
from  a  solution  of  the  free  acid,  by  calcium  sulphate.  It  does 
not  dissolve  in  acetic  acid,  but  is  soluble  in  hydrochloric  acid, 
and  on  addition  of  ammonia  it  is  at  once  thrown  down,  whilst  in 
the  case  of  the  tartrate,  precipitation  takes  place  only  after 
standing  some  hours. 

The  ethereal  salts  ofrucmiic  acid  closely  resemble  those  of  tartaric 

acid,  and  are  optically  inactive : — 

M.P.  B.P. 

*  Methyl  racemate,  C^H^COHy  COyCHj) ^                  85"  282" 

*  Ethyl  diacetoracemate,  C^lc^fi^^{CO^Cfi^)^  60"-5  298" 
»Diacetoracemic  anhydride,  C,I^(C,H,02)jC,0,       123"  — 

619  Pasteur's  Besearches,  The  discovery  that  racemic  acid  can 
be  decomposed  into  two  active  acids  was  made  by  Pasteur.  He 
showed  that  the  salts  of  tartaric  acid  usually  exhibit  hemihedral 
faces,  whilst  those  of  racemic  are  holohedraL  On  crystallizing 
a  solution  of  ammonium  sodium  racemate,  a  salt  which  Mits- 
cherlich  believed  to  be  isomorphous  with  the  corresponding 
tartrate,  Pasteur  found  that  although  all  the  crystals  were 
hemihedral,  the  hemihedral  faces  were  situated  on  some  crystals 
to  the  right,  and  on  others  to  the  left  hand  of  the  observer,  so 
that  the  one  formed,  as  it  were,  the  reflected  image  of  the  other, 
as  in  Figs.  102 — 107,  these  faces  being  distinguished  by  the  sym- 

P  P 

bols  4-  2  and  —  g.     Pasteur  separated  these  two  sets  of  crystals 

mechanically,  and  purified  them  by  recrystallization,  when  he 
found  that  they  do  not  undergo  alteration  in  form,  and  that 

^  Anschiitzand  Pictet,  Ber,  JkutteK  Ckem.  Cfes,  xiiL  1178. 
*  Perkin,  Joum,  Chem.  Soe,  N.S.  t.  188. 
'  Perkin  ;  Anschiiti  and  Pictet 
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those  which  exhibited  dextro-hemihedry  possess  dextro-rotatory 
power,  whilst  the  others  axe  lasvo-rotatory.  He  then  converted 
these  into  the  lead  salts,  and  on  decomposing  with  sulphuretted 
hydrogen,  obtained  both  the  free  acids,  one  of  which  proved  to 
be  identical  with  common  tartaric  acid,  whilst  the  other  was 
distinguished  from  it,  inasmuch  as  it  turns  the  plane  of  polariza- 
tion as  powerfully  to  the  left  as  common  tartaric  acid  does  to  the 


Fig.  106. 


fig.  107. 


right,  and  for  this  reason  Pasteur  termed  it  laevo-tartaric  acid,  or 
anti-tartaric  acid.  The  acids  moreover  are  positively  and  negatively 
hemihedral,  as  is  shown  by  the  following  figures  in  which  the 
hemihedral  faces  are  marked.  Both  the  acids  are  pyro-electricat 
but  each  in  an  opposite  sense,  inasmuch  as  positive  electricity  is 
developed  on  the  side  of  the  crystal  on  which  hemihedry  occurs. 
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If  equal  quantities  of  the  concentrated  solutions  of  the  two 
acids  be  mixed,  an  evolution  of  heat  takes  place,  and  crystals  of 
racemic  acid  separate  out.  Their  salts  behave  in  the  same  way, 
and  otherwise  exhibit  the  same  properties.  They  contain  the 
same  quantity  of  water  of  crystallization,  and  possess  the  same 
degree  of  solubility. 

On  the  other  hand,  they  show  an  altogether  different  reaction 
in  their  combinations  with  optically  active  compounds.  Thus 
hydrogen  ammonium tartrateforms, with  the  hydrogen  ammonium 
salt  of  common  malic  acid,  a  crystallizable  double  salt,  whilst 
the  salt  of  laevo-tartaric  acid  does  not  do  so.  Dextro-tartaric 
acid  combines  also  with  asparagin  to  form  a  crystalline  com- 
pound, but  this  compound  cannot  be  obtained  with  the  laBVO- 
tartaric  acid.  Each  of  the  optically  active  alkaloids,  cinchonicine, 
chinicine,  strychnine,  and  brucine,  yields  a  normal  and  an  acid  salt 
with  the  two  tartaric  acids.  The  eight  salts  of  the  one  modifi- 
cation are  distinguished  from  the  corresponding  ones  of  the  other 
modification  by  crystalline  form,  quantity  of  water  of  crystalliza- 
tion, and  solubility,  and  these  varying  relations  serve  as  another 
means  for  resolving  racemic  acid  into  its  constituent  acids.  If 
a  solution  of  cinchonicine  in  racemic  acid  be  concentrated,  at 
first  only  the  Isevo-tartaric  acid  salt  separates  out,  whilst  when 
chinicine  is  employed  the  dextro-tartaric  salt  first  makes  its 
appearance. 

Pasteur  has  further  shown  that  when  a  few  spores  of  penicil- 
Hum  glauciim  are  added  to  a  solution  of  racemic  acid  containing 
traces  of  phosphates,  dextro-tartaric  acid  first  disappears,  so 
that  if  the  fermentation  be  stopped  after  some  time,  only  the 
laevo-acid  remains.* 

Lastly,  Gemez  has  found  that  a  saturated  solution  of  the 
ammonium  sodium  salt,  does  not  ciystallize  when  a  crystal  of 
the  opposite  modification  is  brought  into  it.  Hence,  if  such  a 
solution  be  prepared  from  racemic  acid,  it  is  easy  to  obtain 
either  one  or  the  other  modification  in  this  way  at  will.^ 

In  order  to  explain  the  optical  isomerism  of  the  two  tartaric 
acids,  we  may  assume  that  in  their  molecules  the  atoms  occupy 
difierent  positions  in  space.  This  can  be  best  illustrated  by 
means  of  a  model  consisting  of  a  tetrahedron  in  whose  centre 
an  asymmetrical  carbon  atom  is  situated,  the  four  combining 
units  being  placed  in  connection  with  the  comers.  On 
these  the  several  groups  H,0H,C02H  and  CH(0H)C02H  are 
1  Ccmptea  Htndw,  li.  153.  *  Jh.  Ixiii.  848. 
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joined.  They  may  be  distinguished  by  painting  the  four  points 
of  different  colours.  A  second  tetrahedron  is  then  prepared 
which  is,  as  it  were,  the  reflected  image  of  the  first.  One  of 
the  two  models  represents  the  dextro-  and  the  other  the  Isevo- 
tartaric  acid,  and  in  whatever  position  they  may  be  placed 
they  are  always  seen  to  be  right-  and  left-handed.^ 


INACTIVE  OR  MESO-TARTARIC  ACID. 

620  This  acid  was  obtained  by  Pasteur,  together  with  racemic 
acid,  by  heating  cinchonine  tartrate  to  l70^  In  this  decompo- 
sition it  is  probable  that  the  racemate  is  first  formed,  as  this, 
when  heated  by  itself,  partially  decomposes  into  the  inactive 
compound.  By  the  oxidation  of  sorbin,  G^^fi^  Dessaignes 
obtained,  in  addition  to  tartaric  and  lucemic  acids,  an  inactive 
isomeric  compound  to  which  he  gave  the  name  of  mesotartaric 
acid,  and  Pasteur  afterwards  showed  that  this  was  identical  with 
his  acid.  It  has  already  been  stated  that  this  acid  usually 
occurs  together  with  racemic  acid  (p.  234). 

Mesotartaric  acid  is  best  obtained  by  heating  thirty  parts  of 
tartaric  acid  and  four  parts  of  water  for  two  hours  to  165^  On 
crystallizing,  the  racemic  acid  which  has  been  formed  deposits 
first.  The  residue  is  converted  into  the  acid  potassium  salt, 
when  cream  of  tartar  separates  out,  whilst  the  more  soluble 
salt  of  the  inactive  acid  remains  in  solution.^  By  this  reaction 
the  other  modifications  are  also  almost  entirely  converted  into 
mesotartaric  acid,  whilst  at  175**  they,  as  well  as  the  last  named 
acid,  are  almost  entirely  transformed  into  racemic  acid.  In 
this  way  Jungfleisch  has  succeeded  in  preparing  the  four 
modifications  synthetically  from  ethylene. 

It  is  an  interesting  fact  that  the  inactive  acid  is  also  formed 
by  oxidation  of  maleic  acid  by  potassium  permanganate,  whilst 
fumaric  acid  is  oxidized  to  racemic  acid.  From  this,  it  would 
appear  that  the  cause  of  the  isomerism  of  maleic  acid  is  the 
same  as  that  of  mesotartaric  acid  and  racemic  acid.' 

Mesotartaric  acid  crystallizes  in  rectangular  tables,  with  one 
molecule  of  water,  which  it  losses  at  100*.  When  the  anhydrous 
acid  is  dissolved  in  a  small  quantity  of  water  and  allowed  to 

^  Yan't  Hoff,  Ltigerung  der  Atome,  Ac 
>  Jungfleisch,  Bull,  Soc.  Chim,  [2],  xiz.  101. 

3  Kekul^  and  Anschiitz,  Ber.  Jkutach.  Chem,  Cfes.  xiv.  718 ;  compare  Tanatar, 
tb.  zili.  1383. 
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crystallize  quickly,  it  is  obtained  in  anhydrous  prisms  closely 
resembling  those  of  tartaric  acid.  One  hundred  parts  of  water 
at  IS""  dissolve  125  parts  of  the  crystallized  acid.  The  crystals 
melt  at  140^  and  when  submitted  to  dry  distillation  yield  pyro- 
racemic  acid;  if  the  distillation  be  stopped  when  a  third  has 
passed  over,  racemic  acid  may  be  prepared  from  the  residue 
(Dessaignes). 

The  normal  and  acid  mesotartrates  are  easily  soluble  in  water, 
but  do  not  crystallize. 

Cakiuvi  Mesotartratey  C^H^O^Ca+SHjO,  is  a  very  charac- 
teristic salt,  and  is  formed  when  the  acid  is  precipitated  by 
calcium  acetate.  The  flocculent  precipitate  soon  changes  to 
glistening  crystals,  which  are  best  obtained  when  the  salt  is 
dissolved  in  hydrochloric  acid  and  so  £ax  diluted  that  am- 
monia does  not  produce  a  precipitate.  After  standing 
from  12  to  16  hours,  it  is  desposited  in  bright,  glistening, 
cube-like  crystals.  It  dissolves  in  about  600  parts  of  boiling 
water,  and  separates  very  gradually  on  cooling  in  small  compact 
crystals  and  small  four-sided  prisms.  It  is  insoluble  in  acetic 
acid,  and  is  not  formed  by  the  addition  of  sulphate  of  lime 
solution  to  a  solution  of  mesotartaric  acid. 

The  inactive  acid  obtained  from  glyoxal  (p.  220)  is  different 
from  mesotartaric  acid,  and  it  may  therefore  be  distinguished 
as  glycotartarie  acid}  Like  racemic  acid,  which  it  was  first 
believed  to  be,  it  crystallizes  in  triclinic  prisms  containing  one 
molecule  of  water,  and  these  do  not  effloresce  on  exposure.  The 
anhydrous  acid  melts  at  198**.  Its  salts  resemble  very  closely 
those  of  racemic  acid,  but  the  sodium  ammonium  glycotartrate 
is  deposited  in  large  monoclinic  crystals  which  do  not  exhibit 
hemihedral  faces.  It  is  remarkable  that  racemic  acid  can,  under 
certain  circumstances,  yield  a  salt  having  the  same  properties 
as  the  preceding  compound,  the  mother-liquors  afterwards 
depositing  rhombic  crystals  of  the  two  optically  active  salts.* 

A  third  inactive  tartaric  acid  has  been  obtained  by  Przibytek 
by  the  oxidation  of  erythrite,  C^B.^{OH\.  The  acid  potassium 
salt  of  this  variety  is  anhydrous,  easily  soluble  in  water,  and 
crystallizes  in  small  needles.  The  calcium  salt  contains  8 
molecules  of  water,  is  soluble  in  acetic  acid,  and  crystallizes 
from  this  solution  in  laminae.  When  the  acid  is  heated  with 
water  to  175^  it  is  converted  into  racemic  acid. 

1  Staedel  and  Gail,  Ber.  DetUsah,  Chem,  Ota,  xi  1752. 
*  Joun^  Ru88,  Chem,  Qt9,  xii.  209. 
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THE  PENTYLENE  COMPOUNDS. 

621  By  heating  amyl  alcohol  with  concentrated  solution  of 
zinc  chloride,  Balard,  in  1844,  obtained  the  corresponding  olefine 
termed  amyleney  CgHj^  and  together  with  this  the  polyraeride 
diamylene,  G^qB.2o>  ^^^  tetramt/lene,  CjjqH^.  Moreover,  he 
showed  that  when  the  vapour  of  amyl  chloride  is  passed  over 
heated  potash-lime,  amylene  is  also  formed.  It  possesses  a 
faint  garlic-like  smell,  boils  at  39°,  and  has  a  vapour  density 
of  2 -68.1 

Bauer,  who  then  occupied  himself  with  this  subject,  gives  tne 
following  receipt  for  its  preparation.  One  part  of  amyl  alcohol 
is  poured  on  to  li  parts  of  fused  and  roughly  powdered  zinc 
chloride,  allowed  to  stand  for  some  days,  and  afterwards  dis- 
tilled. The  action  begins  at  70° — 80°,  and  the  operation  is 
stopped  at  130° — 140**,  when  frothing  begins.  By  fractionating 
the  distillate  and  rectifying  over  sodium,  the  amylene  is  obtained 
together  with  amyl  hydride,  CgH^^.  Amylene  thus  prepared 
boils  at  33°— 34°  and  at  0°  has  a  specific  gravity  of  0-663.  In 
the  higher  boiling  portions  triamylene,  Ci^Hg^  occurs,  together 
with  the  other  products  obtained  by  Balard.* 

As  Wurtz  has  shown,  the  action  of  zinc  chloride  on  amyl 
alcohol  is  not  so  simple  a  one  as  had  formerly  been  supposed. 
He  found  that  the  product  boiling  at  1C0°,  is  a  mixture  of  the 
defines  CgHj^,  to  Ci^Hg^j,  and  of  the  corresponding  paraffins.' 

Recent  investigations  have  proved  that  the  amylene  thus 
obtained,  and  now  to  be  bought  as  "  commercial  amylene,"  is  not 
a  definite  compound,  but  a  mixture  of  several  isomeric  bodies, 
their  formation  depending  not  only  on  the  fact  that  amyl  alcohol 
itself  is  a  mixture,  but  also  that  zinc  chloride  effects  a 
molecular  decomposition  in  this  case,  as  it  does  in  the  case  of 
butylene. 

^  Ann.  Chim.  Phys.  [3],  xii.  820. 

'  Krit.  ZeiUch,  iv.  654  ;  see  also  Linnemann,  Ann,  Chem.  Pharm,  cxxziy.  850. 
>  Comptes  Eendiis,  IvL  1164  and  1246  ;  IviL  392 ;  Ann,  Chem,  Phann.  cxzTiii* 
225  and  316. 


Digitized  by 


Google 


THE  PENTYLENE&  241 

Amylene  is  also  found  in  the  distillafcion  products  of  Boghead 
cannel,  in  the  lime  soap  of  train  oil,  and  in  certain  petroleums, 
&c.  _ 

622  Propyl  Ethylene,  CH,.CH^CH,.CH  —  CHj,  was  obtained 
synthetically  by  Wurtz  by  the  action  of  zinc-ethyl  on  allyl 
iodide.  He  could  not,  however,  obtain  it  in  a  pure  state, 
owing  to  the  formation  of  other  hydrocarbons.^  Pentylene 
dibromide,  C^K^JRr^,  obtained  from  this,  boils  at  177"*— 183^ 
Normal  pentylene  is  also  formed  together  with  ethereal  salts 
of  pentyl-acetic  acid  when  the  monochloride,  obtained  from 
normal  petane,  is  heated  with  potassium  acetate  and  glacial 
acetic  acid  to  190** — 200^*  Moreover,  it  is  a  constituent  of  com- 
mercial amylene.  If  this  liquid  be  shaken  up  with  a  mixture 
of  one  volume  of  water  and  two  volumes  of  sulphuric  acid,  the 
isomeric  olefines  dissolve  and  a  mixture  of  the  normal  penty- 
lene and  pentanes  remains  behind.'  By  oxidizing  this  with  an 
alcoholic  solution  of  potassium  permanganate,  formic,  oxalic, 
normal  butyric,  and  succinic  acids  are  formed,  and  from  this  fact 
the  constitution  of  these  hydrocarbons  is  ascertained.^  Ow  ing  to 
the  fact  that  Balard  purified  his  amylene  by  treatment  with 
sulphuric  acid,  it  likewise  chiefly  consisted  of  propyl-ethylene. 
It  is  a  mobile  liquid,  boiling  between  39"^  and  40^,  and  combining 
with  hydriodic  add  to  form  methyl-propyl-carbyl  iodide. 

Isapropyl-ethylene^  (CH3)jCH.  CH— CH^,  occurs,  according  to 
Eltekow,  in  commercial  amylene.^  It  is  formed  together  with 
/8-ethyl-methyl-ethylene,  when  amyl  iodide  is  heated  with 
alcoholic  potash.  If  this  mixture  be  saturated  at-^  20^  with 
hydriodic  acid,  the  latter  define  is  converted  into  dimethyl- 
ethyl-carbyl  iodide,  isopropyl-ethylene  remaining  unchanged. 
When  the  above  mixture  is  shaken  up  with  sulphuric  acid  and 
water,  the  /8-ethyl-methyl-ethylene  is  alone  dissolved.  Isopropyl- 
ethylene  boils  at  21'''1  to  21'*'3,  and  combines  at  the  ordinary 
temperature  with  hydriodic  acid  to  form  methyl  isopropyl  carbyl 
iodide  (Wischnegradsky).  With  bromine  it  forms  a  dibromide 
boilii^  with  decomposition  at  190^  from  which  isopropyl-ethyleTie 
glycol,  (CHj)jCH.CH(OH).CHa(OH),  is  obtained.  This  latter 
body  boils  at  206^  and  is  a  thick  odourless  liquid,  soluble  in 

^  Compt.  Rend,  liv.  887  ;  M.  864;  Izri.  1179;  Ann,  Chm.,  Pharm.  cxziii. 
202 ;  czzvii.  55 ;  czclYiiL  181. 

•  Schorlemmer,  Phil,  Trans,  1872,  p.  111. 

•  WischnegTEdBkj,  Ann,  Chem,  Pharm.  cxc.  346. 

*  0.  and  F.  Zeidler,  ib,  cxcvii.  253. 

*  Ber.  I>eutach,  Chem,  Ges.  z.  1904. 
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water,   and  yielding   on  oxidation   oxyvalerie  cteid,    and   iso- 
butyrie  acid} 

633  a-EthyUraethyUethylene,  CH3.CHs.CH::ICH.CH„  is 
obtained  by  heating  the  two  secondary  pentyl  iodides  with 
alcoholic  potash.'  The  pentylene  obtained  by  Beilstein  and 
Rieth  by  the  action  of  zinc-ethyl  on  chloroform  appears  to  be 
identical  with  this  substance  : ' 

SZn(CH^CH,),  +  2CH.a,  =  2CH,.CH^CH=:CH.CH,  + 
2C^  +  SZnCV 

It  boils  at  36^  and  combines  with  hydriodic  acid  forming 
methyl-propyl-carbyl  iodide. 

a-Ethyl-methyl-ethylene  Bromide,  CjHg.CHBr.CHBr.CH,,  boils 
with  slight  decomposition  at  178^  and  at  0"*  has  a  specific 
gravity  of  17087. 

a-Ethyh^nethyl-ethylene  Glycol,  C,H5.CH(0H).CH(0H).CH, 
is  a  syrupy  liquid,  soluble  in  water,  boiling  at  187'''5,  and  at  0* 
having  a  specific  gravity  of  0*9945.  When  oxidized  with  dilute 
nitric  acid  it  yields  a-oocyhutyric  add,  together  with  carbon 
dioxide  and  a  small  quantity  of  glycolic  acid. 

fi-Ethyl-methyl-ethylene,  C^KgKCH^C—CE.^  This  is  a  con- 
stituent of  commercial  amylene  (Wischnegrad^y),  and  is  formed 
together  with  isopropyl-ethylene  by  heating  amyl  iodide  with 
alcoholic  potash,  and  is  also  prepared  in  a  similar  way  from  active 
amyl  iodide.*  A  pentylene,  probably  identical  with  this,  is 
found  in  the  distillation  products  of  the  Alsatian  petroleum  at 
Pechelbronn.*  It  boils  at  31*— 32*,  and  at  0*  baa  a  specific 
gravity  of  0  670«  It  is  optically  inactive,  dissolves  readily  in 
dilute  sulphuric  acid,  and  combines  with  the  haloid  acids  with 
formation  of  ethereal  salts  of  dimethyl-ethyl-carbyL 

624  Trimdhyl'dhylene,  (CH3),C  —  CH.CH„  is  also  found  in 
commercial  amylene,  and  is  formed  by  the  action  of  alcoholic 
potash  on  the  iodides  of  dimethyl-ethyl-carbyl,  and  isopropyl- 
methyl-carbyL^  It  is  formed  also  when  amyl  ethyl  ether  is 
heatal  with  phosphorus  pentoxide.^ 

*  Flawitzky,  Ann.  Chem,  Phamu  clzzix.  861 ;  Ber,  Deutaeh,  Chtm,  Gm»  i. 
230. 

'  Wagner  and  Saytzeff,  Ann,  Chem,  P?Mrm,  dzxv.  878  ;  dxxix.  802. 

*  lb,  cxxiv.  245. 

*  Le  Bel.  BuU.  Soc  Chim.  [21  xxv.  646. 
»  I.e  Bel,  ib.  [2],  xvli.  8  ;  xviii.  166. 

*  Jermolajew,  Zeitaeh.  Chem.  1871,  275. 

'  Wischnegradsky,  Ann.  Chem.  Pharm,  cxc.  8C5. 

*  Flawiteky,  ib.  clxix.  206. 


Digitized  by 


Google 


THE  AMYLENE  COMPOUNDS.  243 

It  is  a  liquid  boiling  at  36* — 38*,  and  having  at  0**  a  specific 
gravity  of  0*6783.  It  is  easily  converted  into  polyamylenes  by 
zinc  chloride  or  by  dilute  sulphuric  acid,  as  well  as  by  boron 
fluoride.^  It  dissolves  when  shaken  with  a  mixture  of  two  parts 
of  sulphuric  acid  and  one  of  water,  and  when  this  solution  is 
neutralized  with  carbonate  of  soda  and  distilled,  dimethyl-ethyl- 
carbinol  is  obtained,  which  combines  with  the  haloid  acids  to 
form  the  ethereal  salts  of  this  alcohol. 

The  derivatives  of  the  pure  hydrocarbon  have  not  been  much 
investigated,  but  these  probably  form  a  large  portion  of  the 
compounds  obtained  from  commercial  amylene. 

62s  Amyhne  Glycol,  G^^JipiKjf;,  was  obtained  by  Wurtz  *  from 
amylene  bromide  in  the  same  way  as  common  glycol  is  obtained 
from  ethylene  bromide.  It  is  a  colourless  syrupy  liquid,  soluble 
in  water,  and  having  an  aromatic  bitter  taste ;  it  boils  at  VIT^  and 
at  0""  has  a  specific  gravity  of  0*987.  It  may  be  solidified  in  a 
mixture  of  ether  and  solid  carbon  dioxide  to  a  hard  transparent 
mas&  Pure  trimethyl-ethylene  yields  a  glycol  whicli  boils  at 
the  same  temperature.*  Dilute  nitric  acid  oxidizes  it  to 
oxyisobutyric  acid. 

Amylene  Cfdorhydrate,  C^IL^qCI(OE),  was  obtained  by  Carius 
by  acting  on  amylene  with  dilute  hypocblorous  acid.  It  is  a 
liquid  boiling  at  155^  smelling  of  valeric  acid,  and  is  tolerably 
Soluble  in  water.  Caustic  potash  converts  it  into  amylene  oayide, 
C^H^qO,  a  pleasantly  smelling  liquid  having  a  bitter  taste, 
boiling  at  95^  and  having  a  specific  gravity  at  0"*  of  0  8244.* 

Amylene  Chloride,  CjH^^Cl,,  is  formed  when  a  mixture  of 
amylene  and  pjbosphorus  pentachloride  is  allowed  to  stand  for 
twelve  hours.  On  addition  of  water  it  separates  out  as  an  oily 
layer.*  It  is  also  formed,  together  with  substitution-products, 
when  chlorine  is  passed  into  amylene  cooled  to— -15'',  and 
then  heated  gradually  to  the  boiling  point.^  It  is  a  liquid 
boiling  at  145^  and  having  at  0"  a  specific  gravity  of  1*222. 

Amylene  Bromide,  Cfi^JiT^  is  an  oily  liquid  boiling  with 
decomposition  at  170*— 180*. 

Amylene  NUrUe,  C5H^^(N02)2,  was  first  obtained  by  Guthrie 
by  passing  amylene  vapour,  mixed  with  air,  through  fuming 

*  Landolph,  Ber,  DetUseh,  Chem.  Oea,  xii.  1684. 
»  Ann.  Chim.  Phya.  [81  Iv.  468. 

*  Flawitsky,  Bttr.  DeuUeh.  Chem.  Ges.  iz.  1600. 

^  Rftoer,  Ann.  Chtm.  Pharm,  czv.  90  ;  Carias,  ib.  exzri.  199 ;  czxiz.  167. 
'  Oathrie,  Quart.  Joum.  Chem.  Soc.  ziv.  127. 
"  Bluer,  Zeitaeh.  Chem.  1866,  880  and  667. 


Digitized  by  VjOOQ  IC 


244  THE  PBNTYLENB  COMPOUNDS. 

nitric  acid,^  aivd  afterwards  by  passing  nitrogen  triozide  through 
amylene  placed  in  a  freezing  mixture.'  It  crystallizes  from 
boiling  ether  in  long  transparent  prisms  or  rectangular  tables, 
which  decompose  at  95**.  When  treated  with  tin  and  hydro- 
chloric acid,  the  nitrogen  is  evolved  as  ammonia. 

Amylene  Nitrosochloride,  C^'E^q(NO)CI,  is  formed  by  the 
direct  union  of  nitrosyl  chloride  with  amylene.  It  deposits  in 
splendid  crystals,  and  is  converted  by  nascent  hydrogen  into  an 
amylamine.' 

Amylene  forms,  with  the  chlorides  of  sulphur,  compounds 
which  correspond  to  the  ethylene  compounds.* 

NUro-amylene,  or  Nitro-trimethyl^hylene,  CgH^NOj,  is  ob- 
tained by  the  action  of  nitric  acid  on  dimethyl-ethyl  carbinoL 
It  is  a  slightly  coloured  peculiarly  smelling  liquid,  boiling  at 
166** — 170*,  and'  dissolving  slowly  in  potash.  The  solution 
gives  the  pseudo-nitrol  reaction  (Part  I.  p.  566)  with  potassium 
nitrite  and  sulphuric  acid.  When  heated  with  water  to  100" 
under  pressure,  it  splits  up  into  nitro-ethane  and  acetone :  ^ 

CH3  CH, 

J.  I 

Ci:C(NO^.CH,   +    H,0    =    CO    +    CH,(NO,).CHy 

CH,  CH3 


THE  OXYACIDS,  C5H10O3,  AND  THE    KETONIC 
ACIDS,  C.HgOy 

626  a-OxyvaUric    Add,    (CH3),CH.CH(0H)C0jIL     When 

valeric  acid  is  heated  with  bromine  under  pressure  a-bromvaleric 

acid  (CHj)2CH.CHBr.C0jH,  is  formed.    This  is  an  oily  liquid 

which  decomposes  on  heating.*  If  this  body  be  boiled  with  water 

and  oxide  of  silver  or  with  caustic  potash,^  the  corresponding 

oxyvaleric  acid  is  obtained,  a  substance  which  can  also  be 

prepared  synthetically  from  isobutyraldehyde.    This  compound 

combines  with  anhydrous  hydrocyanic  acid  to  form  the  nitril 

^  QuaH.  Jmvm,  Chem.  Sbc,  xiiL  85.  '  lb,  xiii.  139. 

»  Tonnies,  Ber.  Dautack,  Cfhem.  Oes.  xiL  169. 

*  Guthrie,  Qtiart.  Jaum.  Chem,  Soe,  xii.  109 ;  xiii.  86. 

*  Hartinger,  MonaUh,  Chem,  ii.  286. 

«  Fittig  and  Clark,  Ann.  Chem,  Phamu  cxxxix.  199 ;  Ley  and  Popow,  ih. 
clxxiv.  63. 
'  Schmidt  and  Sachtleben,  ib,  czciii.  106. 
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(CH3)2CH.CH(0H)CN,  a  liquid  which  commences  to  boil  at 
136**,  and  then  decomposes  into  the  compounds  from  which  it  is 
derived.  When  boiled  in  connection  with  an  inverted  condenser 
with  three  times  its  volume  of  concentrated  hydrochloric  acid 
oxyvaleric  acid  is  obtained,  which  then  may  be  removed  by 
shaking  with  ether.^  It  is  easily  soluble  in  water,  alcohol,  and 
ether,  and  crystallizes  in  rectangular  tables  or  long  prisms 
which  melt  at  86^  and  begin  to  volatilize  at  100^  Its  chemical 
relations  are  closely  analogous  to  those  of  lactic  acid.  On  heat- 
ing with  sulphuric  acid  it  is  converted  into  formic  acid  and  iso- 
butyraldehyde.  The  latter  compound  is  also  formed,  together 
with  isobutyric  acid  and  carbon  dioxide,  when  it  is  oxidized 
with  aqueous  chromic  acid. 

The  crystallized  anhydrous  zinc  salt  is  difficultly  soluble  in 
cold,  and  not  much  more  soluble  in  hot  water.  The  silver  salt 
dissolves  tolerably  easily  in  hot  water,  and  forms  feather-like 
crystals.  By  the  action  of  ethyl  iodide  it  yields  the  ethyl  salt, 
which  is  also  formed  when  ethyl  oxalate  is  treated  with  zinc  and 
secondary  propyl  iodide.*  It  is  a  not  unpleasantly  smelling 
liquid,  boiling  at  175°. 

a-Vdlerolactide,  C^J3.ifi^ia  formed  when  the  acid  is  heated  in 
closed  tubes  to  200*.  It  crystallizes  from  dilute  alcohol  in  thin 
needles  insoluble  in  water,  melting  at  136^  and  subliming  at  a 
higher  temperature.     It  is  scarcely  attacked  by  dilute  alkalis. 

a'Oxffvaleramide,  (CBygCH.CHCOH^CO.NH,,  is  formed  by 
the  action  of  cold  fuming  hydrochloric  acid  on  the  nitril.  It 
crystallizes  in  large  tablets  which  are  tolerably  soluble  in  water, 
less  so  in  ether,  and  which  melt  at  104'  (Lipp). 

a-Amidovaleric  Acid,  (CH8),CH.CH(NH2).C02H.  A  com- 
pound of  this  composition  was  found  by  Qorup-Besanez  in  the 
pancreas  of  the  ox,  and  he  termed  it  biUalanine. '  This  compound 
closely  resembles  the  acid  obtained  by  heating  bromvaleric 
acid  with  ammonia.  The  latter  compound  is  easily  soluble  in 
water,  scarcely  soluble  in  cold  alcohol,  and  crystallizes  in  laminse 
consisting  of  microscopic  prisms  which,  on  heating,  sublime 
without  melting  (Fittig  and  Clark  ;  Schmidt  and  Sachtleben). 
Further  investigations  have  shown  that  butalanine  is  different 
from  a-amidovaleric  acid,  and  it  differs  also  in  its  properties 
from  a-amidopentoic  acid,  CH3.CHj.CHyCH(NHj)C02H,  which 

*  Lipp,  Ann.  Chem,  Phann.  ccv.  23. 

'  Markownikow,  Zeitseh.  Chtnu  1870,  617. 

*  Ann,  Chem,  Pharm,  xctuI.  15. 
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latter  is  obtained  from  brompentoic  acid,^  and  from  normal 
butyroaldehyde  ammonia  andhydrocyanic  acid.*  Butalanineispro- 
bably  ethyl  methyl  amidoacetic  acid,  Cfi^{CR^C'a(l^B^.CO^K 

627  13-Oxyvaleric  Acid,  (CH8)2C(OH).CH2.C02H,  was  first  pre- 
pared by  M.  and  A.  SaytzeflF  by  oxidizing  dimethyl  allyl  carbinol, 
(CH3\C(OH).CH2.CHII  CH2.8  It  is  also  formed  by  the  action 
of  potassium  permanganate  on  valeric  acid.^  It  forms  a  syrup 
easily  soluble  in  water,  alcohol,  and  ether.  It  is  not  volatilized 
in  a  current  of  steam,  and  on  heating  with  a  chromic  acid 
solution  it  yields  acetic  acid,  acetone,  and  carbon  dioxide,  and 
when  heated  it  decomposes  into  water  and  dimethyl-acrylic  acid, 
(CHj^,C=:CH.COjH. 

The  anhydrous  zinc  salt  crystallizes  in  prisms  which  are 
easily  soluble  in  water.  The  silver  salt,  which  does  not  undergo 
change  on  exposure  to  light,  forms  monoclinic  prisms  and  is  very 
difficultly  soluble  in  cold  water,  though  rather  more  soluble  in 
boiling  water.  It  forms  with  ethyl  iodide  an  ethereal  salt  boiling 
at  about  180^* 

fi-Amidovaleric  or  Amtdo-dimethyl-prapionic  Add,  (CHg), 
C(NH2)CH2.C02H  +  H,0,  is  formed  together  with  amido- 
isobutyric  acid  by  the  oxidation  of  diacetonamine  (Part  I.  p. 
674).  It  is  easily  soluble  in  water  and  separates  out  from  a 
mixture  of  ether  and  alcohol  in  glistening  crystals  melting  at 
21T,  but  beginning  to  sublime  at  180*. 

Imido-dirriethylaAietic-dirn^hylprcypi^     Add, 

NH^Q)Qgr^2      2-      2     ia    formed,  together  with    a    small 

quantity  of  the  foregoing  compound,  by  the  oxidation  of 
triacetonamine  (Part  I.  p.  674).  It  forms  a  crystalline  powder 
possessing  an  acid  taste,  difficultly  soluble  in  cold,  but  readily 
soluble  in  hot  water,  and  very  slightly  soluble  in  alcohol. 

a-Mdhyloxyhdyric  or  Metho-ethoxalic  Add,  (C2H5).C(CHj)OH. 
COgH.  The  ethyl  salt  of  this  acid  is  formed  when  ethyl 
oxalate  is  heated  with  granulated  zinc,  methyl  iodide  and  ethyl 
iodide,  to  36'* — 40''.^  It  is  also  formed  by  the  oxidation  of  methyl- 
ethyl-acetic  acid  with  potassium  permanganate,^  and  likewise 

^  Joslin,  Bull.  Soc,  Chim.  xxxyii.  8.  '  Lipp»  Lieb.  Ann.  cezi  854* 

*  Ann.  Ghent,.  Pharm.  clxxzv.  168 ;  Schirokow,  Joum.  Huu.  Chtm,  G€9.  zi. 
410. 

*  Miller,  Ann.  Chem.  Pharm.  cc.  278. 

'  Semlianitzin  and  Saytzeff,  Ann.  Chem.  Pharm,  czcviL  72. 
'  Frankland  and  Duppa.  Prvc.  Bay.  Soc  ziv.  17. 
'  Miller,  Ann.  Ghent.  Pharm.  oc  282. 
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when  methyl-ethyl  ketone  is  combined  with  hydrocyanic  acid 
and  the*  product  decomposed  by  hydrochloric  acidi  and  lastly 
when  ethyl-methyl-acetic  acid  is  converted  into  the  mono- 
brominated  acid  by  heating  with  bromine  and  this  afterwards 
decomposed  with  carbonate  of  soda.^ 

It  is  easily  soluble  in  water,  alcohol  and  ether,  melts  at  68** 
and  sublimes  in  needles  at  90"*.  Aqueous  chromic  acid  oxidizes 
it  to  methyl-ethyl  ketone  and  carbon  dioxide,'  and  when  heated 
for  200  hours  with  dilute  sulphuric  acid  to  US'" — ISO**  it  decom- 
poses into  water  and  methyl-crotonic  acid,  CHJCKZIC^CB.^. 
COjH.  The  anhydrous  zinc  salt  is  a  crystalline  precipitate  diffi- 
cultly soluble  in  boiling  water  and  insoluble  in  alcohol.  The 
ethyl  salt  is  a  liquid  possessing  a  powerful  ethereal  smell, 
boiling  at  165®'5,  and  having  a  specific  gravity  at  13"*  of 
0-9768. 

628  fi-Methyloxjfbutyric  Acid,  CH3.CH(OH).CH(CH3).COjH, 
is  formed  when  an  alcoholic  solution  of  ethyl  methyl-acetacetate  is 
treated  with  sodium  amalgam.  In  order  to  prevent  the  decompo- 
sition of  the  ether  into  carbon  dioxide  and  methyl-ethyl  ketone, 
the  liquid  is  well-cooled  and  from  time  to  time  acidified  with  dilute 
sulphuric  acid.*  The  acid  forms  a  syrup  which  on  standing  over 
sulphuric  acid  becomes  thicker  and  is  converted  into  the  an- 
hydride CnjHigOj.  The  acid  decomposes  on  distillation,  into 
water  and  methyl-crotonic  acid. 

Methyl  Acetoacetie  Add,  or  a-Acetylpropionic  Add,  CHj-CO. 
CB[(CHj).C02H.  The  ethereal  salts  of  this  acid  are  prepared 
according  to  a  process  already  described  (p.  172),  and  are  similar 
to  the  acetoacetates.  The  methyl  salt  boils  at  177''4  and  yields 
with  ferric  chloride  a  violet-red  coloration  *  and  the  ethyl  salt 
boils  at  186°'8,  has  a  specific  gravity  at  6*  of  1*009,  and  gives  a 
deep  blue  colour  with  ferric  chloride.* 

It  has  been  stated  under  acetoacetie  acid  (p.  172)  that  only  its 
salts  had  been  prepared.  Since  this  was  written  the  free  acid,  and 
also  certain  of  its  homologues,  have  been  isolated.  The  ethereal 
salt  is  slowly  saponified  by  cold  dilute  potash  solution;  this 
then,  after  standing  twenty-four  hours,  acidified  with  sulphuric 
acid,  is  shaken  up  with  ether,  and  the  ethereal  solution  cautiously 
evaporated,  when    a  mixture  remains  of  the  free  acid  and 

^  Bdcldng,  Ann,  Chem,  Pharm,  cciv.  18. 

'  Chapman  and  Smith,  Jaum,  Chem.  Soc*  N.S.  t.  296. 

'  Rohrbeck,  Ann,  Chetn,  Fharm,  dxxxyiii.  229 ;  Killer,  ib,  co.  269. 

«  Brandes,  Zeitteh.  Chem.  1866,  458.  *  Genther,  Jahmb.  1865,  808. 
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the  unattacked  salt.  This  latter  is  removed  by  rubbing  up 
the  residue  with  water  and  barium  carbonate,  and  isolating 
the  acid  from  the  resulting  barium  salt  by  the  process  just 
described. 

Acetoacetic  acid  is  a  thick,  strongly  acid  liquid,  which  de- 
composes violently,  even  below  100^  into  carbon  dioxide  and 
acetone ;  and  methyl-acetoacetic  acid  comports  itself  in  an  exactly 
corresponding  manner.^ 

a-AynidoperUaic  Acid,  CHjj.CHj.CHyCH(NH2.)C0gH,  is  ob- 
tained by  the  action  of  ammonia  on  a-brompentoic  acid,  and 
crystallizes  from  water  in  long  prismatic  needles.' 

629  y-Oxypmtoic  Acid,  CH3.CH(OH).CH2.CHj.COjH,  is  not 
known  in  the  free  state,  but  its  anhydride  termed  valeroUietam 
has  been  prepared. 

When  allyl-acetic  acid,  CHjZrCH.CHj.CHj.CO2H,  is  brought 
in  contact  with  hydrobromic  acid,  combination  takes  place,  7-brom- 
pentoic  acid  being  formed,'  and  this  when  heated  with  water  is 
converted  into  valerolactone.'  It  may  be  obtained  more  readily 
by  acting  on  /9-acetylpropionic  acid,  CH3.CO.CH2.CHj.COjH, 
with  sodium  amalgam  and  water.^  It  is  a  liquid  possessing  a 
weak  but  not  unpleasant  smell,  boiling  at  206* — 20T*  and  forming 
with  water  a  neutral  solution  from  which  it  may  be  withdrawn 
by  ether.  When  boiled  with  baryta-water  it  yields  barium 
oxypentoate,  an  amorphous  substance  like  the  similarly  prepared 
calcium  salt.  Silver  pentoate,  C^H^O^Ag,  is  somewhat  difficultly 
soluble  in  cold,  though  readily  soluble  in  boiling  water,  and 
it  crystallizes  in  asymmetric  prisms.  Yalerolactone  has  the 
following  constitution: 

CH8.CH.CHj.CHj 

In  addition  to  this  several  other  lactones  are  known.  The 
lowest  member  of  the  series  is  the  anhydride  of  7-oxybutyric  add, 
a  body  which  has  afready  been  described  (p.  169).  The  general 
formula  of  these  bodies  is 

XCH.CH2.CHj 

^  Cercsole,  Bcr.  Deutseh,  Chenu  Oes.  zr.  1826  and  1871- 

•  Onfltin,  Bull.  Soc.  Chim,  ham.  8. 

'  Messeischmidt,  Ann,  Chem*  Fharm,  coTiii  92. 

*  Wolff,  i6.  ccviiL  104. 
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in  which  X  flignifies  hydrogen  or  an  alcohol  radical.  None  of 
the  acids  corresponding  to  these  lactones  are  known  in  the  free 
state,  but  their  salts  are  known,  from  which  acids  liberate  the 
lactone.^ 

630  fi'Acetylpropionie  Acid,  CH3.CO.CHj.CHj.COjH,  was 
first  prepared  by  Tollens  and  A.  v.  Grote  by  boiling  cane-sugar 
with  dilute  sulphuric  acid,  and  termed  by  him  Iwvulinic  add} 
Conrad  then  showed  that  this  same  acid  is  obtained  by  the 
decomposition  of  ethyl  aceto-succinate  with  baryta-water :  ^ 


CH3  CH3 

I  J. 

CO  Co 


CaCO.OCjHs    +    2HjO     =     CHj    +   CO,  +  2HO.C3H3. 
CHj  CHj 

CO.OC3H5  CO.OH. 

LaBvulinic  acid  is  also  easily  formed  when  laevulose  (laevo- 
rotatory  grape-sugar)  is  boiled  with  dilute  sulphuric  acid  or 
hydrochloric  acid.  In  place  of  this  sugar,  such  carbo-hydrates 
may  be  employed  as  yield  this  body  on  treatment  with  dilute 
acids.*  Milk-sugar  and  dextro-rotatory  grape-sugar  (dextrose) 
are,  however,  on  the  other  hand  only  converted  with  difficulty 
into  this  acid.*  Formic  acid  is  always  formed  together  with 
the  above  add : 

CeHijOe  =  C3H3O3  +  CHjO,  +  H3O. 

A  part  of  the  sugar  is,  in  this  reaction,  converted  into  a  brown 
humus-like  body,  so  that  in  the  most  favourable  cases  100  parts 
of  cane-sugar  yield  14  parts  of  IsBVulinic  acid.^  Usually,  however, 
a  much  smaller  yield  is  obtained  (Grote,  Eehrer  and  Tollens). 

LsBvulinic  acid  is  easily  soluble  in  water,  alcohol,  and  ether, 
and  crystallizes  in  scales  melting  at  33**'5.  It  is  very  hygro- 
scopic, and  traces  of  moisture  lower  its  boiling  point.  Its  specific 

*  Fittig,  Ann,  Chem,  Pharm.  ocviiL  111. 

*  Ann,  Chem.  Pkarm,  clxxv,  181 ;  see  alao  Grote,  Eehrer  and  ToIleiiB,  ib, 
ecri  207.  >  Ib.  clxxxviii.  222. 

*  Bente,  Ber.  DeuiacKChem.  Cka.  yiii  416 ;  ix.  1167. 

^  Grote  and  Tollene,  Ann.  Chem.-  Pharm.  ccvi.  226 ;  Rodewaldand  Tollens,  ib. 
ecTi.  28. 
"  Couad,  Ber.  Deutseh,  Chm,  Oes,  zL  2178. 
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gravity  is  1*1 35  at  15*,  and  it  boils  with  slight  decompositioii 
at  239°.  When  heated  with  hydriodic  acid  and  amorphous 
phosphorus,^  or  treated  with  sodium  amalgam  in  acid  solution  * 
it  is  reduced  to  normal  pentoic  acid.  On  oxidation  with 
dilute  nitric  acid  it  yields  succinic  acid,  acetic  acid,  oxalic 
acid,  and  carbon  dioxide,  and  in  addition  hydrocyanic  acid  and 
ammonia.' 

631  The  laBvulinates  of  the  alkali  metals  are  very  soluble  in 
water.     The  barium  salt  is  amorphous. 

Calcium  ZasvuUnate,  (C^^^O^jO^t  crystallizes  from  water  in 
easily  soluble  needles  having  a  silky  lustre. 

Zinc  LcBwlinate,  (CgHyOjjgZn,  forms  silver-white  needles  or 
scales,  which  are  easily  soluble  in  water  and  alcohol. 

SUver  ZceviUinate,  CgHyOgAg,  is  diflScultly  soluble  in  cold 
water,  more  soluble  in  hot  water,  and  crystallizes  in  long  six- 
sided  tables. 

The  ethereal  salts  of  laevulinic  acid  are  liquids  which  have 
a  fruit-like  smell.  The  following  have  been  prepared  (Qrote, 
Eehrer  and  Tollens) : 

Methyl  tevulinate,  CgH^CCHj)©,  191"-5  1-0684 
Ethyl  IsBvuUnate,  G^R^(C^n^O^  200*'-5  10325 
Propyl  Iffivulinate,  C6H7(C8H7)o,       215*-5        1-0103 

a-Trichloroxt/perUoic  Acid,  CH8.CCl2.CHCl.CH(0H).C08H. 
The  nitril  of  this  acid  is  formed  by  the  union  of  butyl  chloral 
(p.  166)  wi{h  hydrocyanic  acid.  It  crystallizes  in  laminae, 
melting  at  101* — 102°,  and  is  diflScultly  soluble  in  water,  but 
dissolves  readily  in  alcohol.*  When  heated  with  strong  hydro- 
chloric acid  the  oxyacid  is  obtained,  which  is  scarcely  soluble 
in  cold  water,  but  is  readily  soluble  in  alcohol  and  ether.  It 
crystallize,s  in  gypsum-like  tables  which  melt  at  140^.  When 
the  alcoholic  solution  is  saturated  with  hydrochloric  acid,  the 
ethyl  salt  is  obtained,  crystallizing  in  long  prisms  melting  at 
40^  and  boiling  with  slight  decomposition  at  255''. 

^  Eehrer  and  ToUens,  Ann,  Cfhem,  Pharm,  cctI.  233. 
»  Fittdg,  ift.  ccviii.  109.  *  ToUens,  tb.  ccri.  257. 

^  Bischoff  and  Pinner,  Ann,  Chem.  Pfiarm.  clxziz.  97  ;  Pinner  and  Klein, 
Ber,  Leutseh.  Chem.  Oes,  xi.  148S. 
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Dibasic  Acids,  C^HgO^. 

63a  OlutarU  Add,  CO2RCH2.CHj.CHg.CO2H,  was  first 
obtained  by  Dittmar  by  heating  glutanic  acid,  C3H5(OH)(C02H)j, 
(to  be  hereafter  described)  with  hydriodic  acid,  and  termed  by 
him  desoxyglutanic  acid}  It  is  obtained  synthetically  when  tri- 
methylene  bromide  (p.  130)  is  heated  with  potassium  cyanide 
and  alcohol,  and  the  product  boiled  with  potash.^  It  is  also 
formed  when  ethyl  sodacetacetate,  diluted  with  benzene,  is  treated 
with  ethyl  )8-iodopropionate,  when  the  ethyl  salt  of  acetoglutaric 
acid  is  first  formed,  a  slightly  smelling  oily  liquid  boiling  at 
271'* — 272"*,  and  decomposed  by  caustic  potash  into  glutaric  and 
acetic  acids  and  alcohol.' 

Qlutaric  acid  is  easily  soluble  in  water,  alcohol,  and  ether, 
crystallizing  in  large  monoclinic  prisms  melting  at  97^5,  and 
boiling  with  slight  decomposition  at  302* — 304^  Of  its  salts, 
zinc  glviarate,  CgH^O^Zn,  is  specially  characteristic.  It  crystal- 
lizes in  needles  and  dissolves  at  18*"  in  102  parts  of  water. 
When  a  saturated  solution  is  heated,  it  separates  out  as  a 
granular  precipitate  consisting  of  characteristic  microscopic 
crystals. 

The  ethyl  salt,  C^^fi^(G^^^  is  a  liquid  boiling  at 
236'-5— 23r. 

OliUaric  Anhydride,  C^Kfi^  is  formed  by  heating  the  acid 
for  some  time,  or  by  treating  the  silver  salt  with  acetyl  chloride. 
It  crystallizes  from  ether  in  long  needles  which  melt  at  56** — 57**, 
and  boils  with  partial  decomposition  at  282* — 287*.* 

Amidoglutaric  Acidy  or  Glutaminic  Add,  CgHg(NH2)(C02H)2, 
is  formed  together  with  other  compounds,  when  various  albu- 
minoid substances  are  boiled  with  dilute  sulphuric  acid,^  or  with 
hydrochloric  acid  and  tin  dichloride.*  GltUamine,  the  corre- 
sponding homologous  amide  of  asparagine,  is  found  in  beet-root,^ 
in  the  shoots  of  vetch  ®  and  the  pumpkin,*  but  has  not  been 

*  Joum,  PrakL  Chem.  [2],  ▼.  838. 

*  Julie  Lermontow  and  Markownikow,  Ann»  Chem,  PJiar.n.  clzxzii.  841 ; 
ReboQ],  Ann.  Ohim.  Pkyg,  [6],  xir.  601. 

*  Wislicenus  and  Limpach,  Ann.  Chem.  Fharm.  czcu.  128. 

*  Markownikow,  Jowm.  Buss.  Chem.  Ot$.  ix.  288. 

*  Ritthanaen,  Joum.  Prakt.  Chem.  xciz.  454 ;  ciil.  6^  and  274  ;  cvii.  208  ;  [2], 
ill.  814. 

'  Hlasiwetzand  Habennann,  Ann.  Chem.  Pharm,  dzix.  167. 
^  Schnize,  Ber.  DeuUeh.  Chem.  Get.  z.  86. 
'  Gorup-Besauez,  ib.  z.  780. 

*  Schnize  and  Barbieri,  Joum.  Prakt.  Chem.  [2],  zz.  891. 
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obtained  in  the  pure  state  from  these.  It  is  converted  by  boiling 
with  hydrochloric  acid  into  glutaminic  acid.  Glutaminic  acid 
crystallizes  in  rhombic  pyramids  or  sphenoids.  It  dissolves 
at  le**  in  100  parts  of  water,  is  less  soluble  in  spirit  of  wine,  and 
does  not  dissolve  in  absolute  alcohol  Its  salts  crystallize  well, 
and  it  also  combines  with  acids. 

633  a-Oxyglutaric  Acid,  or  Olutanic  Add,  C^J^QiH){CO^p 
was  obtained  by  Ritthausen  by  the  action  of  nitrous  acid  on  gluta- 
minic acid.i  It  is  best  to  employ  the  hydrochlorate  of  this  latter 
body,  and  to  add  the  requisite  quantity  of  potassium  nitrite  to 
its  dilute  solution,  and,  to  complete  the  decomposition,  nitrogen 
trioxide  is  led  in.  The  liquid  is  evaporated  on  a  water-bath,  and 
the  acid  extracted  with  ether.*  Oxyglutaric  acid  occurs  in 
molasses,  being  probably  a  product  of  decomposition  of  the 
glutaminic  acid  contained  in  the  sugar-cane.'  It  is  easily 
soluble  in  water,  and  forms  small  crystals  melting  at  72** — 73* 
and  solidifying  to  a  transparent  mass.  When  the  solution  is 
neutralized  with  zinc  carbonate  and  evaporated  to  a  syrup, 
transparent  four-sided  tables  separate  out  after  a  few  days. 
These  are  converted  by  hot  water  into  a  diflBcultly  soluble 
pulverulent  salt  which  cannot  be  again  transformed  into  the 
soluble  variety,  and  which  is  deposited  from  hot  saturated 
solution  in  warty  concretions  or  small  needles  having  the 
composition  CgHgOgZn  -h  SH^O. 

fi-Oxyglutaric  Add,  CJ3.^{0K)(G0^2^  was  obtained  by 
Simpson,  who  termed  it  oxypyrotartaric  add,  by  heating  dichlor- 
hydrin,  CH2C1.0H(0H).CH2C1  (see  Glycerine),  with  alcohol  and 
potassium  cyanide,  and  boiling  the  product  with  caustic  potash. 
It  forms  crystals  easily  soluble  in  water,  alcohol,  and  ether, 
and  melting  at  ISS"*.^  Its  constitution  is  seen  from  its  mode  of 
formation,  and  as  only  two  isomeric  normal  acids  of  this  com- 
position can  exist,  that  of  the  o-acid  is  thus  also  determined : 

•-Oxyglutaric  Acid.  i8-0xyglutaric  Acid, 

CHj-COgH  CH^COjH 

CH,  CH(OH) 

CH(OH).CO^.  CH^CO^. 

^  Joum,  Prakt,  Chem,  ciii.  289. 

'  Markownikow,  Ann.  Chem.  Pharm,  clxzxii.  848. 

*  Von  Lippmann,  Ber,  DetUseh,  Chem,  Ots.  zv.  1156. 

*  ProG.  Roy.  Soc  xiii.  44, 
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634  Pyrotartaric  Add,  or  Meihylsuccinic  Acid,  C02H.CH(CH3). 
CHf-COfH.  The  history  of  this  acid  is  to  be  found  under  the 
heading  of  Pyroracemic  Acid.  It  is  formed  together  with  this 
body  and  other  products,  in  the  dry  distillation  of  tartaric  acid 
and  its  isomerides,  as  well  as  when  these  are  heated  with  con- 
centrated hydrochloric  acid  to  180*.^  Its  formation  probably 
precedes  that  of  the  pyroracemic  acid,  as  this  latter  acid,  which 
heated  either  by  itself  to  170°,  or  with  hydrochloric  acid  to 
100°,*  also  yields  pyrotartaric  acid.  It  is  therefore  also 
formed  in  the  distillation  of  glyceric  acid  (p.  153).  Simpson 
obtained  it  synthetically  by  heating  propylene  bromide  with 
potassium  cyanide  and  alcohol,  and  heating  the  pyrotartronitrU, 
CHyCH(CN).CHj.CN,  thus  obtained  with  fuming  hydrochloric 
acid.'  This  nitril  is  a  liquid  which  boils  at  252* — 254^  and  on 
cooling  crystallizes  to  colourless  transparent  prisms  which  melt 
at  12^/  Wislicenus  prepared  this  acid  from  /9-brombutyric  acid 
by  heating  the  ethyl  ssdt  with  potassium  cyanide,  and  boiling 
the  product  with  caustic  potash.^  Conrad  then  showed  that  it 
is  formed  when  ethyl  sodacetacetate  is  treated  with  ethyl 
a-brompropionate,  when  ethyl  fi-methylacetamcdnate,  boiling  at 
259^  is  formed,  and  this  is  decomposed  by  caustic  potash  into 
pyrotartaric  acid.^  It  was  obtained  in  the  same  way  from  ethyl 
armethj/lacetomccinaie,  CH3C(CO.CH3)(CO^CjH5)CH^C02.C,H5, 
a  liquid  boiling  at  263^  and  obtained  by  the  action  of  methyl 
iodide  on  ethyl  sodacetosuccinate.'^ 

In  order  to  prepare  pyrotartaric  acid,  a  mixture  of  tartaric  acid 
and  powdered  pumice-stone  '  is  distilled  in  the  following  way ; 
400  grams  of  tartaric  acid  are  kept  for  15 — 20  minutes  in  a  state 
of  fusion  and  then  more  strongly  heated  until  acid  vapours  are 
evolved,  mixed  with  400  grams  of  hot  pumice  powder,  and  then 
the  whole  slowly  distilled  in  a  retort,  the  operation  lasting  8 
or  9  hours.^  The  distillate  is  then  dissolved  in  3  to  4  times 
its  balk  of  water,  and  separated  from  the  oily  products  by  means 
of  a  moistened  filter.  The  liquid  is  then  evaporated  on  a  water- 
bath  and  the  coloured  acid  is  reciystallized  from  dilute  nitric 

^  Genther  and  Riemann,  Zeitseh.  Chem.  1869,  818. 

*  ClermoDt,  £er,  DetUseh.  Chem,  Ghs,  vi.  92  ;  Bottinger.  ib.  ix.  887  and  1828. 
>  Fhil,  Trans,  1861,  part  L  p.  61 ;  see  ako  Clams,  Ann,  Chgm,  Fharvu  cxcL  87. 

*  Pinner,  Ber.  Deutseh,  Chem,  Oes.  xii  2053. 

*  jinn,  Chem.  Pharm,  clxv.  98. 

*  jinn,  Chem,  Pharm,  clzxzyiii.  227. 
7  Kiesmer,  ib.  cxcii  188. 

*  Arppe,  Ann,  Chem.  Pharm,  Ixri.  73. 

*  B^hamp,  Campt.  Mend.  Ixz.  1000. 
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acid.  The  difficultly  soluble  acid  potassium  pyrotartrate  is 
prepared  from  the  mother-liquors,  recrystallized  from  weak 
alcohol,  decomposed  by  sulphuric  acid,  and  the  pyrotartaric  acid 
extracted  with  ether.^ 

If  tartaric  acid  be  dissolved  in  an  equal  volume  of  acetic  add  and 
evaporated  over  a  naked  flame  until  it  becomes  syrupy,  and  this 
allowed  to  stand,  pyrotartaric  acid  crystallizes  out  in  a  few  days.* 
If  india-rubber  be  boiled  with  caustic  potash,  amongst  other  acids 
which  are  formed,  8  per  cent,  of  pyrotartaric  acid  is  obtained.* 
Pyrotartaric  acid  crystallizes  in  small  tridinic  prisms  which 
are  grouped  in  stellar  masses  or  warty  concretions.  It  dissolves 
at  20''  in  1'5  parts  of  water,  and  is  also  easily  soluble  in  alcohol 
and  ether.  It  has  a  cool  purely  acid  taste,  melts  at  112^,  and 
decomposes,  when  quickly  heated  above  200^  into  water  and  the 
anhydride.  If,  however,  it  be  exposed  for  a  long  time  to  a  tem- 
perature of  200"* — 210*  small  quantities  of  butyric  acid  and 
carbon  dioxide  are  also  formed.*  The  latter  products  of  decom- 
position are  given  off  when  the  aqueous  solution  is  exposed  to 
sunlight  in  the  presence  of  a  uranic  salt.^ 

635  Norrrud  Potamvm  Pyrotartrate,  CJB^O^K^  +  2H2O,  is  very 
easily  soluble  in  water  and  crystallizes  in  flat  prisms,  which  on 
exposure  to  dry  air  lose  one  molecule  of  water  and  are  converted 
into  warty  masses  consisting  of  microscopic  needles. 

Acid  Potassium  Pyrotartrate,  CgH^O^KH,  is  precipitated  from 
the  saturated  solution  of  the  foregoing  salt  by  the  acid  in  the 
form  of  a  crystalline  powder.  It  crystallizes  from  hot  water  in 
large  transparent  monoclinic  prisms. 

Normal  Calcium  Pyrotartrate,  C5H^O^Ca+2HjO,  crystallizes 
in  microscopic  four-sided  prisms  which  dissolve  in  about  100 
parts  of  boiling  water.  If  dissolved  in  the  aqueous  add  and 
the  solution  carefully  evaporated,  crystals  of  the  compound 
{C^B.^O^)jDsL  +  4C5H80^  +  4H,0  are  deposited.^ 

Normal  Lead  Pyrotartrate,  CgH^O^Pb  +  2BI^0,  is  very  slightly 
soluble  in  cold  water  but  dissolves  more  readily  in  boiling  water 
and  crystallizes  in  prisms. 

Silver  Pyrotartrate,  C^H^O^Agg,  is  a  slimy  precipitate,  slightly 
soluble  in  hot  water;  it  dissolves  more  readily  in  ammonia, 
from  which  it  crystallizes  in  needles. 

^  BouTgoin,  AwiL  Chim,  Pky%,  [5],  ziL  419. 
'  Saoc,  Zeitsck.  Chem.  1870,  432. 

*  Barth  and  Hlasiwetz,  Ann,  Chem.  Fharm,  cxzxviii.  73. 

*  ClauB,  Ann.  CJtem.  Phami.  czci.  48.  ^  Seekamp,  ib,  cxxziiL  258. 

*  Arppe,  Ann.  Chem.  Fharm.  Izvi.  73,  zc  138. 


Digitized  by 


Google 


\ 


ETH7L  MALONIC  ACID.  265 

The  solutions  of  the  normal  salts  are  precipitated  with  ferric 
chloride. 

Ethyl  Pifrotartrate,  C^^fi^{CJE[^)^  is  an  oily  liquid  boiling 
'with  decomposition  at  218^  possessing  a  burning  bitter  taste,  and 
smelling  like  sweet  flag.^ 

Pyrotartaric  Anhydride,  C^fi^  is  best  obtained  by  heating 
the  acid  with  phosphorus  pentozide.'  It  is  an  oily  liquid  boiling 
at  245^  and  is  slowly  dissolved  by  water. 

Oxypyrotartaric  Acid,  or  a-Methoxysuednie  Acid,  C5H^(0H)0^. 
This  acid  is  formed  when  ethyl  acetacetate  is  heated  for  3  days 
with  anhydrous  hydrocyanic  acid  and  the  product  boiled  with 
hydrochloric  acid : 

CH,  CH, 

C(OH)CN  +  HCl  +  3H,0  =  C(OH)CO.OH  + 

CH^CO.OC^ft  CHjCO.OH 

NH^Cl  -f  HO.CjHj. 

If  the  solution  be  allowed  to  evaporate  over  sulphuric  acid, 
needles  united  in  stellar  groups  are  deposited.  These  melt  at 
108"*,  are  very  deliquescent,  and  also  easily  soluble  in  alcohol 
and  ether.  When  heated  to  200*  they  decompose  mainly  into 
^ater  and  citraconic  anhydride,  a  body  which,  together  with 
various  isomeric  oxypyrotartaric  acids,  will  be  described  under 
the  head  of  Citric  Acid. 

636  Mhyl  MaUmic  Add,  CH8.CHg.CH(CO,H)2.  When  the 
ethyl  salt  of  a-brombutyric  acid  is  heated  with  potassium  mercuric 
cyanide  to  130*  the  corresponding  salt  of  a-cyanbutyric  acid  is 
obtained.  This  is  an  aromatic  smelling  liquid  boiling  at  209*, 
and  on  heating  with  hydrochloric  acid  or  caustic  potash  is  con- 
verted into  ethyl  malonic  acid.'  This  acid  is  easily  soluble  in 
water,  alcohol,  or  ether,  and  crystallizes  in  rhombic  prisms  which 
melt  at  111**5  and  decompose  at  160*  into  carbon  dioxide  and 
butyric  acid.  Its  calcium  salt,  CgH^O^Ca+HjO,  crystallizes  in 
prisms  and  dissolves  more  readily  in  cold  than  in  hot  water. 
Solutions  of  its  normal  salts  are  not  precipitated  by  ferric 
chloride. 

1  Onmer,  NeuJ<mm,  Pharm.  xxiv.  65  ;  Malagnti,  tb,  xxv.  272  ;  Arppe,  Ice  eU. 

'  Demar^ay,  Bull  Soc.  Chim,  [2],  xzriL  120 ;  Morris,  Jaum.  Chem,  Soc  1880, 
i.  6. 

*  WislicenuB  and  Urech,  Ann,  Chem.  I^rm.  clzv.  93 ;  Tnpolew,  ib.  dxzi. 
28 ;  Markownikow,  ib,  ftlxxTJi.  829. 
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The  ethyl  salt  was  obtained  by  Markownikow  by  the  action 
of  ethyl  iodide  on  the  silver  salt,  and  Conrad  prepared  it  from 
ethyl  malonate  by  adding  16  grams  of  this  substance  and 
20  grams  of  ethyl  iodide  to  a  solution  of  2'3  parts  of  sodium  in 
25  grams  of  absolute  alcohol,  and  then  isolated  the  ethereal  salt 
by  fractional  distillation.  It  is  a  mobile  liquid  which  boils  at  207^ 
and  at  18^  has  a  specific  gravity  of  1*008.^  When  acted  upon 
by  chlorine  it  is  converted  into  the  tihyl  saU  of  ethyl  ehiormalanie 
add,  CHj.CH2.CCl(COjCgH5)j,  a  liquid  boiling  at  228o. 

Hthyl  Oxymalonic  Acid,  or  Sthyl  Tartranie  Acid,  CH^CH^ 
C(0H)(C0^2>  ^  formed  by  heating  the  chlorinated  ethereal 
salt  with  baryta-water.  It  is  crystalline,  soluble  in  water,  and 
melts  at  98^  decomposing  at  180^  into  carbon  dioxide,  and 
a-oxybutyric  acids,  products  which  are  also  formed  when  the 
chlorinated  ethereal  salt  is  boiled  for  some  time  with  dilute  hydro- 
chloric acid  in  connection  with  an  inverted  condenser.' 

Dimethyl  Malonic  Acid,  (CHj),C(CO,H)y  was  obtained  by 
Markownikow  by  heating  the  ethyl  salt  of  bromisobutyric 
acid  with  water  and  cyanide  of  potassium.  The  product  is 
then  treated  with  sulphuric  acid  and  the  impure  cyaniso- 
butyric  acid  extracted  by  ether  and  decomposed  by  potash. 
The  solution  is  then  evaporated  and  after  acidification  treated 
with  ether.* 

Dimethyl  malonic  acid  is  somewhat  less  easily  soluble  in  water 
than  its  isomeric  acids,  and  is  difficultly  soluble  in  alcohol. 
It  crystallizes  in  four-sided  prisms  which  sublime  in  feather-like 
needles  at  about  120''  and  melt  at  170^  when  decomposition 
into  carbon  dioxide  and  isobutyric  acid  occurs.  Its  calcium 
salt  is  easily  soluble  in  cold  water,  and  separates  out  on 
warming. 

^  Ann.  Chem,  Pharm.  ociv.  184. 

'  Quthzeit,  Ber,  Deutaek.  Chem.  Ga,  xiv.  618.    Ann.  Chem.  Pharm  odx. 
282. 
*  Ann.  Chem,  Pharm.  clxxzii.  836. 
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637  Normal  HexyUne^  CqH^  can  exist  in  three  isomeric  forms : 

ButyUthylene,  CH3.CH2.CHyCH2.CH  =  CH,. 

Methyl-propyl-ethylene,  CHj.CH,.CH2.CH  —  CH.CH3. 
Diethyl-e%lene,  CHj.CHyCH  =  CH.CH2.CHj. 

Of  these  only  the  second  is  known  with  certainty.  This  is 
easily  obtained  by  heating  secondary  hexyl  iodide  with  alcoholic 
potash.^  It  is  a  liquid  possessing  a  faint  garlic-like  smell,  boiling 
under  a  pressure  of  737^-9  at  67*",  and  having  at  0**  a  specific 
gravity  of  0  6997.  If  dissolved  in  a  mixture  of  1  volume  of 
water  and  3  volumes  of  sulphuric  acid,  and  if  water  be  then 
added,  methyl-butyl  carbinol  separates  out.  It  easily  unites  with 
hydriodic  acid  to  form  the  corresponding  iodide,  and  also  com- 
bines slowly  in  the  cold  with  hydrochloric  acid  to  form  secondary 
hexyl  chloride.  It  is  converted  by  oxidation  into  butyric  and 
acetic  acids.' 

An  hexylene  possessing  the  same  composition  is  obtained 
when  the  mixture  of  monochlorides  obtained  from  the  normal 
hexane  derived  from  mannite  is  heated  with  potash  and  alcohol. 
At  the  same  time  a  mixture  of  methyl  hexyl  ethers  is  obtained.' 
On  the  other  hand,  hexane  from  petroleum  yields  together  with 
the  ethers  a  mixture  of  two  hexylenes,  one  of  which  unites  with 
hydrochloric  acid  to  form  a  hexyl  chloride  boiling  at  116'' — 118**, 
the  alcohol  of  which  yields  acetic  and  propionic  acids  on  oxida- 
tion. This  would  show  that  a  normal  paraffin  is  mixed  with 
the  hexane.  The  second  hexylene  does  not  combine  with 
hydrochloric  until  it  is  heated  to  130^ — 140^  but  the  hexyl 

^  Erlenmeyer  «nd  Wanklyn,  Awn,   Chem,  Pharm,  cxzxy.  141 ;  Hecht,  ib, 
clxv.  150. 

*  Hecht,  Ber,  DeuUeh.  Chem.  OtB.  zi.  1152;  Domac,  MonoUtik,  Chem,  iL  S09. 

*  Schorlemmer,  Proc.  Boy.  Soc  xzix.  864. 
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chloride  thus  obtained  is  identical  with  that  got  from  mannite.^ 
Probably  this  hexylene  is  the  isomeric  butyl-ethylene. 

Two  hexylenes  have  been  found  in  the  products  of  the  distil- 
lation of  pitch  from  Pechelbronn,  possessing  the  same  properties 
as  those  from  petroleum.* 

Methyl-propyl-ethylene  Glycol,  C^HijCOH)^.  This  was  first 
obtained  by  Wurtz  by  the  same  process  as  ethylene  glycol  .• 
It  is  also  formed  by  heating  the  bromide  with  dilute  solution 
of  carbonate  of  potash/  or  with  dilute  sulphuric  acid.*  It  is 
a  thick  liquid  soluble  in  water,  boiling  at  207^,  and  having  at 
0*"  a  specific  gravity  of  0*9669.  On  oxidation  it  yields  the  same 
products  as  the  define.  When  heated  with  hydrochloric  acid  it 
forms  the  chlorhydrin,  which  is  also  produced  by  the  union  of 
hexylene  with  hypochlorous  acid.  This  is  a  heavy  colourless  liquid 
which  decomposes  on  heating.  Nascent  hydrogen  converts  it 
into  methyl-butyl  carbinol  (Domac).  Hence  its  constitution  is 
C8H7.CHCl.CH(OH)CHj.  When  distilled  with  caustic  potash 
it  yields  hexylene  oxide,  C^Hj^O,  a  light  pleasantly  smelling 
liquid  boiling  at  115*  (Wurtz). 

Hexylene  Bromide,  CgHjgBrj,  is  a  strongly  smelling  oily  liquid, 
boiling  at  195"* — 197*,  and  having  a  specific  gravity  at  0*  of 
1-6058.*  When  heated  with  potash  and  alcohol  hromhexylene, 
CgHjjBr,  is  formed,  a  liquid  boiling  at  138* — 141*,  and  having  a 
specific  gravity  at  0*  of  1*2205. 

a-Ethyl'di7nethyUethylme,  CjHg(CH«)C  —  CH.CH5,  is  formed 
as  a  by-product  in  the  preparation  of  diethyl-methyl-carbinol, 
and  also  when  its  iodide  is  decomposed  with  alcoholic  potash : 

CH3.CH,\  CH3.CH,v 

CH..CIL-CI    =     CH..CHIIC    -f    HI. 
CH3/  CH,/ 

It  is  a  liquid  boiling  at  69*'5 — 71*,  and  having  a  specific  gravity 
at  0^  of  0*698.  On  oxidation  it  yields  acetic  acid  and  ethyl- 
methyl  ketone.^ 

/S-Mhyl-dimethyl-ethylene,  C^H^.C  =  CCCHg)^  is  obtained  in 
the  preparation  of  dimethyl-propyl-carbinol  as  well  as  by  the 

^  Morgan,  Joum.  Chem,  Soe,  N.S.  ziiL  801 ;  dzzvii  804 ;  Schorlemmer,  ib, 
806. 
3  Le  Bel,  Bull.  Soe.  Chim.  xviii.  167. 

•  Ann.  Chim.  Phys.  [4],  iii.  180. 

*  Hecht  and  Munier,  Ber,  JkvAach,  Chem.  Oes,  zi  1154. 
»  Hecht,  ib.  xi.  1423. 

'  Hecht  and  Strauss,  Ann.  Chem,  Pharm,  clxxii.  62. 

7  Tchaikowsky,  Jahresb.  1872,  350 ;  Jawein,  Ann.  Chem.  Pharm.  cxcv.  259. 
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action  of  caustic  potash  on  the  iodide.  It  boils  at  Qo"" — 67*^,  and 
at  0^  has  a  specific  gravity  of  0*702.  On  oxidation  it  yields 
acetone  and  acetic  and  propionic  acids.^ 

Pseudo-tutyl-ethylene,  (CHj)3C.CHz:CH^  is  formed  by  heating 
pinacolyl  iodide  (Part  I.  p.  633,)  with  water.  It  is  a  liquid  boil- 
ing at  70^  and  with  bromine  forming  a  crystalline  dibromide.' 

Tetramdhyl-ethyUne,  (CHj),ClzC(CHj)g,  is  formed  by  acting 
with  alcoholic  potash  on  the  iodide  of  isopropyl-dimethyl- 
carbinoL  It  is  a  liquid  boiling  at  73^,  and  having  a  specific 
gravity  at  0"*  of  0*712.'  On  oxidation  it  yields  acetone,  together 
with  acetic  acid  and  tertiary  valeric  acid. 

638  Tetraniethyl-ethylene  Glycol,  (CH3),C(OH).C(OH)(CH3),, 
was  prepared  by  Fittig  by  acting  with  sodium  on  acetone,  and 
termed  paracetone.^  Stadeler,  who  investigated  it  more  exactly, 
gave  to  it  the  name  o{  pinacone,  which  it  now  usually  bears 
(from  iriva^,  a  tablet),  because  it  unites  with  water  to  form  a 
compound  crystallizing  in  large  tablets.^  Friedel  then  showed 
that  it  is  formed  (together  with  isopropyl  alcohol)  by  the  action 
of  sodium  amalgam  on  an  aqueous  solution  of  acetone.® 


CHjCH, 

CHj  CH, 

Yo 

H 

OOH 

CO 

+ 
H 

C.OH 

CH,\!H, 

cJh^ch, 

That  it  is  obtained  by  the  action  of  sodium  alone,  with- 
out any  addition  of  water,  is  accounted  for  by  the  fact  that 
a  part  of  the  acetone  is  converted  into  mesityl  oxide  and  phorone 
with  separation  of  water  (see  Part  I.,  pp.  672,  673). 

Its  formation  from  acetone  renders  it  very  probable  that  it  is  a 
glycol  of  tetramethyl-ethyl^ie,  and  this  is  further  proved  by  the 
fact  that  it  is  also  formed  when  the  dibromide  of  this  define  is 
treated  with  silver  acetate,  and  the  diacetate  then  decomposed  by 
baryta.'  In  order  to  prepare  it  a  solution  of  carbonate  of  potash 
is  made  of  such  a  strength  that  it  does  not  perceptibly  dissolve 
any  acetone,  but  readily  evolves  hydrogen  when  sodium  is  added. 

^  Jftwein,  Ann,  Chem,  Pharm,  cxcy.  256. 
>  Friedel  and  Silva,  Jahreth,  1S78,  889. 

*  Pawlow,  Ann^  Chtm,  Pharm,  cxcvi.  124. 

*  Ann,  CKem,  Pharm,  ex.  25 ;  cxiv.  54. 

*  Ann,  Chem,  Pharm.  cxi.  277.  •  lb.  cxxiv.  829. 
7  P&wlow,  Ann,  Chem,  Pharm,  cxctI.  126. 
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To  this  is  added  three  parts  of  acetone,  and  one  part  of  sodium 
is  gradually  introduced  in  large  pieces.  The  product  is  then 
separated  by  distillation  into  isopropyl  alcohol  and  pinacone.^ 

This  latter  compound  is  contained  in  the  product  as  the  above- 
mentioned  hydrate  which  decomposes  by  repeated  fractional 
distillation  into  water  and  the  glycol,  which  is  a  syrupy 
colourless  liquid  having  at  15^  a  specific  gravity  of  0*96,  and 
boiling  at  176''— 17r.  It  does  not  solidify  at  0°,  but  when 
placed  in  a  dry  atmosphere  it  passes  into  a  snow-white  crystalline 
mass.  This  solid  modification  melts  at  35^ — SS"",  and  boils  at 
ITl"* — 172°.  The  distillate  soon  solidifies  again.  It  is  easily 
soluble  in  alcohol  and  ether,  and  crystallizes  firom  boiling 
sulphide  of  carbon  in  small  needles.^  It  dissolves  sparingly 
in  cold  and  more  readily  in  boiling  water,  and  on  cooling, 
piTiacone  hydrate,  C^Hi^Oj  +  6HjO,  deposits  in  large  four-sided 
tables  which  melt  at  46'*'5,  and  sublime  at  the  ordinary 
temperature,  volatilizing  readily  in  a  current  of  steam.  On 
oxidation  with  chromic  acid  solution,  pinacone  first  passes  into 
acetone,  and  it  is  converted  into  pinacoline  (Part  I.,  p.  633)  by 
the  action  of  boiling  dilute  sulphuric  acid. 

Tdrar^methyUethylene  Chloride,  (CH8)2CC1.CC1(CH3)2,  is  formed 
by  the  action  of  phosphorus  oxychloride  on  pinacone.  It  forms 
white  crystals  which  melt  at  160^  A  dichloride  obtained  by 
Schorlemmer  by  acting  on  di-isopropyl  with  chlorine  appears  to 
be  identical  with  this  substance.' 

Tetramethyl^thylene  Bromide,  (CHg)2CBr.CBr(CH3)2,  is  easily 
formed  by  the  union  of  bromine  with  the  define.  It  crystal- 
lizes from  ether  in  large  well-formed  needles  which  melt  with 
decomposition  above  140*  (Pawlow). 


lO^S* 


0XYACIDS,CeHi,03,  AND  KETONIC  ACIDS,  CeH^ 

639  OxycaproicAdd, OTl^iu>icAcid,CB^(CB^\,CR{OB).COja^ 
was  first  discovered  by  Strecker  by  the  action  of  nitrous  acid  on 
the  corresponding  amido-acid  or  leucine.^  It  was  afterwards 
investigated  by  Waage  '  and  Thudichum.*  It  is  easily  soluble 
in  water,  alcohol,  and  ether,  crystallizes  in  needles  or  prisms, 

1  Friedel  and  Silva,  Jahresb,  1873,  840. 

'  Linnemann,  Ann,  Chem,  Pharm.  SnppL  ill  874. 

*  Friedel  and  Silva,  Ber,  Deutach,  Chem,  Gea,  vi.  86. 

*  Ann,  Chem.  Pharm,  Izyiii  55  ;  see  also  GSasmann,  <b,  xci  186. 

*  lb.  cxviiL  295.  •  Quart.  Joum,  Chem.  Soe.  xiv.  807. 
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melts  at  73^  and  begins  to  sublime  at  100*".  When  heated  for 
some  time  it  is  converted  into  the  anhydride,  a  syrup  insoluble 
in  water. 

Its  salts  as  a  rule  crystallize  well  Zinc  leucate,  {CJ3.^fi^\ 
Zn  +  HjO,  forms  colourless  plates,  and  dissolves  at  1 6**  in  300 
parts  of  water;  it  is  rather  more  soluble  in  boiling  water, 
and  still  more  soluble  in  alcohol.  Copper  lecucate,  {Gfi^jP^^Gu, 
is  also  difiBcultly  soluble  in  water,  and  crystallizes  from  alcohol 
in  light  blue  plates.  Silver  leueate,  C^H^OgAg,  is  deposited 
from  hot  water  in  colourless  crystals. 

Amidocaproie  Acid,  or  Leimne,  C5Hi^j(NH^).C02H,  was  first 
prepared  by  Proust,  in  1818,  from  decomposing  cheese,  and 
described  by  him  as  "  oxide  cas^eux."  ^  Two  years  afterwards, 
Braconnot,  by  the  action  of  sulphuric  acid  on  muscular  fibre, 
glue,  and  other  animal  substances,  obtained,  together  with 
glycocoU  (**  Sucre  de  gelatine  "  or  amidoacetic  acid)  "  une  mati^re 
blanche  particuliire,"  which  he  termed  leucine,  firom  Xei/^o?, 
white.*  Mulder  then  showed,  in  1838,  that  leucine  is  identical 
with  Proust's  compound,  and  that  it  not  only  is  formed  in  the 
putrefSeu^ion  of  casein,  and  by  the  action  of  sulphuric  acid  on 
albumen,  miiscular  tissue,  etc.,  but  also  when  these  bodies  are 
heated  with  caustic  potash.* 

Later  investigations  have  shown  that  all  substances  belonging 
to  the  group  of  albuminoids  or  other  nearly-related  substances 
yield  not  only  the  above  two  amido-acids  but  a  third  to 
which  the  name  of  tyrosine  or  oxyphenylamidopropionic  acid, 
CeH^(Oa)C2Hg(NH^C08H,  is  given;  and  that  leucine  fie- 
quently  occurs  either  as  a  normal  or  pathological  product  of 
metabolism.^  It  has  been  found  in  the  liver,  spleen,  pancreas, 
lungs,  &c.,  as  weU  as  in  the  lower  forms  of  animal  life,  such  as 
crayfish,  spiders,  caterpillars,  pupss  of  butterflies,  &c.  Accord- 
ing to  Gorup-Besanez  it  also  occurs  in  the  vegetable  king- 
dom, and,  together  with  asparagin  (amidosuccinamic  acid),  in 
the  white  sprouts  of  vetch.  He  showed  also  that  the  substance 
found  by  Keinsch  in  Chenepodium  aJhvm,  is,  in  fact,  leucine.^ 
Schulze  and  Barbieri  found  it,  together  with  tyrosine,  aspartic 
and  glutamic  acids,  in  the  pumpkin.^    These  different  amido- 

^  Ann.  Ohim.  Phy».  x.  40. 

*  Ann.  Chim.  Phys,  ziii.  119. 

I  Jaum.  Frakt,  Chem.  zyL  290. 

*  fntichB  and  SUUleler,  JaivreA.  1866,  702;  Oorap-Beaanez,  Ann.  Chem. 
Pharm.  zcviii.  1 ;  Oloetto,  ib.  zciz.  289 ;  Stildeler,  ib.  cxtI.  60. 

•  Btr,  Deutach.  Ohtm,  0€i.  vii.  146,  669 ;  mo  also  Cosso,  ib.  viiL  1367. 

•  Ib,  vL  1233. 
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ax;ids  also  occur  in  yeast,  having  their  origin,  as  in  other  cases, 
in  the  decomposition  of  albuminoids. 

Preparation.  Clippings  of  horn  serve  as  a  convenient  material 
for  the  -preparation  of  leucine.^  According  to  Schwanert  one 
kilogram  of  this  is  boiled  with  a  mixture  of  2^  kilos,  of  sulphuric 
acid  and  6^  kilos,  of  water  for  twenty-four  hours,  the  evaporated 
water  being  from  time  to  time  replaced.  The  hot  liquid  is  then 
neutralized  with  lime,  filtered,  and  evaporated  down  to  6  kilos.> 
the  lime  contained  in  the  liquid  precipitated  with  oxalic  add, 
and  the  residue  concentrated  in  order  to  allow  the  leucine  and 
tyrosine  to  crystallize  out.  The  latter  substance  is  more  difficultly 
soluble  than  leucine.  It  is,  therefore,  separated  by  recrystalliza- 
tion,  and  the  leucine  purified  by  crystallization  £rom  alcoholic 
ammonia  (Huppert).  The  yield  is  about  10  per  cent,  of  the 
weight  of  the  horn.  A  larger  yield  may  be  obtained  from  the 
cervical  ligament  of  the  ox.  This  is  boiled  out  with  dilute  acetic 
acid,  dried  at  100^and  then  boiled  for  three  hours  with  a  mixture 
of  two  parts  of  sulphuric  add  and  three  parts  of  water ;  the  yield 
amounts  to  from  36  to  45  per  cent,  of  the  dried  substance.' 

640  Properties.  Leucine  dissolves  in  48*8  parts  of  water  at 
12**  (Hufner),  and  is  more  soluble  in  hot  water,  but  is  only  very 
slightly  soluble  in  alcohol  and  insoluble  in  ether.  It  crystallizes 
in  thin  pearly  nacreous  laminsB  or  scales  which  are  wetted  by 
water  with  difficulty.  If  not  perfectly  pure  it  separates  out  in 
concentric  nodules  which  are  seen  to  consist  of  concentrically 
grouped,  highly-refracting  needles,  having  under  the  microscope 
the  appearance  shown  in  figs.  108  and  109.  When  carefully 
heated  in  a  tube  open  at  both  ends,  it  sublimes  in  light  flocks 
resembling  zinc  oxide  (lana  philosophica)  obtained  by  burning 
the  metal  in  the  air.  Sublimed  leucine  consists  of  very  thin 
scales  massed  together  in  a  rosette-like  form  as  shown  in  fig.  110. 
When  leucine  is  heated  in  a  retort  it  melts  at  170*"  to  form  a  light 
brown  sticky  mass  which  decomposes  at  180*,  yielding  chiefly 
pentylamine  and  carbon  dioxide.  If  fused  with  caustic  potash, 
pentoic  acid,  hydrogen,  ammonia,  and  carbon  dioxide  are  obtained 
(Liebig) ;  and  when  heated  with  fuming  hydriodic  add  to  140* 
it  is  converted  into  caproic  acid  and  ammonia.*  A  characteristic 
reaction  for  leucine  is  that  when  heated  with  nitric  add  on 
platinum  foil  a  colourless  residue  is  left  which  is  coloured  yellow 

*  Hinterberger,  Anii.  Chem,  Pharm  Ixxi.  72. 
^  Erlenmeyer  and  Sch&ffer,  Jahresb,  1859,  596. 
s  Hiifaer,  ZcOseh.  Chem,  1868,  391. 
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on  addition  of  caustic  soda,  and  on  careful  evaporation  this 
forms  an  oily  drop  which  does  not  wet  the  platinum.^  An 
apaeous  solution  of  leucine  is  coloured  deep  red  by  ferric 
chloride.  Like  glycocoU  it  forms  easily  soluble  salts  with 
acids,  and  combines  with  the  nitrates  of  silver,  calcium, 
magnesium,  &c. 


Fig.  108. 


yio.  109. 


Fig.  110. 


Amongst  its  metallic  compounds  the  copper  salt  is  the  most 
characteristic. 

Copper  Amidocaproate,  [G^EjQ(i^'iI^CO^\Gn,  is  obtained  by 
dissolving  copper  hydroxide  in  a  boiling  solution  of  leucine.  It 
forms  light  blue  scales  dissolving  in  3045  parts  of  cold  and  1460 
parts  of  boiling  water.* 

1  Scherer,  Jahresb,  1857,  541. 

'  Hofmeister,  Liebig's  Ann,  clxzziz.  16. 
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«64  THE  HEXYLENE  COMPOUNDS. 

64Z  According  to  Hii&er  leucine  can  be  obtained  from  normal 
caproic  acid,  by  converting  into  the  monobrominated  acid,  and 
heating  this  with  ammonia.  On  careful  compariaon  no  difference 
could  be  observed  between  this  artificial  and  the  natural  leucine.^ 
Nevertheless,  they  do  not  appear  to  be  identical,  for  when  mono- 
bromcaproic  acid  is  heated  with  a  solution  of  carbonate  of  soda 
it  yields  an  oxycaproic  acid  different  from  leucic  acid.  This 
oxycaproic  acid  forms  a  stellated  or  nodular  crystalline  mass, 
and  melts  at  60° — 62^  Chromic  acid  solution  oxidizes  it  to 
pentoic  acid.  Zinc  axycaproate,  {CJB.^j0^^u  +  2HjO,  is  a 
flocculent  precipitate  which  dissolves  at  IG""  in  681  parts 
of  water,  and  crystallizes  from  alcohol  in  fine  silky  needles. 
The  other  salts  of  this  acid  differ  from  the  corresponding 
leucates.'  The  cause  of  the  isomerism  of  these  two  acids  has 
yet  to  be  explained.' 

Zetbdnimide,  C^H^CH-CO.     This  body  occurs,  together  with 

NH 

leucine  and  the  above-named  amido-acids  as  a  product  of 
decomposition  of  the  albuminoids.'  It  was  first  observed  by 
Bopp,*  who,  however,  did  not  investigate  it  further.  It  crj^stal- 
lizes  in  microscopic  rhombic  needles  difficultly  soluble  in  boiling 
and  insoluble  in  cold  water,  but  soluble  in  cold  alcohol  On 
heating  it  melts,  and  sublimes  in  light  floccuke  and  it  is  un- 
altered by  acids  or  alkalis.* 

Oxyisocaproic  Acid,  (CH3)2CH.CH2CH(OH).C02H.  The  nitril 
of  this  acid  is  formed  by  the  combination  of  hydrocyanic  acid 
and  valeraldehyde,  and  is  a  light,  oily^  peculiarly-smelHog  liquid, 
which  when  heated  again  decomposes  into  its  constituents. 
Fuming  hydrochloric  acid  decomposes  it  into  sal-ammoniac 
and  the  oxyacid,  which  forms  crystalline  scales,  melting  at 
54!" — 55*,  and  on  oxidation  yielding  valeraldehyde  and  valeric 
acid.® 

AmidO'isocaproic  Acid,  or  Isoleucine,  (CH3)2CH.CH2.CH(NH2) 
COgH.  This  body  was  obtained  by  limpricht  by  acting 
with  hydrocyanic    and    hydrochloric    acids  on  valeraldehyde- 


1  Jaum.  Prakt.  Chem.  [2],  i.  6. 

^  JeliBafow  and  Beilstein,  Org.  Chem.  485. 

*  Hesse  and  Limpricht,  Ann.  Chem,  Pfuirm,  cxvi..  201 ;  Erlenmeyer,  ib.  cxix. 
17  ;  Hlasiwetz  and  Habermann,  ib.  clix.  328. 

*  Ib.  Ixix.  20. 

■  Thudichum,  Joum.  Chem,  Soc  [2],  viii.  409. 

'  Erlenmeyer  and  Sigel,  Ber,  Deutach,  Chem,  Oes.  vii.  1109 ;  Ley,  ib,  x.  231. 
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DIETHYL-OXYACETIO  ACID.  266 

In  order  to  prepare  it,  two  parts  of  the  latter 
compound,  which  must  be  pure,  and  one  part  of  aqueous 
hydrocyanic  acid  are  allowed  to  stand  overnight,  and  then  an 
excess  of  hydrochloric  acid  added>  and  the  whole  boiled  for 
some  time.^  Isoleucine  closely  resembles  leucine,  the  compounds 
of  these  two  bodies  being  so  similar  that  the  former  substance 
was  for  a  long  time  considered  to  be  leucine.  It  is  distinguished, 
however,  &om  the  latter  body,  inasmuch  as  at  12*'  it  requires  for 
solution  117'5  parts  of  water. 

Isoleudnimide  (CB[3)2CH.CB[2.CH.CO,  is  formed,  when  the 

foregoing  compound  is  heated  in  a  current  of  hydrochloric  acid 
to  220°^230*'.*  It  crystallizes  from  hot  alcohol  in  fine  needles 
which,  when  heated,  sublime  in  flocks  without  melting.  It  is 
scarcely  soluble,  even  on  boiling,  in  water,  ammonia,  caustic 
potash,  or  dilute  acids. 

642  DiethyUoxyacetic  AM,  {C^^j2{OE).C0^,  This  acid, 
which  was  formerly  believed  to  be  leucic  acid,  and  is  usually 
called  diethyl-oxalic  add,  was  discovered  by  Frankland*  and 
investigated  by  himself  and  Duppa.^  Its  ethyl  salt  is  formed 
by  the  action  of  zinc-ethyl  on  ethyl  oxalate.  Instead  of  zinc- 
ethyl,  ethyl  iodide  and  zinc  may  also  be  used.  The  metal 
should  in  this  case  be  slightly  amalgamated  by  dipping  it  for 
a  short  time  in  a  weak  solution  of  corrosive  sublimate.^  All  the 
materials  used  must,  of  course,  be  anhydrous.  To  191  grams  of 
ethyl  oxalate  409  grams  of  ethyl  iodide  are  taken  together  with 
an  excess  of  zinc,  and  to  this  about  5  grams  of  zinc-ethyl  and 
10  grams  of  ether  are  added,  by  which  means  the  fwition  is 
accelerated,  and  a  better  yield  is  obtained.  The  action  is  not 
assisted  when  a  larger  quantity  of  zinc-ethyl  is  used.^  The 
mixture  is  heated  in  the  water-bath  to  60"" — 70**,  until  after  a 
lapse  of  12-15  hours  a  yellowish  thick  semi-crystalline  mass  is 
formed.     The  following  represents  the  reaction : 

C0.0C,H5  .C,H,     ^??»/^^»  PH, 


i. 


+  2Zn(  =       C— 0— ZnCgHg  +  Zn. 

O.OC2H,  Xi^R,  I  ^OCgH, 


^    '         CO.OCjH,.  '   '" 


1  Ann,  Chem.  PJtarm.  xciv.  243.         '  Hufner,  Joum.  Prakt.  Chem.  [2],  i.  6. 

*  Kohler,  Ann.  Chem,  Pharm,,  cxxxiv.  367. 

*  Proe,  Boy,  Soe,  xil  396.  *  lb,  xiv.  17  ;  Chem,  Soc,  Joum,  [2],  iii.  133. 

*  Fittig,  Ann.  Chem.  Pharm.  cc.  21. 

^  Chapman  and  Smith,  Joum,  Chem,  Soe,  [2],  v.  173, 
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266  THE  HEXYLENE  COMPOUNDS. 

If  water  be  added  to  the  product  of  this  reaction,  ethane  is 
evolved,  and  the  ethereal  salt  of  diethyl  oxalic  acid  separates 
out: 

C_0— ZnC^Hg  +  2HjO  «  C.OH    +  C^H,  f-  Zn(OH)j. 
CO.OC^g  CO.OC2H5. 

The  ethereal  salt  is  distilled  off  in  a  current  of  steam  and  purified 
by  fractional  distillation.  In  order  to  obtain  the  free  acid  the  salt 
is  heated  with  baryta  solution,  and  the  baryta-salt  precipitated 
with  dilute  sulphuric  acid.  The  free  acid  is  also  obtained  by 
heating  the  ethereal  salt  with  hydrochloric  acid  to  110^  This  dis- 
solves in  2*85  parts  of  water  at  VI'^'S}  and  forms  triclinic  sapon- 
aceous crystals  which,  according  to  Duppa  and  Frankland,  melt 
at74°"6,and  according  to  Haushofer  at  80V  but  begin  to  sublime 
at  SO*'.  Chromic  acid  solution  oxidizes  this  substance  to  diethyl- 
ketone,  carbon  dioxide,  and  water  (Chapman  and  Smith). 

The  most  characteristic  of  the  salts  is  zine  diethyl-oxyacetaie 
(CgHii03)|Zn,  crystallizing  in  needles  or  scales,  dissolving  at  16° 
in  301  parts  of  water,  and  therefore  possessing  the  same  solu- 
bility at  this  temperature  as  zinc  leucate.  But  whilst  the  latter 
salt  is  more  easily  soluble  in  boiling  water,  the  reverse  is  the 
case  with  the  salt  just  described. 

643  Ethyl  Diethyl'oxyacetate  (C2H5)2C(OH).CO.OC2H5.  This 
is  a  colourless  oily  liquid,  boihng  at  175**,  having  a  specific 
gravity  at  IS***?  of  09613,  whilst  that  of  its  vapour  is  5-36.  It 
possesses  a  sharp  taste  and  a  penetrating  ethereal  smell.  It 
is  formed  by  the  reactions  just  described,  and  also  when  zinc- 
ethyl  acts  upon  the  chloride  of  ethyl-oxalic  acid  and  the 
product  is  heated  with  water.'  Frankland  and  Duppa  have  also 
described  the  following  ethers : 

B.P.       Sp.  Gr.  at 

Methyl  diethyl-oxyacetate,  C^B^fi^.GR^     165''     0*9866     16^-5 
Amyl  diethyl-oxyacetate,     CeHii03.C5Hii    225'    0.9323     13" 

Other  bodies  belonging  to  the  group  cf  the  oxycaproic  acids  will 
be  afterwards  described. 

1  Geuther  and  Wackenroder,  Zeitsch,  Ckem.  1867,  705. 

<  Haushofer,  Zeitsch.  KrysL  i.  619. 

«  Henry,  Ber.  Deutach,  Chmn,  Ges,  v.  949. 
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The  ketonic  acids  obtained  by  this  reaction  are  not  known  in 
the  free  state,  though  their  ethereal  salts  have  been  prepared. 

Ethyl  Propumyl'propiomte,  CHg.CHyCO.CH2.CH^C02C2H5, 
is  formed  by  the  action  of  sodium  on  ethyl  propionate,  the 
product  being  treated  with  acetic  acid.  It  is  a  pleasantly 
smelling  liquid  boiling  at  199^  having  a  specific  gravity  at  0"" 
of  0*9948,  and  not  yielding  any  coloration  of  ferric  chloride.^ 

The  following  compounds  have  also  been  obtained  by  the 

aceto-acetic  acid  reaction  : 

B.P.        Sp.  Gr.      at 

*  Ethyldimethyl-aoetacetate, 

CH3.CO.C(CHi)2CO^CjH5      184°       09913    16" 
^  Methylethyl-acetacetate, 

CH8.CO.CH(CjH5)C02.CH3     189^7    0995      14° 

*  Ethylethyl-acetacetate, 

CHj.CO.CH(C2Hfi)C02.C2Hg    198°       0-998      12 

*  Amylethyl-acetaoetate, 

CH3.CO.CH(C2H5).CO.C6Hii    235°       0937      26° 

The  ethyl  salt  of  ethyl-acetacetic  acid  is  converted  by  the 
action  of  sodium  amalgam  and  water  into  Ethyl-fi-oxybutyric 
acid,  CH8.CH(OH).CH(C2H5).C02H.  This  forms  a  syrup, 
and  on  standing  in  a  vacuum  is  converted  into  an  anhydrido- 
compound.* 


ACIDS  HAVING  THE  FORMULA  CgH^oOr 

644  Jdipic  Add,  C^H8(C02H)y  Laurent,  in  1837,  pointed 
out  that  when  oleic  acid,  CigHj^Oj,  is  oxidized,  a  series  of 
dibasic  acids  are  formed,  to  which  he  gave  the  names  lipinic  acid, 
CgHgO^ ;  adipic  acid,  CgH^^^O^;  pimelic  acid,  CyH^jO^ ;  suberic 
acid,  CgHi^O^  ;  and  azelaic  acid,  C^^^fi^J  Bromeis  carried 
on  similar  experiments  with  stearic  acid  and  oleic  acid,  and 
obtained  succinic  acid  in  addition    to   the   above.®     Further 


^  Hellon  and  Oppenheim,  Ber.  Deutaeh,  (Jhem,  Oes.  x,  699. 

*  yrankland  and  Duppa,  Phil.  Trans,  1866,  87. 
>  Brandea,  ZeiUck.  Ghent,  1866,  457. 

*  Genther,  Jahresb.   1863,  824 ;  Frankland  and  Bnppa,  loc,  cU, ;  Wislicenus, 
Ann,  Chem.  Pharm.  clxxxvi.  187 ;  Miller,  i6.  cc.  281. 

*  Conrad,  ib,  clxxxvi.  228.  •  Waldschmidt,  ih.  clxxxviii.  240. 
'  Ann,  Chim.  Phya,  Ixvi.  154.                      •  Ann,  Chem,  Pharm,  xxxv.  86. 
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research  showed  that  spermaceti,^  tallow,*  and  wax,'  yield 
chiefly  adipic  acid,  and  lastly  Wurtz,  by  oxidizing  the  solid  fatty 
acids  of  cocoa-nut  oil  obtained  not  only  the  products  observed 
by  Laurent  and  Bromeis,  but  also  oxalic  acid.  Still  the  exist- 
ence of  several  of  these  acids  remained  doubtful  until  the 
investigations  of  Arppe.  This  chemist  discovered  methods  by 
which  these  acids  can  be  completely  separated  one  from  the 
other,  as  was  not  formerly  the  case.  Arppe  showed  that 
lipinic  and  pimelic  acid  do  not  occur  in  the  products  of  the 
oxidation  of  fats,  but  that  the  substances  supposed  to  be 
these  acids  are  really  mixtures.  He  proved,  moreover,  that 
the  pure  acids  all  crystallize  perfectly  well,  these  having 
previously  only  been  obtained  in  crystelline  crusts  or  warty 
concretions.*  According  to  the  former  methods  for  preparing 
adipic  acid,  the  higher  homologues  which  are  more  difficultly 
soluble  in  water  are  separated  by  crystallization,  and  the 
adipic  acid  obtained  by  concentrating  the  mother-liquor,  and 
further  purifying  by  recrystallization.  According  to  Arppe 
adipic  acid  is  formed,  together  with  suberic  acid  and  azelaic 
acid,  from  sebacic  acid  C^^Hj^O^,  which  itself  is  first  produced 
bjr  the  oxidation  of  the  fatty  acids  as  well  as  by  other  reactions. 
This  body  serves,  therefore,  as  the  best  means  of  obtaining 
adipic  acid,  succinic  acid  being  the  only  other  body  which  is 
formed  at  the  same  time.  For  this  preparation,  sebacic  acid  is 
boiled  with  nitric  acid  until  it  has  been  converted  into  a  mix- 
ture of  the  two  acids,  which  are  soluble  in  water.  The  nitric 
acid  is  then  evaporated  off  and  the  adipic  acid  crystallized  out 
from  water.  It  is  then  fused,  the  solidified  mass  powdered 
and  treated  with  ether  which  dissolves  the  acid,  whilst  a  little 
succinic  acid  remains  behind. 

Adipic  acid  was  prepared  synthetically  by  Wislicenus  by  treat- 
ing iS-iodopropionic  acid,  CH2I.CHg.CO2H,  with  finely  divided 
silver.  This  shows  that  it  is  the  normal  compound.**  It 
dissolves  in  about  18  parts  of  cold  water,  and  much  more  readily 
in  hot  water,  alcohol,  and  ether,  and  crystallizes  in  laminae  or 
flattened  needles,  melting  at  148* — 149*. 

The  salts  of  adipic  acid  have  been  investigated  by  Arppe.     Of 

1  Sillim,  Joum,  xliiL  801 ;  Smith,  {b.  xlii.  252. 

*  Malaguti,  Ann,  Chim,  Phys.  [3],  xvi.  84. 
«  Gerhardt,  lUv,  Sdeni,  xiii.  802. 

*  Jahresb.  1864,  877. 

*  Ann.  Ch&in,  Pharm,  cxlix.  22'.. 
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ISOMBRIDES  OF  ADIPIC  ACID, 


these  ammoninm  adipaU  is  the  most  characteristic,  depositing 
in  monoclinic  crystals  resembling  those  of  augite. 

Ethyl  Adipaie,  C^B^{CO^.G^}i^^  was  first  observed  by  Malaguti 
in  the  products  of  the  action  of  hydrochloric  acid  on  an  alcoholic 
solution  of  impure  adipic  acid.  It  is  described  as  an  oily  liquid 
having  a  strong  smell  of  apples.  According  to  Arppe  it  boils 
without  decomposition  at  245°. 

645  SubsiitutionrprodTids  of  Adipic  Acid,  Mono-  and  dibrom- 
adipic  acids  are  obtained  by  the  action  of  bromine.  The  first  when 
heated  with  alkalis  yields  adipomalic  add,  C^H^(OH)(C02H)2, 
forming  a  syrup  which  gradually  crystallizes.  Its  lead  salt  is  a 
precipitate  which,  like  the  corresponding  malate,  melts  under 
boiling  water.  The  dibromadipic  acid  yields,  on  heating  with 
water  to  150^  adipotartajric  acid,  C^H^(OH)3(C02H)j,  a  body 
crystallizing  from  boiling  water  in  monoclinic  tables,  and  forming 
a  difficultly  soluble  acid  potassium  salt.^ 

The  following  acids  isomeric  with  adipic  acid  have  been 
obtained  from  ethyl  acetacetate : 


CaH^.CH.CO,H 
!)H2.C0,H 
(CHs)2C.C0,H 
j.COjH 
CH3.CH.CO2H 


M.P. 


*  Ethyl  succinic  acid,  J  ^  Fine  prisms.        98* 


*  a-Dimethyl-sucdnic  acid,  I  Needles.  74** 


*  i8-Dimethyl-8UCcinic  acid,         |  Crystals.     1 65  -167° 

CH5.CH.CO2H 

CH3.CH.CO2H 

*  a-Methvl-glutaric  acid,       |  Crystals,  76° 

CHg-CH^COgH. 

^-methyl -succinic  acid  is  also  formed  when  a-brompropionic 
acid  is  heated  with  finely  divided  silver.® 


1  Gal  and  Gay-Lnssac,  Compt,  Rend,  Izx.  1175. 

*  Ilaggenbei^,  Ann,  Chem.  Pkarm,  cicii  148. 

*  Tate,  Inaugural  Dis.  Wurzburg,  1880. 

*  Hardtmuth,  Ann.  Chem.  PJuirm,  cxcii.  143. 

*  WWicenna  and  Limpricht,  ib.  cxcii.  184. 

*  WialicennB,  Ber,  Deutseh,  Chem.  Got,  ii.  720. 
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The  following  acids  have  been  obtained  from  ethyl  malonate : 

M.P 
CHj.     /CO2H 
^  Methyl-ethyl-malonic  acid,  .C.  Prisms.    US*" 

CH3  /COgH 

2  Isopropyl-malonic  acid,  .CH— CH(^    .         Prisms.      ST 

« Propyl-malonic  acid,  C8H^.CH<^QQ«g '  Tables      96" 

THrMthyl-^ioxymccinio  Add,  or  IHmdhyUtartaric  Add, 

CH3.C(OH).C03H 

CH3.C(0H).C0gH, 

is  formed  together  with  lactic  acid  by  the  action  of  zinc  on  an 
alcoholic  solution  of  pyroracemic  acid.  The  acid  obtained  from 
the  insoluble  zinc  salt  remains  as  a  syrup  on  evaporating  ite 
solution.  The  characteristic  calcium  salt  is  a  crystalline  almost 
insoluble  precipitate.* 

^  Conrad  and  Bischoif,  Ann.  Chem.  Pharm,  ccir.  146. 

«  Ih,  144.  «  Loc  cU. 

*  Bottinger,  Ann.  Chem.  Fharm.  clxxxviu.  315. 
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THE  HEPTYLENE  COMPOUNDS. 

646  Normal  Heptylene,  CyHj^  can  exist  in  three  isomeric  forms* 
Of  these  Limpricht  has  obtained  pentyl-ethylene,  CgH^j.CHZICHj, 
from  oenanthol  by  treating  it  with  phosphorus  pentachloride  and 
decomposing  with  sodium  the  oenanthidene  dichloride,  C^Hj^Clj, 
thus  obtained,  which  is  a  liquid  boiling  at  191*. 

Fentyl  ethylene  is  a  liquid  possessing  an  alliaceous  smell  and 
boiling  at  95^  The  heptylene  obtained  from  Finvs  sahiniana  is 
a  similar  liquid  boiling  at  98**.  On  oxidation  it  is  split  up  into 
acetic  and  pentoic  acids,  and  it  is  consequently  methyl-hutyU 
ahylene,  CH3.CH-CH.C^H,  (Schorlemmer  and  Thorpe). 

IsoJieptyleTie,  (CB.^\C^1B^.  If  the  mixture  of  primary  and 
secondary  heptyl  chloride  obtained  by  the  action  of  chlorine  on 
isoheptane  be  boiled  with  potassium  acetate  and  glacial  acetic 
add,  an  heptylene  is  obtained  in  addition  to  the  corresponding 
acetates.  This  boils  at  91^  and  combines  almost  entirely  with 
hydrochloric  acid  in  the  cold,*  and  is  probably  identical  with  the 
heptylene  obtained  from  methyl-amyl-carbinol  by  decomposing 
its  iodide  with  alcoholic  potash." 

Diethyl-methyl-ethylene,  C2H5.CH~C(CH3)C2H5,  is  a  liquid 
boiling  between  90**  and  95^  obtained  from  methyl-ethyl-propyl- 
carbinol,  whilst  methyl-ethyl-isopropyl-carbinol  yields  ethyl- 
trimethyUethylene  (CH3)2.C  ZI  C(CH8)C2H5,  a  body  boiling  at 
between  75*  and  80V 

Diniethyl-isopropyl-ethylene,  (CH3)2C.z:CH.CH(CH8)2,  was  ob- 
tained first  by  Markownikow  by  heating  oxyisocaproic  acid, 
(C3H7)2(COH)C02H,  with  water  and  a  little  sulphuric  acid  to 
180*.*  Pawlow  obtained  it  from  dimethyl-isobutyl-carbinoL* 
It  boils  at  83*— 84*,  has  a  specific  gravity  at  0*  of  07144,  and 

^  Grimshaw,  Chem.  Soe.  Joum,  [2],  zi.  S09  ;  Schorlemmer,  ib,  828. 

*  Bohn,  cxc.  814. 

*  Pawlow,  Ber,  Deutseh.  Chem.  Oes.  ix.  1311. 

*  ZettscK  Chem.  1870,  618  ;  1871,  268. 
'^  Ann.  Chem.  Pharm.  clxcrii.  194. 
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combines  readily  with  hydriodic  acid  to  form  the  iodide  of  the 
tertiary  alcohol. 

Trimethylcarbyl'inethyl'ethylene,  (CH3)C8.C(CHg)  ~  CHj,  was 
obtained  by  Butlerow  by  heating  pentamethyi-ethyi  iodide  with 
alcoholic  potash.  It  boils  at  75"" — 80°,  smells  like  camphor  and 
oil  of  turpentine,  and  combines  readily  again  with  hydriodic  acid 
to  form  the  tertiary  iodide.  When  left  in  contact  with  water  to 
which  a  small  quantity  of  alcohol  and  nitric  acid  has  been  added, 
it  forms  pentamethyl-ethol  (Part  I.,  p.  645).^ 


OXYACIDS  HAVING  THE  FORMULA  CyHj^O,. 

M  P. 

2  Oxyoenanthylic  acid,  C5HivCH(OH)C02H  Prisms.    65^ 

8  Amyl-hydroxalicacid,  (CH3),C,H5.CH(OH)C02H  Scales.  60°  5 

*  Methyl-ethyl-oxybutyric  acid, 

yOTT 
CH,.CH(OH)C— CO^  Syrup.      - 

*  Methyl-propyl-ethylene-lactic  acid, 

C^>C!(OH).CH,.CO,H    Syrup.       - 

*  Diethyl-ethylene-lactic  acid, 

(CjH5)jC(0H)CHyC0,H    Needlea    71-73" 


KETONIC  ACID,  C,H„0,. 

B.P. 

/CH, 
^  Ethyl  methyl-ethyl-acetacetate,  CHj.C0.C-C0..C,H5         198' 

8  Ethyl  isopropyl-acetacetate,  CHgCO.CH/^^^^^)*  201* 

647  The  first  of  these  compounds  yields  a  violet  colour  with 
ferric  chloride,  and  on  heating  with  sodium  ethylate  free  from 
alcohol,  forms  together  with  ethyl  acetate  the  ethyl  salt  of 
methyl-ethyl-acetic  acid.  The  second  salt  yields  a  pale  reddish 
violet  colour  with  ferric  chloride.* 

1  Butlerow,  Ber.  DetUsck,  Chem.  Oes.  viil  1(56. 

*  Helma,  ib,  viii.  1169  ;  Ley,  ib.  x.  231. 

*  Frankland  and  Duppa,  Proc.  Roy,  Soc.  ziv.  191. 

*  Saur,  Anil,  Chem.  JPhann.  clxxxviii.  257. 

'  Zemlianicin,  Ber.  DetUsch.  Chem.  Oes.  xii.  2376.  •  Scbirokow,  ib, 

7  Saur,  loc,  cU.  ^  Fmnkland  and  Duppa,  Joum,  Chem.  iyoc.  [2J,  v.  102. 

*  Deraarcay,  Ball.  Soe.  Chim.  xxvii.  224. 
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DIBASIC  ACIDS,  C^R^fir 

648  Pimelic  Acid,  C^B.^q(CO^\.  It  has  already  been  stated 
that  Laurent  believed  that  he  found  an  acid  of  this  composition 
amongst  the  oxidation  products  of  oleic  acid,  whilst  other 
chemists  obtained  the  same  acid  by  the  oxidation  of  other 
fatty  acids  or  fats,  and  also  that  Arppe  showed  that  the  substance 
thus  obtained  is  a  mixture  of  adipic  and  suberic  acids.  An  acid 
having  the  above  composition  is,  however,  obtained  by  fusing 
camphoric  acid.  C8Hj^(C02H)2,  with  caustic  potash,  and  the 
name  of  pimelic  acid,  which  was  suggested  by  Laurent,  has  been 
retained  for  this  body.^  It  forms  crystalline  crusts  or  triclinic 
crystals  which  melt  at  114**,  and  are  very  soluble  in  water, 
alcohol,  and  ether.  The  calcium  salt  is  a  characteristic  one.  It 
is  difficultly  soluble  in  cold,  and  even  less  soluble  in  boiling  water, 
and  hence,  on  warming  the  cold  saturated  solution,  the  salt 
precipitates  as  a  crystalline  powder.  On  distillation,  the  acid 
decomposes  into  water  and  the  anhydride  C^Hj^Og,  a  thick  oily 
liquid  which  boils  at  245''-250*.  Pimelic  acid  is  probably 
isopropylmcdnic  add  (CH3)2.CH.CH(CO,H).CH2.C02H.* 

a-Pimelic  Add  is  formed  by  the  oxidation  of  suberone, 
C7H12O,  with  nitric  acid*  as  well  as  by  heating  furonic  acid, 
CyHgOg,  with  hydriodic  acid  and  amorphous  phosphorus.*  It 
crystallizes  from  hot  water  in  large  thin  rhombic  tables,  and 
from  benzene  in  fine  long  needles,  which  melt  at  100**  and 
volatilize  without  decomposition.  Its  calcium  salt  is  also  less 
soluble  in  hot  than  in  cold  water,  and  separates  on  heating  the 
cold  saturated  solution  as  a  granular  crystalline  precipitate. 

Isopimelic  Add  was  obtained  from  common  amylene,  which 
as  has  been  stated  is  a  mixture  of  isomeric  olefines,  by  com- 
bining it  with  bromine  and  heating  the  product  with  potassium 
cyanide  and  alcohol  It  is  easily  soluble  in  water,  alcohol,  and 
ether,  crystallizes  in  rhombic  needles  concentrically  grouped, 
and  melts  at  104°.  The  difficultly  soluble  calcium  salt  is  also 
characteristic,  as  its  solubility  increases  to  begin  with,  on  rise 
of  temperature,  and  then  gradually  diminishes.^ 

^  Hlasiwetz  and  Grabowsky,  Ann,  Chem.  Pharm.  cxlv.  207  ;  Kachler,  ib, 
clxix.  168. 

*  Waltz,  Ann.  Chcm.  Pkarm.  ccxiv.  58. 

*  Dale  and  Schorlemmer,  CJiem,  Soe,  Trans,  1879,  683. 

*  Baeyer,  Ber,  Deutsch.  Chem.  Oes.  x.  1358. 

'  Hauer  and  Schuler,  JFien.  Akad.  Bet,  IxxyiL  239. 
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Diethyl'Tnalonic  Acid,  (C2H5)jC(C02H)2.  The  etliyi  salt  of 
this  acid  is  formed  when  one  molecule  of  ethyl  malonate  is  treated 
with  an  alcoholic  solution  of  two  molecules  of  sodium  malonate 
and  two  molecules  of  ethyl  iodide.  It  is  an  oily  liquid  having  a 
faint  but  pleasant  smell,  and  boiling  at  223^  The  acid  obtaiaed 
from  this  is  easily  soluble  in  water,  alcohol,  and  ether,  and  crystal- 
lizes in  prisms  which  melt  at  121^  When  it  is  neutralized  with 
ammonia  and  calcium  chloride  added,  a  crystalline  precipitate  is 
formed  only  when  the  solution  is  very  concentrated,  the  separa- 
tion of  which  is  accelerated  by  warmth*^ 

laohdyl^rmlonic  Acid,  (CH3)2C2H3.CH(C02H)2.  By  the  action 
of  isobutyl  iodide  on  ethyl  sod-malonate,  fethyl  isobutyl- 
malonate  is  obtained.  This  liquid  boils  at  225^  The  acid 
prepared  from  this  is  crystalline,  easily  soluble  in  water,  alcohol, 
and  ether,  and  melts  at  107^  The  solution  neutralized  with 
ammonia  yields  a  crystalline  precipitate  with  calcium  chloride. 

By  the  action  of  chlorine  on  the  ethyl  salt  a  monochlorinated 
ethereal  salt,  (CH8)2C2H3.CC1(C02.C2H5)2,  is  obtained,  boiling  be- 
tween 245°  and  247*^.  When  treated  with  alcoholic  caustic  potash 
isobutyhxymalonic  add-,  or  iscibutyl-tartronie  acid,  (CH^^G^U^- 
C(OH)(C02H)2,  is  obtained,  a  crystalline  body  which  is 
highly  hygroscopic  and  deliquescent,  and  melts  at  110° — 114°. 
When  heated  to  180°  it  decomposes  into  carbon  dioxide  and 
ozyisocaproic  acid.* 

Isopropylmcdnic  acid,  COjH.CH[(CHs)2CH]CH2.C02H,  is 
prepared  by  the  acetacetic  reaction ;  it  is  readily  soluble  in 
water,  crystallizes  well,  and  melts  at  114°.* 

^  Conrad,  Ann,  Chem.  PTutrm.  cciv.  138. 
*  Guthzeit,  Ann.  Chsm,  Pharm,  ccix.  282. 
>  Roser,  Ber.  Deutach.  Chem,  Ges,  zy.  295. 
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649  Normal  OctyUne  or  Caprylene.Q^^^  is  formed  by  the  dis- 
tillation of  secondary  octyl  alcohol  with  anhydrous  zinc  chloride. 
It  is  a  colourless  rather  strongly-smelling  liquid,  boiling  at 
125"*,  and  having  at  17^  a  specific  gravity  of  0*723.'  Moslinger 
obtained  an  octylene  boiling  at  122''-123^  and  having  a  specific 
gravity  at  IT*  of  0*7127  by  heating  primary  octyl  alcohol  with 
iodine  and  amorphous  phosphorus.^  This  evidently  is  hexyU 
ethylene,  C^HuCH  ~  CH^.  and  is  probably  identical  with  that 
obtained  from  secondary  octyl  alcohol  or  its  iodide,  which,  how- 
ever, may  also  be  methyl-pentyl-ethylene,  CgHj^.CH  ~  CH.CH3. 

Octylene  Glycol,  G^x^{01S)^  is  obtained  from  octylene 
bromide,  a  heavy  liquid,  decomposing  on  distillation,  and 
being  converted  by  the  action  of  silver  acetate  and  glacial  acetic 
acid  into  octylene  diticetate,  a  liquid  boiling  at  245'' — 250**.  By 
heating  with  caustic  potash  the  glycol  is  obtained  as  an  oily 
liquid  having  a  burning  taste,  boiling  at  235'' — 240^  and  having 
at  0**  a  specific  gravity  of  0'932.' 

When  this  compound  is  treated  with  hydrochloric  acid,  or  when 
octylene  is  brought  in  contact  with  dilute  hypochlorous  acid, 
octylene  chlorhydrate,  CgH^gC^OH),  is  formed.  This  is  a  mobile 
liquid  having  a  camphor-Uke  smell  and  a  burning  taste.  It  is 
not  volatile  without  decomposition,  is  insoluble  in  water,  and 
at  0**  has  a  specific  gravity  of  1'003. 

Octylene  Oxide,  C^'R^fi,  is  obtained  by  the  action  of  caustic 
potash  on  the  chlorhydrin.  It  is  a  mobile  liquid  having  a 
pleasant  aromatic  smell,  boiling  at  145''  and  having  at  Id*"  a 
specific  gravity  of  0'831.* 

Octylene  Chloride,  CgHigClg,  is  an  oily  liquid,  boiling  at 
197»_200^'^ 

^  Bonis,  16.  xcii.  896.  •  Ann.  Chem,  Pharm.  clxxxv.  52. 

'  de  Clermont,  Ann.  Chem,  Pharm.  Snppl.  iil  254. 

*  de  Clermont,  Ann,  Chem.  Pharm.  clvi.  122.  •  Dacha uer,  ib.  cvi.  271. 
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Nitro-octylene,  CgH^gNOg,  is  formed  together  with  dinitro- 
octylene  by  the  action  of  nitric  acid  on  octylene.  It  is  a  yellow 
oily  liquid,  lighter  than  water,  and  when  heated  to  the  boiling 
point  it  has  an  unpleasant,  powerful,  pungent  smell.  It  is  coloured 
red  by  caustic  potash,  and  dissolves  in  the  concentrated  ley. 

Dinitro-octylene,  C^Il^^(N0^)2,  is  obtained  by  the  action  of  a 
mixture  of  sulphuric  and  nitric  acids  on  the  foregoing  com- 
pound. It  is  a  heavy  oily  liquid  dissolving  slightly  in  water, 
imparting  to  it  a  yellow  colour  and  a  very  powerful  pungent 
smell.  When  heated  the  boiling-point  rises  from  100®  to  200°, 
and  if  the  lamp  be  then  removed  the  temperature  rises  to  212", 
with  evolution  of  red  vapours,  whilst  pure  nitro-octylene  distils 
over,  a  black  residue  soluble  in  potash  remaining  in  the  retort.^ 
Hydriodic  acid  decomposes  it  below  100°,  with  formation  of 
octylene  and  ammonia,  and  of  a  heavy  oil  which  is  probably 
octyl  iodide.* 

IHr-isdbutylene  or  Dimethyl-paeudohdyl-ethylene,  (CH^)2CziCH. 
C(CH8)8.  In  order  to  prepare  this  compound  one  volume  of 
liquid  isobutylene  is  brought  in  contact  with  two  volumes  of  a 
mixture  of  equal  weights  of  water  and  sulphuric  acid  in  closed 
tubes.  After  standing  one  or  two  days  the  define  is  dissolved, 
and  the  mixture  is  then  heated  for  another  day  to  100^  The 
following  equation  represents  the  formation  of  this  compound : 

S5»>C  =  CH^  +  HO.C-Ch'  =  ^5'>  0=  CH.C^hJ  +  H,0. 


CH3/ *-— \^5j-civ  ^     xch; 

It  is,  therefore,  also  formed  when  one  part  of  trimethyl-carbinol 
and  two  volumes  of  the  dilute  acid  are  heated  to  100**,*  as  well  as 
when  isobutylene  is  heated  with  tertiary  butyl  iodide  and  lime.^ 
Di- isobutylene  is  a  liquid  which  smells  like  petroleum,  boils 
at  102°-5,  and  at  0°  has  a  specific  gravity  of  0*734.  It  easily 
combines  with  hydrochloric  and  hydriodic  acids  with  formation 
of  the  haloid  ethereal  salts  of  isodibutol  (Part  I.,  p.  655).  It  is 
oxidized  by  chromic  acid  solution  in  the  cold,  with  formation 
of  acetone  and  trimethyl-acetic  acid,  acetic  acid  being  produced 
at  the  same  time,  as  well  as  the  ketone  (CH8)3C.CH^.CO.CH3, 
and  an   octoic   acid,  CgH^gOg.      The  formation  of  this  latter 

^  Bouis,  Ann,  Chim,  Phys.  [3],  xliv.  118. 

2  MUls,  Jahresb,  1864,  517. 

'  Bjitlerow,  Ann-  Chcm.  Fharm,  clxxxix.  44. 

*  Julie  Lermontoff,  Ann.  Chem,  Pharrn.  cxcvi.  11 C. 
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compound  is  explained  by  Butlerow  by  the  assumption  tliat 
during  the  oxidation  a  part  of  the  di-isobutylene  combines  with 
water  to  form  di-isobutol,  and  that  this  again  decomposes  into 
water  and  an  octylene  having  the  following  constitution  : 


(CH08C.CH,C<gg» 


When  this  re-combines  with  water  a  prmiary  alcohol  is  formed, 
and  this  by  oxidation  yields  the  octoic  acid,  which  is  an  oily 
liquid  similar  to  trimethyl-acetic  acid,  though  possessing  a  less 
powerful  smell  and  decomposing  somewhat  on  distillation. 

When  on  the  other  hand,  di-isobutylene  is  oxidized  with 
potassium  permanganate,  it  yields,  together  with  trimethyl- 
acetic  acid,  the  oxyoctoic  acid  shortly  to  be  described,  and  also 
oxyoetenol,  CgH^^O^.  This  crystallizes  in  needles,  melts  at  49°. Oi 
boils  at  ITS'" — 178°.S,  and  has  a  camphor-like  smelL  It  contains 
an  hydroxyl  group  and  has  the  constitution  (fjE,^ju,GO, 
C(0H)(CH3)/ 

IH-isopropyl-ethyhne,  (CU^\GR.CBzzC^.GR(CI[^)^  When 
the  mixture  of  primary  and  secondary  chlorides,  got  by  acting 
upon  di-isobutyl  with  chlorine,  is  heated  with  potassium  acetate 
and  acetic  acid,  an  octylene  which  probably  possesses  the  above 
constitution  is  obtained,  together  with  the  corresponding  acetates 
(Part  I.,  p.  654).  This  boils  at  122^  and  at  le"*  has  a  specific 
gravity  of  0-7526* 

Methyl'tthyl-pinacoTie    or    Diethyl-^imethyl-ethyleTie      Glycol, 

c'h'/C!(OH).C(OH)<(^^,  is  formed,  together  with  methyl- 

ethyl-carbinol,  when  methyl-ethyl  ketone  is  brought  in  contact 
with  a  concentrated  solution  of  carbonate  of  potash,  and  sodium 
graduaUy  added.  It  is  a  white  crystalline  mass  which  melts  at 
28*  and  boils  at  200**— 205°.  When  boiled  with  dilute  sulphuric 
acid  it  is  converted  into  the  corresponding  pinacoline  (Part  I., 
p.  663),  and  this  on  oxidation  decomposes  into  acetic  acid  and 
ethyl-dimethyl-acetic  acid.  Hence  it  possesses  the  following 
constitution  : 

/CHg 

\ck3 

It  is  a  liquid  possessing  strong  camphor-like  smell,  and 
boiling  at  145°— 150V 

*  Butlerow,  Ber.  Deutsch.  Chem,  Ges.  xv.  1575. 

«  W.  Carleton- Williams,  Jmim.  Chmi.  Soc.  1877,  i.  641. 

•  LawrinowitBch,  Ann.  Chem,  Pharm.  clxxxv.  124. 
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OXYACIDS,C.H„0,. 

> Oxycaproic  acid,  CaH„.CH(OH).CO,H          Tables.  Qd'i 

Oxyoctoic  acid  (CH,)8C.CH,.C(0H)CHj.C0^  Prisms.  IIT 

« Dipropyl-oxalic  acid,  (CjH,)jC(OH).COjH     Prisms.  SO'-Sl" 
'  Di-isopropyl-oxalic  acid, 

[(CHj)2CH]2.C(OH).COjH     Needles.!  10^111° 
*  Diethyl-oxybutyric  acid, 

CH,.CH(OH).C(C8H^j.C02H  Syrup.  - 


KETONIC  ACIDS,  CgHj^Oy 

B.P. 
» Ethyl  diethyl-acetacetate,  CHj.C0.C(CjHj),.C0jCjH5  218' 
*  Ethyl  isobutyl-acetacetate, 

CHyCO.CH/S^i^^^^^*     2ir-218* 

2    2      5 


DIBASIC  ACIDS,  G^B^fi^. 

650  Suberic  Add,  CQK^^i^O^H)^'  This  acid  was  first  obtained 
by  Brugnatelli,  in  1787,  by  heating  cork  with  nitric  acid.  Accord- 
ing to  the  then  prevailing  views,  he  considered  that  this  acid 
exists  abready  formed  in  cork,  which  he  believed  to  consist  of  this 
peculiar  acid  combined  with  phlogiston  and  a  small  quantity  of 
earth,  these  being  withdrawn  from  the  cork  by  means  of  the  nitric 
acidj  Brugnatelli  also  found  that  paper,  when  treated  with 
nitric  acid,  yields  suberic  acid.^  It  may  also  be  thus  obtained 
from  linen  rags  or  from  Hgnine.* 

The  existence  of  this  acid  was  again  verified,  in  1797,  by 
Bouillon-Lagrange,  who  found  that  it  could  be  sublimed.^*  Many 

1  Erlenmeyer  and  Sigel,  ib,  clxxvii.  103 ;  Ley,  Ber,  DetUaeh,  Chem,  Get.  xi. 
232. 

'  Rafalsky,  Ber.  Deutaeh.  Chem,  Qts,  xiv.  2068. 

>  Markownikow,  Zcitsch,  Chem,  1870,  516 ;  1871,  268. 

^  Schnapp,  Ann,  Chenu  Pharm.  cci.  65. 

'  Frankland  and  Duppa,  Proc  Hoy.  Soe.  xiv.  458 ;  Wialicenus,  Ann,  Chtm, 
Pharm,  clxxxvi  191 ;  Matthey,  Jaur7i,  Prakt,  Chem.  [2],  vi  160. 

•  Rohn,  Ann,  Chein,  Pharm,  cxc.  806. 

7  CrelVs  Ann.»l7S7,  145.  "  Gehlen,  Ann.  L  840. 

»  Berzelius,  Lehrb,  iiL  Aufl.  8,  47.  "  Ann,  Chim,   xxiiL  42. 
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other  chemists  occupied  themselves  with  the  examination  of  this 
acid  ;*  amongst  others,  Laurent  found  that  it  can  be  obtained  by 
oxidizing  oleic  acid  with  nitric  acid.  It  is  also  produced  by  the 
action  of  nitric  acid  on  stearic  acid,*  castor  oil,'  linseed  oil,* 
and  other  fats. 

Suberic  acid  was  first  prepared  in  the  pure  state  by  Arppe, 
who  showed  that  the  compound  described  under  this  name 
always  contained  azelaic  acid,  and  that  this  cannot  be  removed 
by  crystallization  from  water  but  easily  by  treatment  with 
ether.'^  It  is  to  be  remarked,  however,  that  Laurent  used  ether 
for  the  separation  of  the  two  acids,  and  he  states  that  much  of 
the  suberic  acid  dissolves ;  but,  as  he  probably  did  not  repeat  the 
operation,  he  did  not  obtain  a  pure  suberic  acid.  Spiegel  then 
showed  that  on  oxidizing  cork,  oxalic  acid  and  other  acids  are 
formed  as  well  as  azelaic  acid.^ 

In  order  to  prepare  suberic  acid,  palm  oil  ^  or  castor  oil  may 
be  employed.  In  the  latter  case  the  oil  is  allowed  to  run  into 
boiling  nitric  acid  of  specific  gravity  1*25  until  no  further  red 
vapours  are  evolved ;  ^  the  mass  is  then  distilled  with  frequent 
addition  of  water  in  order  to  remove  the  oenanthylic  acid,  and 
the  hot  liquid  then  separated  firom  the  nitrated  oil  which  occurs 
with  it  On  cooling,  a  mixture  of  suberic  and  azelaic  acids 
separates  out,  and  this  is  recrystallized  frequently  from  hot 
water  and  then  treated  in  a  Mohr's  extraction  apparatus  with 
ether  until  the  residue  crystallizes  well  from  water.  From  100 
parts  of  castor  oil,  4  parts  of  suberic  acid  and  3*3  parts  of  azelaic 
add  are  obtained.  • 

When  fats  are  distilled  with  superheated  steam,  paraffins  and 
fatty  acids  are  formed,  and,  together  with  these,  suberic  acid  and 
its  homologue  azelaic  acid,  CgH^fi^}^ 

Suberic  acid  dissolves  at  15°'5  in  700  parts  of  water,  and  is 
much  more  easily  soluble  in  boiling  water,  crystallizing,  on 
cooling,  in  needles  often  an  inch  long  or  in  irregular  tables  which 
melt  at  140^    In  presence  of  azelaic  acid  it  separates  in  grains 

^  H.  Brandes,  Ann.  Pharm,  iz,  295 ;  Cheyreul,  An/n,  Ckim,  bdi  823 ;  zcvi 
182  ;  BerzeliuB,  loc,  dt, 

*  Bromeis,  Ann,  Chem,  Pharm.  zzzv.  89. 
»  Tilly,  Chem.  Soc.  Mein.  i.  1. 

*  Sacc,  Ann.  Chem.  Pharm,  li.  222. 
»  Ih,  cxx.  288 ;  cxxiv.  89. 

*  Ann.  Chem.  Pharm.  cxciz.  144. 

'  Gantterand  Hell,  Ber,  DeuUeh.  Chem.  Cfts.  xiii.  1166. 
■  Grote,  Ann,  Chem,  Pharm,  cxxx.  208 ;  Spiegel,  loc,  ciL 
»  Dale,  Joum.  Chem.  Soe,  [2],  ii.  258. 
^  Cahoms  and  Demar^ay,  Compt.  Bend.  xciv.  610. 
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or  warty  coricretionB  which,  according  to  the  quantity  of  ad- 
mixture, melt  at  120* — 130^  When  more  strongly  heated  it 
evolves  pungent  vapours  and  sublimes  in  needles.  It  boils  at 
about  300**  without  decomposition.  Heated  with  caustic  baryta 
it  decomposes  partly  into  normal  hexane  and  carbon  dioxide 
whilst  another  part  suffers  further  decomposition.^ 

The  salts  of  suberic  acid  have  been  investigated  by  Arppe, 
but  especially  by  Qantter  and  Hell.  The  difficultly  soluble 
suberates  of  calcium,  barium,  and  several  other  metals  are  some- 
what more  soluble  in  cold  than  in  hot  water. 

Ethyl  SuiercUe,  GQB.^2(P^t'^t^5)p  ^  obtained  by  heating 
suberic  acid  with  alcohol  and  sulphuric  acid.  It  is  a  pleasantly 
smelling  liquid  which  boils  at  280° — 282''  with  slight  decom- 
position (Gantter  and  Hell). 

Svheraidekyde,  CgHj^Oj,  is  formed  together  with  suberic  acid 
and  palmitic  acid,  G^^^O^  when  palmitoleic  acid,  CigHjgOj,  is 
oxidized  with  fuming  nitric  acid.  It  is  a  bright  yellow  oily  liquid 
boiling  at  202°,  and  is  converted  by  bromine  and  water  into 
suberic  acid.* 

Oxysvberic  Adds,  When  suberic  acid  is  heated  with  a  mole- 
cule of  bromine,  monobromsuberic  acid  is  formed,  and  this  when 
treated  with  caustic  potash  yields  an  amorphous  mberoinaleie 
add,  C8Hii(OH)(C02H)3,  the  salts  of  which  crystallize  badly. 
If  the  double  quantity  of  bromme  be  employed,  dibromsuberic 
acid  is  obtained,  and  this  yields  with  caustic  potash  mberotartaric 
add,  G^^Q(fyE^^((^0^3)^y  which  is  also  an  amorphous  substance.* 

651  Siiiercme,  CyH^gO.  By  distilling  suberic  acid  with  lime 
Boussingault  obtained  a  liquid  boiling  at  186°,  whose  analysis 
gave  the  formula  CgHj^O,  and  its  vapour  a  density  of  4'392. 
He  called  this  substance  suberyl  hydride  as  it  yields  suberic 
acid  on  oxidation.^  Tilley  repeated  these  experiments,  and  found 
that  the  crude  product  when  distilled  yielded  a  volatile  liquid 
which  he  considered  to  be  benzene,  whilst  at  176°  Boussingault's 
compound  came  over,  leaving  behind  a  black  tarry  mass.  On 
oxidation  he  obtained  together  with  suberic  acid  a  considerable 
quantity  of  another  acid  crystallizing  in  needles,  from  which  he 
concluded  that  the  so-called  suberyl  hydride,  to  which  he  gave 
the  same  formula,  is  not  the  radical  of  suberic  acid." 

*  Riche,  AuTL  Chem,  Pharm.  cxiii.  105  ;  Dale,  he.  eit, 
'  Schroder,  Ann  Chem.  Pharm.  cxliii.  84. 

*  Gay-Lussac  and  Gal,  i&.  civ.  251. 

*  Ann,  Chem,  Pharm,  xix.  308. 

*  Chem^  Soc,  Mem,  i.  1. 
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Gerhardt  then  remarked  that  the  formula  CgHj^O  of  suberone 
as  he  called  it,  does  not  show  how  it  is  related  to  suberic  acid, 
whilst  the  probable  formula  CyH^^O  does  not  explain  the  re- 
formation of  suberic  acid.^  Eekul^  then  assumed  that  suberone 
has  the  formula  C^^Hj^Og,  and  is  the  ketone  of  suberic  acid, 
standing  to  it  in  the  same  relation  as  common  acetone  does  to 
acetic  acid.^  The  formation  of  two  acids  is  favourable  to  this 
view,  but  on  the  other  hand  the  vapour  density  obtained  by 
Bousslngault  does  not  correspond  to  this.  The  correct  formula 
was  determined  by  Dale  and  Schorlemmer,  who  showed  that  on 
oxidation  no  suberic  acid,  but  a-pimelic  acid  is  formed,  and  that 
the  volatile  body  observed  by  Tilley  is  hexane,  whilst  at  the 
same  time  other  higher  boiling  products  than  suberone  are 
obtained.' 

Suberone  is  a  liquid  possessing  a  peppermint-like  smell, 
boiling  at  179** — 181^  and  having  a  vapour-density  of  3*73.* 
It  combines  with  nascent  hydrocyanic  acid  forming  the  cyan- 
hydrine  or  nitril  C7Hi2(OH)CN,  a  colourless  liquid  which  is 
decomposed  by  concentrated  hydrochloric  acid,  with  separation  of 
sal-ammoniac,  into  oxymberancarboxylic  add,  C7Hi2(OH).C02H. 
This  crystallizes  from  water  in  glistening  small  tables  an  inch 
in  length  which  contain  half  a  molecule  of  water  of  crystalliza- 
tion, which  they  lose  at  60''.  It  crystaDizea  from  hot  benzene  in 
anhydrous  glistening  needles  melting  at  79° — 80''  It  possesses 
at  first  a  sweet  and  then  an  astringent  taste  like  alum.  When 
heated  with  hydrochloric  acid  it  is  first  converted  into  chlor- 
mberanearboxi/lic  acid,  CyHijCl.COjH,  a  thick  liquid  attacking 
the  skin,  and  being  converted  by  alcoholic  potash  into  suberan- 
earboan/lic  acid,  CyH^i.COjH.  a  body  slightly  soluble  in  water, 
and  crystallizing  firom  dilute  alcohol  in  glistening  scales  melting 
at  oS"* — 54^  By  the  action  of  sodium  and  water  it  is  converted 
into  svierancarboxylic  axAd,  CyHiyCOjH,  a  liquid  having  a  fatty 
acid  odour,  and  volatilizing  in  a  current  of  steam.  When  oxidized 
with  nitric  acid,  a  crystalline  dibasic  acid  is  obtained  having 
either  the  formula  CgHigO^  or  that  of  CgH^^O^.  The  more  com- 
plete investigation  of  this  will  probably  explain  the  constitution 
of  suberone.*  There  is,  however,  no  doubt  that  suberone  is  a 
peculiar  ketone  in  which  the  carbcsyl  is  not  placed  between 
two  monad  alcohol  radicals,  but  is  combined  to  a  diad  hexylene. 

^  TraiU  Chem.  Org,  ii.  732.  »  Lehrh,  ii.  41. 

*  Chem,  Soc,  Joum,  [2],  xii.  985. 

^  Dale  and  Schorlemmer,  ib,  1879,  i.  686. 

■  Spiegel,  Ann,  Chem,  Fharm.  ccxi.  117 
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It  is  a  singular  fact  that  azelaic  acid  and  sebacic  acid,  the  two 
next  highest  homologues  to  suberic  acid,  do  not  yield  any 
homologues  of  suberone  on  heating  with  lime,  but  give  a  very 
complicated  mixture  of  different  compounds.^  Succinic  acid 
behaves  in  a  similar  way.  The  calcium  salt  of  this  body  when 
submitted  to  dry  distillation  was  formerly  thought  to  ^eld  a 
succinone  boiling  at  120°,*  but  recent  investigations  have,  how- 
ever, shown  that  this  is  a  mixture.' 

Isosuberic  Acid.  When  ethyl  ihonobrombutyrate  is  heated 
with  finely  divided  silver  a  singularly  smelling  liquid  boiling  at 
245** — 247°,  is  formed  together  with  other  compounds.  This 
body  has  the  composition  of  ethyl  suberate.  It  is  a  mixture 
of  the  ethereal  salts  of  two  suberic  acids,  of  which  one  is 
difficultly  soluble  in  water  and  crystallizes  in  feathery  grouped 
needles,  melting  at  184 — 185*,  whilst  the  more  easily  soluble 
acid  forms  large  crystals  which  melt  at  127°.* 

Two  isomeric  acids  are  obtained  in  the  same  way  from  ethyl 
bromisobutjrrate,  of  which  the  readily  soluble  one  crystallizes 
similarly  to  succinic  acid  and  melts  at  95°,  whilst  the  difficultly 
soluble  one  does  not  melt  till  146°'o.* 

^  Dale  and  Schorlemmer,  Joum.  Chem,  Soc,  1879,  i.  687. 

5  D'Arcet,  Ann.  Chim  Pkys.  [3],  ix.  206. 

.  s  Fanaro,  Ber,  Deutseh.  Ckem.  Gca.  ziv.  2240. 
*  Hell  and  Mtihlhanaer,  ib.  ziii.  479. 

6  Hell  and  Wittekind,  ib.  viL  819 ;  Hell,  ib,  x.  2229. 
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OLEFINES  CONTAINING   MORE  THAN  EIGHT 
ATOMS  OF  CARBON. 

652  Of  these  series  only  a  few  members  are  as  yet  known^ 
and  of  these  only  those  which  have  been  more  exactly  described 
will  be  here  mentioned. 

Diamylene,  Ci^Hj^,  was  first  obtained  by  Cahours  by  the  re- 
peated distillation  of  amyl  alcohol  over  phosphorus  pentoxide, 
and  described  as  amyUne}  Balard  then  obtained  it,  together  with 
common  amylene,  by  heating  amyl  alcohol  with  zinc  chloride, 
and  termed  it  paramyletie.^  Bauer  found  that  it  is  also  easily 
formed,  together  with  higher  polymerides,  when  amylene  obtained 
from  fiisel  oil  is  heated  with  zinc  chloride  to  100^*  According 
to  Cahours  and  Balard  this  body  boils  at  160°,  and  according  to 
Bauer  at  IGS"",  but  as  common  amyl  alcohol  and  the  amylene 
obtained  from  this  are  mixtures,  and  as  the  reaction  produced 
by  zinc  chloride  is  a  very  complicated  one,  the  diamylene 
obtained  in  this  way  is  also  doubtless  a  mixture.  On  the  other 
hand  the  diamylene  obtained  by  the  action  of  sulphuric  acid  on 
trimethyl  ethylene  is  probably  a  simple  product.  This  boils  at 
154^— 156^  and  has  a  specific  gravity  at  0"*  of  07845.*  The 
diamylene  obtained  by  the  action  of  sulphuric  acid  on  common 
amylene  *  or  on  the  mixtures  of  amylenes  produced  by  heating 
amyl  iodide  with  alcoholic  potash,  is  probably  identical  with  this.® 
In  order  to  prepare  it  one  volume  of  common  amylene  is  shaken 
up  at  0**  with  two  volumes  of  sulphuric  acid  of  specific  gravity 
1-64.7 

A  peculiar  weak  oily  acid  having  the  composition  CyHj^Og 

*  Ann.  Chim.  Phys,  Ixx.  81.  *  lb,  [8],  xiL  822. 
»  Jakresd.  1861,  660. 

*  Wyschnegradsky,  Ber,  DeuUch.  Chem.  Oes.  viii.  484. 

•  Bauer,  Sitzungb,  Wien,  Akad,  xUv.  [2],  87 ;  Berthelot,  Compt.  Bend,  Ivi, 
1242. 

•  Lebedew,  Ber,  Ikutach,  Chem,  Oes,  viii.  767  ;  Joum,  Buss,  Chem,  Ges,  vii. 
246. 

^  Erienmeyer,  Zeitach,  CJiem,  1865,  362  ;  Schneider,  Ann,  Chem.  Pharm» 
dvil  207. 
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is  obtained,  together  with  acetic  acid  and  acetone,  by  oxidizing 
diamylene  with  chromic  acid  solution.  To  this  body  Schneider 
gave  the  name  of  amdhenic  add,  A  neutral  oil  is  also  formed 
which  has  the  composition  Q^^^O,  when  amylene  dibromide  is 
heated  with  water  and  lead  oxide,^  and  this  by  further  oxidation 
is  decomposed  into  carbon  dioxide,  acetic  acid,  and  amethenic 
acid. 

As  the  formation  of  diamylene  bom  amylene  corresponds  to 
that  of  di-isobutylene  from  butylene,  it  probably  possesses, 
according  to  Butlerow,  the  following  constitution : 

CXCH^CHg 

EendecatyUne,  Ci^Hjg,  is  obtained  from  secondary  hendecatyl 
bromide,  and  therefore  is  probably  methyl-octyl-ethylene.  It  is 
aUquid  boiUng  at  192"— 193^* 

653  Tri48obv>tylene,  C^jIIg^  is  obtained  when  isobutylene  is 
passed  into  a  cold  mixture  of  five  parts  of  sulphuric  acid  and  one 
part  of  water,*  or  when  di-isobutylene  or  isobutylene  is  heated  with 
tertiary  butyl  iodide  and  lime  to  100°.*  According  to  Dobbin  it 
is  also  formed,  together  with  traces  of  isobutylene  but  no  di- 
isobutylene,  when  the  tertiary  iodide  is  brought  in  contact  with 
zinc  oxide  at  the  ordinary  temperature.^  It  is  a  colourless 
liquid  which  boih  at  177**'5 — ITS'"*©,  and  at  0*"  has  a  specific 
gravity  of  0774.  When  oxidized  with  chromic  acid  solution 
it  yields  carbon  dioxide,  acetone,  acetic  add,  trimethyl-acetic 
acid,  and  methyl-dibutyl-acetic  acid,  CnHjjOj,  a  body  crystal- 
lizing from  alcohol  in  glistening  scales,  melting  at  60° — 70°, 
boiling  at  266°,  and  possessing  but  faintly  acid  properties. 

Tn-isobutylene  has  most  probably  the  following. constitution: 


S^^=<{g^:. 


Di-hexylem,  Ci^H^,  is  obtained  by  the  action  of  sulphuric  acid 
on  a-ethyl-dimethyl-ethylene,  and  boils  at  196°— 199°.  The 
isomeric  ^-ethyl-dimethyl-ethylene  yields  a  di-hexylene  boiling 
at  193°— 197°.« 

^  Eltekow,  Joum.  Russ.  Chem.  Oes.  x.  229. 

8  Giesecke,  ZeUsch.  Chem.  1870,  431.  "  Butlerow,  JahreOf,  1879,  864. 

*  Julie  Lennontow,  Ann,  Chem,  Pharm,  cxcvi.  116. 

*  Joum.  Cham.  Soe.  1880,  I.  286.  •  Jawein,  Liehi^s  Ann,  cxcv.  261. 
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In  addition  to  these  olefines,  others  may  here  be  mentioned 
which  are  obtained  by  the  distillation  of  soUd  paraffin  (Part  I., 
p.  137),  and  by  the  dry  distillation  of  the  lime-soaps  of  train-oil  ^ 
or  occur  in  Burmah  petroleum.' 


lime  Soap. 

Petroleum. 

B.P. 

B.P. 

B.P. 

Nonylene,  C^H^g 

145^48" 

153^ 

— 

Decatylene,  C,^,Hj^ 

170^.172" 

174"-6 

175*'-8 

Hendecatylene,  C^Hjj 

193M95" 

195°-4 

195°-9 

Dodecatylene,  C^jHj^ 

— 

212"-6 

208^-3-214"-6 

Tridecatylene,  Gj^B^ 

— 

— 

232"*7 

Triamylene,  C^gHj,^,  is  formed  by  the  action  of  zinc  chloride 
on  amyl  alcohol  It  is  a  liquid  smelling  like  turpentine,  and 
boUing  at  245**— 248^ 

In  addition  to  this  define,  tetra-amylene,  Cj^H^  is  also 
formed,  boiling  between  390"*  and  400^  This  body  was  noticed 
by  Balard  and  termed  by  him  metamylene.* 

654  Cetylene  or  Cetene,  C^^Hj^,  was  obtained  by  Dumas  and 
Peligot  by  heating  cetyl  alcohol  with  phosphorus  pentoxide.  It  is 
also  formed  bj^boiling  cetyl  chloride  for  some  time,*  and  is  found 
amongst  the  products  of  the  dry  distillation  of  spermaceti*  It 
is  a  liquid  boiling  at  274"*,  and  having  a  specific  gravity  at  15*  of 
07893°.*  It  combines  easily  with  bromine  to  form  cetyleru 
dibromide,  C^qK^t^,  a  heavy  yellow  liquid  which  decomposes 
on  heating.  It  also  unites  with  hypochlorous  acid  to  form  cetylene 
chlorhydrin,  CjeHjjCl(OH),  an  oily  liquid  boiling  at  about  300** 
and  being  converted  by  caustic  potash  into  cetylene  oxide,  CjeHggO, 
a  body  crystallizing  in  small  needles  melting  at  30°  and  boiling 
at  about  300^^ 

It  has  already  been  mentioned  that  the  so-called  oil  of  wine 
(oleum  vitrioli  dulce)  is  a  mixture  of  ethyl  sulphate  with 
several  defines  (Part  L,  p.  354).  When  shaken  up  with  water  the 
sulphate  is  dissolved,  and  an  oily  liquid  remains,  which  on  cool- 
ing deposits  prisms  of  etherol,  a  body  melting  at  110^  and  boil- 
ing at  260°.  The  liquid  separated  from  this  is  termed  etherin, 
and  this  does  not  solidify  above  — 35"*  and  boils  at  280^®  These 
two  defines  are  probably  isomeric  with  cetylene,  as  is  also  that 

'  Storer  and  Warren,  Zeiiseh,  Chem,  1868,  229.  »  lb,  231. 

•  Ann.  Chim.  Pkys.  (8)  xii.  326.  *  Tuttachew,  Jahreab,  1860,  406. 

•  Smith,  Ann,  Ckem,  Pharm,  xlii.  241. 

•  Mendelejeff,  Jahresh,  1860,  7. 

^  Carins,  Ann.  Chem.  Pharm.  cxxvi.  201. 

•  Serullas,  Ann,  Chim,  Phys.  [2],  xxziz.  1S2. 
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which  is  obtained  together  with  heptane  and  other  products  when 

azelaic  acid  is  distilled  with  baryta.     This  cetylene  crystallizes 

in  needles,  melts  at  41*'— 42^  and  boils  at  283'*— 285^» 

1      JEexpropylene,  C^^EL^,  is  formed  together  with  propylene  and 

other  polymerides  by  the  action  of  zinc  and  acetic  acid  on 

propylene  bromide.     It  is  a  liquid  boiling  between  390** — 400^* 

^55  Cerylene  or  Cerotene,  Cg^Hg^  is  formed  together  with  cerotic 

I  add,  in  the  distillation  of  Chinese  wax.     It  is  a  paraffin-like 

.  mass,  melting  at  57** — 58*.     When  it  is  melted  in  a  closed  tube 

;  bent  at  right  angles,  and  distilled  six  or  seven  times  backwards 

:  and  forwards,  it  is  converted  into  a  mixture  of  combustible  gases 

j  and  of  oily  liquids  boiling  between  75°  and  260°.'     In  this 

I  respect  it  resembles  solid  paraffin. 

According  to  Konig  and  Kiesow  a  solid  hydrocarbon  is  found 
in  hay,  and  this  which  melts  at  65° — 66°,  is  either  an  define, 
CgyHg^  or  a  paraffin.* 

Meliasylene  or  Melene,  C^Hg^,  was  obtained  by  Ettling  by 
distilling  beeswax,  and  was  believed  by  him  to  be  a  paraffin.^ 
Brodie  then  obtained  it  by  distilling  melissyl  alcohol  and  myricine 
(Part  I.,  p.  682).^  It  forms  colourless  crystals  which  melt  at  62°, 
and  are  difficultly  soluble  in  cold,  but  more  readily  soluble  in 
boiling  alcohol. 


OXYACIDS  CONTAINING  MORE  THAN  EIGHT 

ATOMS  OF  CARBON. 

M.P. 

7Ethyl-amyl-oxaUcacid,p2H6\Q(OH)C02H  Crystalline.    — 

®  /8-Dipropyl-ethylene-lactic  acid, 

(C3H7)2.C(OH).CH^CO,H        Syrup.        — 
»  Diamyl-oxalic  acid,  (C5H„)j.C(OH)C08H  Silky  threads.  122° 
^^  Oxymyristic  acid,  Ci^HggOj  Glistening  plates.    57° 

y-  Oxymargaric  acid,  CiyHg^Og  Plates.        80° 

^  Dale  and  Sdiorlemmer,  Ann,  Chem,  Pharm*  czzxri.  265. 
'  Prunier,  Compt,  Rend,  Ixxvi.  98. 
«  Brodie,  Phil,  Trans.  1848  [1].  167. 

*  Per,  Ikutsch.  Chem,  Oes.  vi.  600. 

■  Awn,  Chem.  Pharm.  ii.  256.  «  Phil.  Trans.  1849,  L  99. 

7  Frankland  and  Dnppa,  Phil.  Trans.  1866,  829. 
^  Schirokow,  Per,  DeiUich,  Chem.  Ges.  zii,  2376. 

*  Frankland  and  Duppa,  toe.  eit. 

"  R.  Miiller,  Per.  Deuisch.  Chem.  Ges,  xiv.  2476. 
"  Ebert,  Per.  Deuisch,  Chem,  Oes,  viii.  776. 
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AZELAIC  ACID.  237 


Oxymyristic  acid  is  found,  together  with  methyl-ethyl-acetic 
add  in  the  ethereal  oil  of  the  fruit  of  Angelia  archangelica. 


KBTONIC  ACIDS. 

B.P. 
Ethyl  heptyl-acetacetate,  J  Primary  ^         271'*-273^ 

CgH30.CH(C7HJCO,.CjH5  (  Secondary  «      250^-260" 
s  Ethyl  octyl-acetacetate,  Q^6.GE.{Q^^^)C0^Gfi^  280^-282^ 

*  Ethyl  di-isobutyl-acetacetate,  Gfifi^G{0^fiO^.G^^ 

250"-253° 

*  Ethyl  diheptyl-^etacetatcCaHjO.CCCyH  J2CO2.CSJH6  331'-332** 
« Ethyl  dioctyl-acetacetate,  C,H30.C(C8H„)yC02.C2H5  340"-342" 


DIBASIC  ACIDS. 

656  Azdaic  Add,  CyHj^CCOgH)^.  It  has  already  been  stated 
that  Laurent  gave  this  name  to  an  acid  which  he  found 
amoDgst  the  products  of  oxidation  of  oleic  acid.  Buckton  then 
obtained  anchcnc  acid  by  boiling  Chinese  wax  with  nitric  acid/ 
and  Wirz  obtained  lepargylic  ddd  ®  from  coco-nut  oil.  According 
to  Arppe  these  acids  are  identical,  and  he  retained  for  them 
the  original  name,  and  was  the  first  to  prepare  pure  azelaic  acid. 
The  particulars  of  this  have  already  been  given  under  suberic 
acid,  from  which  acid  it  is  separated  by  treatment  with  ether 
in  which  it  is  easily  soluble.  A  mixture  of  the  two  acids  may 
also  be  dissolved  in  ammonia  and  fractionally  precipitated  with 
calcium  chloride,  when  the  calcium  salt  of  azelaic  acid  is  first 
thrown  down.® 

Azelaic  acid  crystallizes  from  water  in  large  thin  scales,  melt- 
ing at  lOS'^'S,  and  dissolving  in  900  parts  of  cold,  but  in  a  much 
smaller  quantity  of  hot  water.  On  heating,  the  greater  portion 
volatilizes  without  decomposition  and  with  evolution  of  pungent 
vapours,  whence  its  name,  from  d^x^*  ^  strangle  or  suffocate. 

^  Joardan,  Ann,  Ckcm.  Pharm.  cc.  105. 

'  Vcnable,  Ber,  DetUsch,  Ckem.  Ges,  xiii.  1651. 

*  Onthzeit,  Ann.  Chem,  Pharm.  cciv.  2. 

*  Mixter,  Ber,  Deutsch.  Chem.  Gea.  vii.  600. 

'  Jonidan,  loe.  cU.  '  Gnthzeit,  loc.  eit. 

'  Joum.  Chem.  Soe.  x.  166. 

*  Ann,  Chem.  Pharm.  civ.  265. 

'  Grote,  Ann.  Chem.  Pharm.  cxxx.  208  ;  Spiegel,  ib.  cxcix.  145  ;  Gantter  and 
IleU,  Ber.  Dcutsek.  Chem.  Gee.  xiv.  560. 
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Its  salts  have  been  investigated  by  Arppe  and  by  Gantter 
and  Hell. 

a-Azdaic  Add  is  formed  by  heating  butyro-fiironic  acid, 
CgHijOg,  with  hydriodic  acid  and  amorphous  phosphorus.  It 
crystallizes  from  chloroform  in  small  needles  which  melt  at 
117'— 118^l 

657  SebacicAcid,  C^K^Q(C0J3)y  The  fact  that  when  fats  are 
distilled  an  acid  is  obtained  was  known  in  the  last  century. 
Crell  believed  it  to  be  a  peculiar  acid,  and  termed  it  fat-add, 
and  made  many  experiments  upon  it  in  1778  and  1779,  but 
Th^nard  in  1801  showed  that  this  volatile  acid  was  acetic  add 
as  6ren  had  suggested.  This  same  chemist,  however,  further 
showed  that  a  much  less  volatile  acid  was  obtained  by  distilling 
lard.*  This  fact  was  confirmed  by.V.  Rose.*  It  is  formed 
from  the  oleic  acid  contained  in  fats,^  and  can,  therefore,  be 
obtained  by  distilling  this  acid  alone/  Berzelius  considered 
this  acid  to  be  a  benzoic  acid,  the  properties  of  which  were 
altered  by  admixture.  Its  individuality  was  first  established 
by  Dumas  and  Peligot  in  1834.* 

Sebacic  acid  is  formed  together  with  methyl-hexyl-carbinol 
when  castor-oil  soap  is  heated  with  caustic  alkali,^  and  this 
reaction  serves  as  the  best  means  of  its  preparation.  For  this 
purpose  castor  oil  is  dissolved  in  an  excess  of  the  strongest  soda 
ley,  allowed  to  stand  for  some  time  at  40^,  the  hard  cake  then 
separated  from  the  aqueous  liquid,  and  the  cake  broken  up  aud 
dried  quickly,  with  stirring,  in  an  iron  vessel,  and  then  heated  until 
the  smell  of  capryl  alcohol  becomes  perceptible.  It  is  then 
poured  at  once  into  cold  water,  and  on  the  addition  of  hydrochloric 
the  acid  separates  out.®  It  dissolves  in  1000  parts  of  water  at 
17**,  and  in  fifty  parts  at  lOO"*.  It  is  easily  soluble,  and  forms 
feather-like  crystals  or  thin  plates  which  melt  at  127**. 

The  salts  have  been  investigated  by  Neison. 

By  the  action  of  nitric  acid  on  jalapin  and  some  of  its 
derivatives,  W.  Mayer  obtained  an  acid  having  the  composition 
of  sebacic  acid,  which,  as  it  melted  at  104",  he  believed  to  be 
distinct  from  this  substance,  and  termed  it  ipomic  acid.'    As, 

^  Tfinnies,  Ber.  Deutsch.  Cheni,  Oes.  xiL  1200. 

-  Ann.  Chim.  xxxix.  198.  >  Ncti,  cTbum.  Chem.  iiL  170. 

•  Gehlen,  Joum,  Chem.  Phys,  ii.  276. 

•  Redtenbacher,  Ann.  Chem.  Pharm.  xxxy.  188. 

«  Ann,  Chim.  Phya.  ML  382.  ^  Bouis,  .6.  [8],  xliv.  100 ;  xlviiL  99 

^  0.  N.  Witt,  Ber.  Deutsch.  Chem.  Oes.  vii.  220 ;  see  also  Neison,  Jaum, 
Chem.  Soe.  1874,  801. 

•  Ann,  Chem.  Phann,  Izxxiii.  145. 
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however,  Neison  and  Bayne   found,  this  substance   is  really 
sebacic  acid,  Mayer  not  having  properly  purified  his  product.^ 

Reptyl-^malonic  Acid,  (C7Hj5)CH(C02H)2.  is  obtained  by  the 
action  of  secondary  heptyl  bromide  on  ethyl  sod-malonate.  It 
forms  crystals  which  melt  at  97° — 98V 

Brassylic  Add,  CgHi8(C02H)2,  is  formed,  together  with 
dioxybehenoleic  acid  and  brassylic  anhydride  by  the  action  of 
fuming  nitric  acid  on  behenoleic  acid,  GJ3,^0^,  the  chief 
product  being  the  aldehyde,  a  light  oily  liquid  which  is  oxidized 
to  brassylic  acid  by  means  of  bromine  and  water.  The  acid 
is  scarcely  soluble  in  cold,  and  only  slightly  soluble  in  boiling, 
water.  It  dissolves  readily  in  ether  and  crystallizes  in  scales 
which  melt  at  lOS^'-S.* 

Boccellic  Acid,  Ci5H3Q(C02H)g,  was  discovered  by  Heeren  in 
the  lichens  Boceella  fuciformis  and  Lecanora  tartarea,^  and 
farther  examined  by  Liebig,^  Elane,^  and  SchunckJ  Its  exact 
composition  was  determined  by  Hesse.®  In  order  to  prepare  it 
the  lichens  are  treated  with  dilute  ammonia,  the  solution 
precipitated  by  chloride  of  calcium,  and  the  washed  precipitate 
decomposed  with  hydrochloric  acid.  Roccellic  acid  is  insoluble  in 
boiling  water,  but  dissolves  very  easily  in  alcohol  and  ether,  and 
crystallizes  in  silver-white  rectangular  four-sided  tables  which 
melt  at  130^,  and  at  a  higher  temperature  partially  volatilize, 
another  part  being  converted  into  the  oily  anhydride. 

Diodyl-malonic  Acid,  (0^11^^)20(00^)^,  is  insoluble  in 
water,  and  separates  out  from  hot  benzene  in  crystals  which  melt 
at  75^» 

1  Joum.  Chem,  Soe,  1874,  729. 

*  Venable,  Ber,  Deutseh.  Chem.  Gts,  xiii.  1651. 
'  Hanssknecht,  Ann,  Chem.  Pharm.  czliii.  45. 

*  Schweigg.  Joum,  lix.  346.  '  Pogg.  Ann.  xxi.  81. 

•  PhU,  Trans.  1840,  299.  '  Chetn,  Soe.  Joum,  iii  15S. 
'  Ann.  Chem.  Pharm.  cxvii.  832. 

•  Conrad  and  Biachoff,  ib.  cciv.  168. 
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658  Uric  Acidy  CgH^N^Og.  The  attention  of  the  alchemists, 
and  especially  of  Paracelsus,  was  naturally  directed  te  the  peculiar 
deposits  known  as  urinary  concretions.  In  comparing,  as  was 
his  wont,  the  changes  which  occur  in  the  animal  body  with 
those  which  take  place  in  ordinary  chemical  reactions,  Para- 
celsus explained  that  the  deposition  of  these  concretions  was 
similar  to  that  of  cream  of  tartar  observed  in  the  manufacture 
of  wine,  and  hence  these  bodies  were  classed  together  by  him 
under  the  name  of  tartarus.  Van  Helmolt  held  similar  views, 
but  he  made  these  deposits  the  subject  of  an  experimental  in- 
vestigation, and  observed  that  on  dry  distillation  they  yielded 
the  volatile  alkali,  a  yellow  crystalline  mass,  some  combustible 
oil,  and  carbon.^  Similar  experiments  were  made  by  other 
chemists.  But  the  examination  of  unc  acid  in  the  wet  way 
yielded  no  important  results,  until  Scheele  in  1776  discovered 
uric  acid  and  showed  that  certain  of  these  concretions  dis- 
solve in  alkali,  and  are  reprecipitated  on  the  addition  of 
acids.  He  likewise  noticed  that  they  dissolve  in  nitric  acid 
with  evolution  of  nitrous  vapours  and  fixed  air,  and  that  the 
solution  on  evaporation  leaves  a  red  residue.  In  one  passage 
Scheele  explains  that  the  concretion  is  an  oily  salt  in  which 
the  acid  is  in  sxcess,  and  in  another  he  calls  it  a  new  acid.^ 
About  the  same  time  Bergman  was  occupied  in  an  investiga- 
tion of  a  urinary  calculus  and  he  also  noticed  the  formation 
of  the  red  colour  produced  by  the  action  of  nitric  acid.* 

Uric  acid  was  first  termed  lithic  acid,  the  name  which  it  now 
bears  having  been  introduced  by  Pearson  in  1797  in  the  form 
of  unc  oxide,*  whilst  Fourcroy,  in  1799,  designated  it  as  add 
urique? 

1  lYactate  de  Lithiasa,  1644. 

«  Opusc  ii.  73 ;  OrelL  y.  ErOdeek,  iii.  227. 

'  (>ptirse.  IV.  887 ;  Crell.  iii.  282, 

*  Scherer,  Joum.  Chem»  i  48.  '  Ann,  Chem,  xvi.  116 ;  xxni.  225. 
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Amongst  the  numerous  chemists  who  have  investigated  uric 
acid  the  names  of  Liebig  and  Wohler  deserve  the  first  mention. 
In  their  classical  research  they  showed  that  the  acid  yields  a  large 
number  of  derivatives,  which  may  be  grouped  together  under 
alloxan,  C^H^NgO^,  and  parabanic  acid,  CjHjNjOj.^^  Schlieper 
then  made  us  acquainted  with  many  other  derivatives,*  but  it 
is  to  Baeyer's  investigation  that  we  are  indebted  for  the  first 
clear  insight  into  the  constitution  of  these  somewhat  complicated 
compounds,  inasmuch  as  he  showed  that  most  of  these  derivatives 
are  compound  ureas  containing  acid  radicals.^ 

Uric  acid  is  a  product  of  the  metabolism  of  the  animal 
organism.  It  occurs  in  human  urine,  which  normally  contains 
about  0'5  grams  per  diem.  It  is  likewise  found  in  the  urine 
of  other  mammalia,  especially  in  that  of  the  carnivora,  and  also 
in  carnivorous  and  graminivorous  birds  and  reptiles.  The  excre- 
ment of  insects  and  other  lower  animals  also  contains  uric  acid ; 
it  is  likewise  found  in  the  flesh  of  the  alligator,  and  in  the 
lungs,  spleen,  liver,  and  brain  of  the  ox.*  In  gout  and  other 
diseases  it  occurs  in  the  blood  as  the  acid  sodium  salt,^  and  it  is 
deposited  in  the  joints,  as  so-called  chalk  stones,  and  is  abo  found 
in  various  secretions,  as  in  the  saliva,  perspiration,  gastric  juice, 
&c.*  Urinary  concretions,  as  well  as  the  buflf-coloured  sediment  or 
muddiness  observed  in  the  urine  of  man  and  of  many  animals, 
usually  consists  of  uric  acid  or  acid  ammonium  urate,  and  this 
re-dissolves  when  the  urine  is  warmed. 

Amido-acids,  such  as  glycocoll,  leucine,  aspartic  acid,^  as  well 
as  urea  itself,®  when  brought  into  the  organism  of  fowls  are 
changed  to  uric  acid  found  in  the  urine. 

Preparation,  Uric  acid  was  formerly  prepared  either  from 
urine,  from  urinary  concretions,  or  from  the  excrement  of 
graminivorous  birds  and  serpents.*  Guano  is  now  best  employed 
for  the  purpose,  and  not  long  ago  uric  acid  was  manufactured 
on  a  laige  scale  from  this  source  for  the  preparation  of  the  red 


*  Ann,  Chem.  Pharm,  xxvi.  241.  -  lb,  lyi.  1. 

*  lb.  cxxvii.  1  and  199 ;  cxxx.  129. 

♦  On  the  Occurrence  of  Uric  Acid,  see  Gmelin's  Handbook,  vol.  x.  p.  455. 

*  Garrod,  Med,  Chir,  Trans,  xxxi.  83.    lb.  xxxvii.  826. 

•  Boucheron,  Compt.  JUnd.  xciii.  S91. 

^  Knieriem,  Ber.  DetUsch.  Cfian.  Oes,  x.  1930  ;  Jaffe  and  Meyer,  ib, 

•  Braconnot,  Ann,  Chim.  Phys.  xviL  392;  Prout,  Phil.  Trans,  1818,  420; 
Bensch,  Ann.  Chem,  Pharm.  liv.  189;  Allen  and  Bensch,  ih.  Ixv.  181  ;  Fritsche, 
Joum.  Prakt.  Chem,  xiy.  245  ;  Arppe,  Ann.  Chem,  Pharm.  Ixxxvii.  237. 

•  Bibra,  Ann.  Chetn.  Pharm.  liiL  111 ;  Bensch,  ib,  Iviii.  266  ;  Lowe,  Jourr^ 
Prakt.  Chem.  xcvL  403. 
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colouring-matter  murexide,  the  demand  for  which  has,  however, 
now  disappeared,  owing  to  the  introduction  of  aniline  red. 

In  order  to  prepare  uric  acid,  guano  is  first  moistened  with 
dilute  hydrochloric  acid,  to  dissolve  the  oxalates,  carbonates, 
and  phosphates  which  are  present  The  residue  is  then  boiled 
with  caustic  soda,  and  the  clear  solution  acidified  with  hydro- 
chloric acid.  If  the  uric  acid  which  is  then  precipitate  be 
not  colourless,  a  small  quantity  of  potassium  permanganate 
or  potassium  bichromate  is  added  to  the  boib'ng  alkaUne 
solution,  and  the  uric  acid  then  reprecipitated  by  hydrochloric 
acid,  the  precipitate  being  afterwards  repeatedly  boiled  with 
strong  hydrochloric  acid.  The  crude  acid  may  also  be  dissolved 
in  concentrated  sulphuric  acid,  and  precipitated  by  the  addition 
of  water.^ 


Pio.  111. 

659  Synthesis  of  Uric  Acid.  Uric  acid  has  recently  been  ob- 
tained synthetically.  Strecker  had  noticed  some  time  ago  that, 
when  heated  with  concentrated  hydriodic  acid  to  160** — 170**,  uric 
acid  decomposes  into  glycocoll,  ammonia,  and  carbon  dioxide,* 
the  two  latter  compounds  being  products  of  decomposition  of 
urea.  Horbaczeweski  has  now  made  the  interesting  discovery, 
that  when  glycocoll  is  heated  with  an  excess  of  urea  to  200° — 
300°,  uric  acid  is  formed :  * 

C^H^NO,  +  aCH.NgO  =  C.H.N^Oj  +  SNH,  +  2H,0. 

*  Hofmann,  Rep.  London  Exhibiiion,  1862, 118. 

•  Zcilahr.  Chem,  1868,  216.  »  Ber.  DeuUck.  Chem.  Oea,  xv.  2678. 
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Properties.  Uric  acid  consists  of  a  crystalline  powder  of  small 
scales  or  tables  (Fig.  Ill),  which  become  larger  when  slowly 
deposited  from  urine.  It  dissolves  at  20*"  in  from  14,000  to 
15,000  parts,  and  at  100*^  in  from  1,800  to  1,900  parts  of  water. 
It  is  insoluble  in  alcohol  but  tolerably  soluble  in  glycerine,  and 
it  also  dissolves  without  decomposition  in  strong  sulphuric  acid. 
On  dry  distillation  uric  acid  decomposes  without  frision,  yielding 
anunonia,  cyanic  acid,  cyanuric  acid,  and  urea.^  Scheele  noticed 
that  a  solid  acid  is  deposited  on  the  sublimation  of  uric  acid,  and 
this  he  compared  to  succinic  acid,  whilst  Pearson  considered  it 
to  be  benzoic  acid.  William  Henry  held  the  opinion  that  it  was 
a  peculiar  acid,  and  this  was  coidirmed,  in  the  year  1820,  by 
Lassaigne  and  Chevalier  who  termed  it  pyro-uric  acid,  and  this 
was  shown  by  Wohler  to  be  cyanuric  acid.  When  oxidized  in 
acid  solution  it  yields  urea  and  alloxan  or  mesoxalyl  urea, 
Cj05(NH)jC0,  and  when  heated  with  ammonia,  mycomelic 
acid,  CjO(NH)^CO,  is  formed,^  which  latter  compound  is  also 
obtained  when  uric  acid  is  heated  with  water  to  180^  carbon 
monoxide  being  evolved.'  These  reactions  point  to  the  constitu- 
tional formula  of  uric  acid  which  was  first  given  by  Fittig :  * 

.  Alloxan.  Mycomelic  Acid. 

HN— 00  HN— 0— NH 

II  II 

CO  CO    +   2NH,    =    CO  CO  +    2H.0. 

II  IX 

HN-CO  HN— C=NH 

Uric  Acid.  Mvcomelic  Acid. 

HN— C— NH  HN— C:=NH 

CO      ^^0^10    =    CO        CO         +    CO. 

HN— (>-NH  HN— d=:NH 

Another  constitutional  formula  for  uric  acid  proposed  by 
Medicus,  which  corresponds  well  with  most  of  the  reactions,  is 
the  following : 

HN— CO 

CO  C-NH 

I  II  y^^' 

HN— C— NH 

^  WShler,  Poffg.  Ann,  xv.  629  and  626. 

3  Wohler  and  Liebig,  Ann,  Chem.  Pharm.  xxvi.  814. 

^  wohler,  Ann.  Clufin.  Pharm,  ciii.  118 ;  Hlaaiwetz,  tb.  ciii.  211. 

*  Qnmdr,  Org.  Chem.  10  Aufl.  809  ;  Ber.  Ikutsch.  Chem.  Gee.  xi.  1792. 
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Teds,  When  uric  acid  is  heated  with  a  small  quantity  of  nitric 
acid  and  evaporated  to  dryness,  a  pinkish  residue  is  obtained, 
which,  on  addition  of  ammonia,  yields  a  deep  reddish-purple 
solution.  Potash  converts  the  colour  into  a  violet  blue.  This 
reaction,  which  was  first  observed  by  Prout,  will  be  explained 
under  the  head  of  Murexide. 

If  uric  acid  be  dissolved  in  a  drop  of  carbonate  of  soda  solution, 
and  then  brought  on  to  a  piece  of  filter-paper  moistened  with 
a  solution  of  silver  nitrate,  a  dark  brown  stain  of  metallic  silver 
is  formed.* 

Estimation  of  Uric  Add,  In  order  to  determine  the  quantity 
of  uric  acid  contained  in  urine,  200  cc.  of  the  liquid  are  mixed 
with  10  cc.  of  a  saturated  solution  of  carbonate  of  sodium,  and 
after  standing  a  few  hours  20  cc.  of  concentrated  sal-ammoniac 
solution  are  added,  and  the  mixture  allowed  to  stand  for  forty- 
eight  hours  longer  in  a  cool  place.  The  precipitate  is  collected 
on  a  weighed  filter  and  washed  two  or  three  times,  and  then  a 
mixture  of  one  part  of  hydrochloric  acid  of  specific  gravity 
1*123,  and  ten  parts  of  water  poured  on  until  the  whole  of 
the  ammonia  has  been  removed.  The  filtrate  is  then  allowed 
to  stand  for  six  hours,  and  the  uric  acid  which  precipitates 
is  added  to  that  on  the  filter,  and  the  whole  washed  twice 
with  water  and  then  with  alcohol.  It  is  dried  at  HO*",  OOS 
gram  being  added  to  the  weight  found.' 


The  Urates. 

66o  Uric  acid  is  a  weak  dibasic  acid.  Its  salts,  which  have 
been  chiefly  investigated  by  Bensch,*  and  Bensch  and  Allen,*  are 
for  the  most  part  difficultly  soluble  in  water,  the  normal  urates 
of  the  alkali  metals  being  the  most  soluble ;  from  these  solutions 
carbon  dioxide  precipitates  the  difficultly  soluble  acid  salts. 

Nimiial  Fotassium  Urate,  CgHjN^OjKj.  Uric  acid  dissolves 
readily  in  potash  ley  forming  a  liquid  which  has  a  sweetish  taste 
and  which  froths  like  soap-suds  (Scheele).  The  normal  salt  is 
precipitated  from  this  solution  by  carbon  dioxide.  It  is  also 
obtained  by  dissolving  the  acid  in  dilute  caustic  potash  and 
evaporating  the  solution  in  a  retort    The  salt  is  obtained  in 

*  Schiff,  Ann.  Chem.  Pharm.  cix.  67. 

'  Salkowski,  Frcsenius*  Zeitsck,  xvi.  871. 

«  Ann.  Chem.  Pharm,  liv.  189.  *  lb,  Ixv.  181. 
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needles  or  as  a  white  crystalline  meal.  It  possesses  a  strong 
alkaline  reaction  and  a  caustic  taste,  and  it  is  gradually  decom- 
posed by  boiling  water  with  formation  of  the  acid  salt.  Thirty- 
six  parts  of  water  at  15**  dissolve  one  part  of  the  salt,  but  it 
appears  to  be  partially  decomposed  as  the  solution  contains  a 
small  quantity  of  free  caustic  potash,  and  the  undissolved  residue 
contains  the  acid  salt. 

Acid  Potassium  Urate,  CgHjN^OgK,  is  an  amorphous  or 
granular  mass  which  dissolves  at  20"*  in  from  700  to  800  parts, 
and  at  100**  in  from  70  to  80  parts  of  water.  In  fevers  it  occurs 
as  a  urinary  deposit. 

Normal  Sodium  Urale,  C^HgN^OgNa,  +  HgO,  closely  resembles 
the  potassium  salt,  and  forms  hard  nodules  which  dissolve  with 
partial  decomposition  in  62  parts  of  water. 


Fio.  112. 

Add  Sodium  Urate,  2C5HjN^03Na  +  HgO,  is  formed  not  only 
by  the  action  of  carbon  dioxide  on  the  normal  salt,  but  also 
when  uric  acid  is  boiled  with  carbonate  of  soda,  borax,  sodium 
phosphate,  or  sodium  acetate.  It  is  a  crystalline  powder  ex- 
hibiting under  the  microscope  the  forms  shown  in  Fig.  112,  and 
dissolving  at  15**  in  from  1100  to  1200  parts,  and  at  100°  in 
from  123  to  125  parts  of  water.  It  occurs  in  amorphous  grains 
as  a  urinary  deposit,  and  also  in  gouty  concretions. 

Add  Lithium  Urate,  CjHgN^OaLi,  crystallizes  in  grains  and 
dissolves  at  20^  in  3678  pirts,  and  at  100°  in  39  parts  of  water. 
The  normal  salt  does  not  exist.^ 

*  Schilling,  Ann,  Chem.  Pharm,  cxx^.  241. 
183 
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The  ready  solubility  of  uric  acid  in  carbooate  of  lithiom  is 
remarkable,  inasmuch  as  this  salt  itself  requires  200  parts  of 
water  for  its  solution.  If,  however,  equal  parts  of  uiic  acid  and 
lithium  carbonate  be  brought  in  contact  with  90  parts  of  water 
at  blood-heat,  a  clear  solution  is  obtained,  and  at  the  boiling- 
point  one  part  of  the  carbonate  and  no  less  than  four  parts  of 
the  acid  dissolve.  Owing  to  this  property,  lithium  carbonate  is 
much  used  in  cases  of  gout  or  in  other  diseases  in  which  deposits 
of  uric  acid  are  formed.  Lipowitz,  who  made  these  observations, 
remarks  that  lithium  is  truly  a  nomen  et  amen  when  we  re- 
member its  power  of  dissolving  c.alcuU.^ 

Add  Ammonium  Urate,  C5H8N^08(NH^).  This,  as  has  been 
stated,  occurs  in  many  urinary  concretions,  and  in  the  soUd 
excrements  of  birds  and  serpents,  and  is  formed  when  uric  acid 


Fia.  113. 

is  boiled  with  ammonia.  It  crystallizes  in  microscopic  needles 
(Fig.  113)  which  dissolves  at  15**  in  1608  parts  of  water.  When 
boiled  for  some  time  this  solution  loses  all  its  ammonia. 

The  normal  salt  does  not  exist,  but  salts  having  the  following 
composition  are  known : 

(a)  C,H3N,03(NH^+C,H,N,0,(NHJ,  and 

(h)  2C,H3N,03(NH,)  +  C,HjN,0,(NHJ,.* 

The  urates  of  other  metals  either  dissolve  with  more  difficulty 
thnn  the  foregoing,  or  are  altogether  insoluble. 

^  Ann.  Chem,  Pharm,   xxxviii.  852. 
*  Maly,  J(/uTn,  Prakt,  Chem.  xcii.  10, 
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66i  Sulphates  of  Uric  Acid.  By  dissolving  uric  acid  in  hot 
sulphuric  acid  and  cooling  the  solution  Fritzsche  obtained  large 
transpai-ent  crystals  having  the  formula  C5H4N^03.4H2SO^.^ 
L5we  also  obtained  similar  crystals,  containing  two  molecules  of 
sulphuric  acid,^  and  Lassaigne,  on  dissolving  in  warm  sulphuric 
add  the  crystals  which  are  first  formed  by  saturation  with  uric 
acid  at  100^  obtained  on  cooling  large  transparent  crystals 
containing  three  molecules  of  sulphuric  acid.' 

Methyl  Uric  Add,  C^B.^(OBL^'Nfi^,  is  obtained  by  heating 
lead  urate  with  methyl  iodide  to  150° — 160^  It  forms  small 
thin  prisms  which  dissolve  in  about  250  parts  of  boiling  water, 
and  are  almost  insoluble  in  cold  water  and  boiling  alcohol.  It 
gives  the  murexide  reaction,  and  when  heated  with  hydrocjhloric 
acid  under  pressure  it  decomposes  into  carbon  dioxide,  ammonia, 
methylamine,  and  glycocoU,  whilst  on  oxidation  with  nitric  acid 
It  yields  methyl-alloxan.  It  is  a  dibasic  acid,  and  forms,  with  the 
metals  of  the  alkalis  and  alkaline  earths,  easily  soluble  salts.^ 

Dimethyl  Urio  Add,  C^B^(GE^^fi^,  is  obtained  by  heating 
basic  lead  urate  with  methyl  iodide  and  forms  small  oblique 
prisms  containing  one  molecule  of  water.  It  dissolves  in  about 
200  parts  of  boiling-  and  800  parts  of  cold-water,  and  is  scarcely 
soluble  in  alcohol.  On  heating  with  hydrochloric  acid  it  yields 
the  same  products  as  methyl  uric  acid,  and  on  oxidation  de- 
composes into  methyl  urea  and  methyl-alloxan,  from  which  it 
appears  that  the  two  methyl  groups  are  contained  in  two 
different  urea-residues.    It  is  also  dibasic.^ 

Uroxanic  Add,  CgHgN^O^  is  formed  when  a  solution  of  uric 
acid  in  caustic  potash  is  exposed  for  some  months  to  the  action 
of  air  free  from  carbon  dioxide,  when  the  following  reaction 
occurs  :• 


OH 


HN— C— NH 


(5o    |^o\;o    +    0   +   2Hp 


HN--C— NH 


1  Joum,  Prakt,  Ghem.  xiv.  243.  *  Ih.  xcvil  108. 

s  Jahresh.  1864,  469. 

«  Hill,  Ber.  Jkutach.  Chem.  Oes.  ix.  870,  1090. 
»  Mabeiy  and  Hill,  Ber.  Dculsch,  Chem.  Oes.  xi  1329 ;  xiii.  739. 
•  Stadeler,  Ann.  Chem.  Phann.  Ixxviii.  286 ;  Streckei,  ib.  civ,  177  ;  Miilder, 
Bcr.  JOeutBch^  Chem,  Oes.  viii.  1291. 
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To  this  liquid,  after  stapding,  acetic  acid  and  alcohol  are 
added,  when  the  potassium  uroxanate  is  thrown  down,  and  this  is 
then  decomposed  with  hydrochloric  acid.  This  acid  is  difficultly 
soluble  in  cold  water,  and  crystallizes  in  short  prisms  or  sphe- 
noids. On  boiling  with  water  it  decomposes  into  carbon  dioxide, 
urea  and  glyoxyl-urea,^     XJroxanic  acid  is  dibasic, 

Oxonic  Acid,  C^HgNgO^,  is  formed  together  with  uroxanic 
acid.  It  is  a  dibasic  acid  which  is,  however,  not  known  in 
the  free  state,  as  its  salts  are  decomposed  even  by  acetic  acid 
with  formation  of  carbon  dioxide,  ammonia  and  glyoxyl-urea.^ 


662  The  other  numerous  derivatives  of  uric  acid  may  be 
classed  in  three  groups.  It  has  been  stated  that  this  add  when 
oxidized  in  acid  solution  first  yields  urea  and  alloxan  or  mesoxalyl- 
urea.  This  substance,  as  well  as  the  bodies  belonging  to  the 
alloxan  group,  contains  three  atoms  of  carbon  in  direct  combina- 
tion, and  in  addition  to  these  a  urea-residue : 

.NH— CO 
Alloxan  or  ^^  \^q 


Mesoxalylurea 


\nh— CO 


/NH— CO 
Dialuricacid,or  ^^  \cH.OH, 

Tatronylurea  y  ^v^xx.v^    , 

\NH— CO 

.NH— CO 
Barbituric  acid,  or  Xq  ^PH 

Malonylurea  v  /      ^ 

\nh— CO 

.NH— CO 

Amido-barbituric  acid  v  /  ^ 

\NH— CO 

.NH— CO 
Alloxanic  acid  CO  \C0. 


\nh,  CO.OH 


■^2 


^  Medicos,  Bcr.  IkfUseh,  Chem,  Oes.  ix.  1162. 
^  lb,  Ann,  Chem.  PharM,  clxzy.  280. 
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Further  oxidation  converts  alloxan  into  parabanic  add  or 
oxalyl-urea.  This  substance,  as  well  as  the  other  compounds 
of  the  parabanic  group,  also  contain  one  urea-residue  or  they 
are  fooiuHarffidei,  as  follows : 


Parabanic  acid,  or 
oxalylurea 


Oxaluric  acid 


Oxaloramide,  or 
Oxalan 


.NH— CO 
CO 
\nH— CO 


CO 

\ 


NH— CO 


NHj  CO.OH 


CO 
\ 


NH— CO 


NH,   CO.NHj 


If,  on  the  other  hand,  uric  acid  be  oxidized  in  neutral  or 
alkaline  solution  allantfyln  is  formed.  This  body  is  a  di-ur^ide, 
and  from  this  the  compounds  arranged  in  the  third  group  are 
derived : 


Allantoin 


Allantoic  acid 


Allanturic  acid,  or 
glyoxylurea 


NH— CH— NH 

^CO 


CO 

\nH— CO 
.NH— CH 

do        I 
\nh, 


NH 


NH 

^CO 


I  / 

,  COjHNH, 

NH— CH 

\o 


CO 

\nh, 


CO 


ALLOXAN  GROUP. 

663  Mifcomelic  Acid,  C^H^N^Oy  The  formation  and  constitu- 
tion of  this  body  have  already  been  discussed.  Its  synthetic  pro- 
duction is,  however,  a  matter  of  great  interest.  Cyanogen  and 
dry  ammonia  unite  together  to  form  hydrazulmin,  C^HjN,,  a 
pitchblack  amorphous  mass  which  is  decomposed  by  water  into 
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hydrazulmoxin  or  azulmic  acid,  C^H^NgO,  which  is  alao  formed 
when  an  aqueous  solution  of-  cyanogen  is  allowed  to  stand 
(Vol  L,  p.  659),  or  in  larger  quantity  when  the  gas  is  passed 
into  concentrated  ammonia.  If.  this  be  heated  for  a  long  time 
with  water,  mycomelic  acid  is  formed.^  It  is  a  yellow  light 
powder  which  dissolves  with  diflScuIty  in  cold-  but  more 
readily  in  hot-water..  It  is  also  easily  soluble  in  alkalis  and 
acids.  Its  aqueous  solution  fluoresces  with  a  fine,  greenish- 
blue  colour,  and  when  poured  into  water  it  forms  sky-blue 
clouds. 

664  AUoxam  or  MesoxcUyl-  Urea,  C^H^N^O^.  A  crystalline  body 
was  obtained,  in  the  year  1817,  by  Q.  Brugnatelli,  by  the  action 
of  nitric  acid  or  of  chlorine  and  iodine  in  presence  of  water  upon 
uric  acid,  and  to  this  he  gave  the  name  Acido  ossieretrico.^  Front 
showed  that  the  same  compound  is  formed  by  the  oxidation  of 
purpurate  of  ammonia  (murexide).'  The  mode  of  preparing 
this  body  seems  to  have  been  forgotten,  until  liebig  and  Wohler 
(ointed  out  the  conditions  under  which  it  can  be  obtained  in 
the  pure  state.  They  determined  its  composition  and  more 
important  properties,  and  gave  to  it  the  name  Alloxan.^  It  is 
formed,  together  with  urea,  from  uric  acid  according  to  the 
following  equation : 

HN— C — ^NH  HN— CO  NH, 


CO 

\ 


\  \  /    \       \ 

CO    CO    +   O    +   H,0    =   CO        CO     +     CO 

/  /  \    /       / 

HN— C — NH  HN-CO  NH^ 

In  order  to  prepare  pure  alloxan,  the  following  method  is 
recommended  by  Liebig.^  Uric  acid  is  added  in  small  quantities 
to  a  mixture  of  1  part  of  nitric  acid  of  specific  gravity  1*42,  and 
8  to  10  parts  of  water  at  60**— 70*,  time  being  allowed  between 
each  addition  for  the  solid  to  dissolve.  As  soon  as  the  liquid 
has  become  a  brick-red  colour  it  is  heated  to  boiling  and 
filtered.  To  the  filtrate,  a  concentrated  solution  of  tin  dichloride 
is  added  mixed  with  an  equal  volume  of  hydrochloric  acid 
until  the  precipitation  of  alloxantin  (p.  304),  which  takes  place, 
is  complete.  This  is  then  washed  with  cold  water  and  dried  on 
a  porous  plate.     The  dry  mass  is  rubbed  up,  with  a  mixture 

^  Jaeobaen  and  Emmerlinji^,  Ber.  Deuiach,  Ohtnu  Oes,  iv.  947. 
=  Bruffii.  Oiom.  xi  88  and  117 ;  Ann.  Chim.  Phys,  viii.  201 ;  Sehtoeigg.  Joum, 
«iv.  208.  »  Ann.  PhU.  xiv.  868. 

«  Ann.  Chem,  Pharm,  xxri.  256..  *  Avfiu  Chem,  PJiarm,  cxlvii  866. 
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of  2  parts  of  nitric  acid  of  specific  gravity  1*5  and  1  part  of 
the  same  acid  of  specific  gravity  1*42,  to  a  thick  paste, 
and  the  whole  allowed  to  stand  until  the  product  is  readily 
and  completely  soluble  in  water.  The  paste  is  then  dried 
on  a  porous  plate,  heated  in  a  water-bath  till  all  the  nitric 
acid  is  driven  off,  and  ciystallized  from  the  smallest  possible 
quantity  of  boiling  water.  On  cooling  a  warm  saturated 
solution,  large  crystals  of  alloxan,  somewhat  resembling  those 
of  heavy-spar  in  appearance,  but  belonging  to  the  triclinic 
system,^  are  deposited  (Fig.  114),  These  contain  four  mole- 
cules of  water  of  crystidlization  and  readily  effloresce  on 
exposure.  The  hot  solution  deposits  monoclinic  prisms  (Fig. 
115)  containing  one  molecule  of  water  of  crystallization,  which 
latter^  according   to  Qmelin,  is  given  off  at  150''— 160**,  the 


o 


Oo 


6*0  0 


Fios.  114,  115. 


residue  becoming  slightly  brownish-red.*  liebig  and  Wohler 
consider  that  the  moiiohydrated  alloxan  is  the  anhydrous  com- 
pound, but,  according  to  Baeyer,*  it  probably  possesses  the 
following  constitution : 

/CO— NH. 
C(0H)2C  >co. 

Alloxan  is  easily  soluble  in  water,  and  has  a  faint  astrin- 
gent taste.  Its  solutions  redden  litmus-paper,  and  stain  the 
skin  of  a  permanent  purple-red  colour,  imparting  to  it  a 
peculiar  disagreeable   smelL      It  is   insoluble   in  nitric  acid, 

1  Lang  and  Grailich,  Jahresh,  185S,  808. 

•  Handbook  Org,  Chem.  x,  173. 

*  Om€lin-Kraut*8  ffandb.  Su^  864. 


Digitized  by 


Google 


302  THE  URIC  ACID  GROUP. 

and  is  therefore  precipitated  by  this  reagent  from  its  aqueous 
solutions.  In  the  pure  state  it  can  be  preserved  without  under- 
going decomposition,  but  if  it  contains  nitric  acid  it  decomposes 
with  formation  of  alloxantin,  oxalylurea,  and  other  products, 
and  A  similar  decomposition  occurs  when  the  aqueous  solution 
is  boiled.  Heated  with  ammonia  it  forms  a  jelly-like  mass  of 
ammonium  mycomelate.  Ferrous  salts  impart  a  deep  blue  colour 
to  solutions  of  alloxan.  No  precipitate  is  thrown  down  unless 
an  alkali  be  present,  in  which  latter  case  precipitation  at  once 
occurs.  It  was  by  this  reaction  that  Liebig  and  Wohler  re- 
cognised that  their  compound  was  identical  with  Brugnatelli's 
acido  ossieretrico.  When  boiled  with  water  and  lead  oxide, 
alloxan  is  converted  into  carbon  dioxide  and  urea. 

Alloxan  was  found  by  Liebig  to  occur  in  mucus  in  a  case  of 
intestinal  catarrh.^ 

Alloxan  forms  compounds  with  the  acid  sulphites  of 
the  alkali  metals.  These,  such  for  example  as  C4H2N2O44 
HKSOj  +  HjO,  crystallize  well.  The  above  compound  is 
diflScultly  soluble  in  cold,  but  easily  soluble  in  hot,  water.* 
The  constitution  of  these  bodies  is  analogous  to  that  of  the 
similar  compounds  of  the  aldehydes  and  ketones. 

Alloxan  oxidizes  amidopropionic  acid  to  carbon  dioxide  and 
acetaldehyde,  it  being  converted  itself  into  murexide.  In  the 
same  way  it  attacks  other  amido-acids  with  formation  of  the 
isomeric  aldehydes  containing  one  atom  less  carbon.*  If  alloxan 
be  heated  with  thio-urea  and  an  alcoholic  solution  of  sulphur 
dioxide,  pseudo-thio-uric  acid,  CgH^N^OgS,  is  formed.  This 
crystallizes  in  fine  needles  which  are  not  soluble  in  water 
though  easily  soluble  in  alkalis.^  Its  constitution  probably 
corresponds  to  that  of  pseudo-uric  acid  (p.  307). 

665  Alloxanic  Acid,  C^H^N^Og,  was  first  obtained  by  Vauquelin 
in  an  impure  condition,  and  termed  Acide  urigue  suroxigSnS,  It 
is  also  formed  by  the  action  of  alkalis  on  alloxan,  and  has  been 
investigated  by  Liebig  and  Wohler,^  and  also  by  Schlieper.'  In 
order  to  prepare  it,  baryta-water  is  added  drop  by  dirop  to  a 
warm  saturated  solution  of  alloxan  until  a  permanent  turbidity 
is  produced.  This  is  then  removed  by  the  addition  of  a  small 
quantity  of  alloxan,  and  the  whole  cooled.     Barium  alloxanate, 

^  Ann,  Chem.  Pharm,  cxxi.  80. 

'  Gregory,  Phil,  Mag.  [3],  xxiv.  189 ;  Wuth,  Ann,  Chem,  Phann.  cviii  41. 
'  Strecker,  ib.  cxxiii.  363. 

*  Nencki,  Per,  DetUsch.  Chem.  Ges.  iv.  722. 

*  Ann,  Chem.  Pharm,  xxvi.  292.  «  Ib,  Iv.  263 ;  Ivi  1. 
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C4H2N205Ba+4HjO,  then  separates  in  short  prisms  or  pearly 
scales,  and  the  mother-liquor  is  again  treated  with  baryta- 
water  in  a  similar  way.  The  salt  is  decomposed  by  dilute 
sulphuric  acid,  the  solution  concentrated  over  sulphuric  acid, 
when  a  syrup  remains,  and  this,  on  standing  for  some  time, 
deposits  a  radiated  crystalline  mass  consisting  of  hard  tridinic 
needles. 

Alloxanic  acid  possesses  a  strongly  acid,  and  afterwards  a 
sweetish,  taste.  It  dissolves  zinc  with  evolution  of  hydrogen, 
and  decomposes  carbonates  and  acetates.  If  the  normal  barium 
or  calcium  salt  be  boiled  with  water,  urea  and  mesoxalic  acid 
are  formed : 

CO.OH  NH.  CO.OH    NH, 

\    I  \        I 

CO  CO   +  H.0  =   CO   +   CO 

/         \  /  \ 

CO ^NH  CO.OH    NH, 

According  to  this  formula  alloxanic  acid  contains  only  one 
carboxyl.  It  is,  however,  dibasic,  and  forms  acid-  normal- 
and  basic-salts,  inasmuch  as  the  hydrogen  of  the  amido-group, 
which  is  combined  with  two  carbonyls,  can  be  replaced  by 
metals.  On  the  other  hand  Claus^  represents  it  as  having  the 
following  constitution : 

HN     CO.OH 

\/\ 
HN      CO.OH. 

If  this  view  be  correct  alloxan  is  the  corresponding  hydrate, 
and  alloxanic  acid  should,  therefore,  be  readily  converted  into 
this  body  ;  this  is,  however,  not  the  case. 

666  Dioduric  Add  ox  Tatronyl  Urea,  C^H^N^O^.  This  com- 
pound is  the  final  result  of  the  action  of  reducing  agents,  such  as 
zinc  and  hydrochloric  acid,  on  alloxan.  It  may  also  be  obtained 
by  passing  sulphuretted  hydrogen  gas  into  a  boiling  solution  of 
alloxan  until  the  separation  of  sulphur  ceases  (Liebig  and 
Wohler).  The  following  is,  however,  the  best  method  of 
preparation,  impure  uric  acid  being  the  raw  material.  On  to 
16  parts  of  this  substance  32  parts  of  tolerably  concentrated 
hydrochloric  acid  are  poured,  and  3  parts  of  finely  powdered 
1  Ber,  DeuUeh.  Chan.  Qea,  vii.  282. 
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potassium  chlorate  gradually  added,  care  being  taken  that  the 
mass  does  not  become  too  strongly  heated,  and  that  neither 
carbon  dioxide  nor  chlorine  is  evolved.  The  paste  of  alloxan  thus 
obtained  is  dissolved  in  a  small  quantity  of  warm  water,  and  the 
solution  filtered  off  from  any  undecomposed  uric  acid.^  A 
quantity  of  metallic  tin,  equal  in  weight  to  the  uric  acid 
employed,  is  then  dissolved  in  an  excess  of  strong  hydrochloric 
acid»  and  the  hot  solution  added  to  the  solution  of  alloxan,  and 
then  such  a  quantity  of  hydrochloric  acid  added  that  every  500 
grams  of  the-  uric  acid  is  made  up  to  four  Uters  of  liquid. 
After  standing  for  twenty-four  hours  the  dialuric  acid  which 
separates  out  is  filtered  off,  quickly  washed,  pressed,  and  dried  in 
a  vacuum.*  Its  formation  is  represented  by  the  following 
equation : 

NH-CO  NH— CO 

CO     CO    +    SnCl^  +  2HC1     «     CO    CH.OH  +  SnCI, 

NH— CO  NH— CO 

Dialuric  acid  crystallizes  in  short  four-sided  prisms,  slightly 
soluble  in  cold  water,  and  oxidizing  in  the  moist  state,  on 
exposure  to  air,  quickly  to  alloxantin.  The  acid  is  mono- 
basic, ammonium  dialurate  and  potassium  dialurate  being  the 
only  two  salts  known.  These  are  anhydrous  and  difficultly 
soluble  in  cold  water.  Their  solutions  reduce  silver  nitrate  even 
in  the  cold. 

667  AUoxawtin,  CgH^N^Oy  +  SH^O.  We  have  seen  that  allox- 
antin is  formed  not  only  by  the  reduction  of  alloxan  but  also  by 
the  oxidation  of  dialuric  acid.  It  is  moreover  produced  when 
equal  molecules  of  dialuric  acid  and  alloxan  are  brought  together 
in  concentrated  solution,'  this  reaction  being  usually  explained 
by  the  following  equation : 

NH-CO  CO— CO  NH-CO    CO— CO 

CH.OH    -h    NH     CO    =    CO     CH— N 


CO     CH.OH    -h    NH     CO    =    CO     CH— N      CO 

I         I 
NH— CO 

■1-    H,0. 


io— NH  NH— CO    CO— NH 


^  Schlieper,  Ann.  Chtm,  Pharm,  It.  258. 
'  Baeyer,  Ann.  Chan.  Pharm.  czxvii.  12. 
•  Wohler  and  Liebig,  Ann.  Chem.  Pharm.  xxvi,  279. 
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But  in  opposition  to  this  view  the  fact  must  be  remembered 
th&t  when  dimethylalloxan  and  dimethyldialuric  acid,  a  re- 
duction-product of  the  first  named  body,  are  brought  together, 
anhydrous  tetramethylalloxantin,  C8Hj(CH5)^N408,  is  produced. 
Hence  the  following  equation  more  probably  represents  th^ 
formation  of  alloxantin : 

NH CO  CO— NH       NH CO       CO— NH 

CO.HO.C.OH+HO.CH   CO  =  CO  HO.C— 0— CH  CO 

NH CO  CO*-.NH       NH CO        CO— NH 

+  H2O. 

Crystallized  alloxantin   would,    therefore,    have    the   formula 
C,H«NA+2H20. 


FiQ.  116. 

Its  preparation  has  already  been  described  under  alloxan.  It 
crystallizes  in  colourless  or  yellowish,  small,  oblique  rhombic 
prisms  or  tables  (Fig.  116).  Alloxantin  is  also  formed  when 
ammonium  dialurate  is  evaporated  with  an  excess  of  dilute 
sulphuric  acid,  and  the  solution  allowed  to  stand,  when  crystals 
of  another  form  separate  out,  and  for  this  reason  Liebig  and 
Wohler  believed  it  to  be  dimorphous.  According  to  Gregory, 
however,  thesa  crystals  are  pseudomorphs  of  dialuric  acid.^ 

Alloxantin  is  difficultly  soluble  in  water;  it  colours  litmus 
red,  but  does  not  form  salts.  It  loses  its  water  of  crystalliza- 
tion at  150^  and  becomes  red  in  the  air  from  absorption  of 

»  Pha.  Jfag,  xxiv.  188. 
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ammonia.  Baryta-water  gives  a  fine  violet-blue  precipitate, 
which  becomes  colourless  on  heating,  from  formation  of  the 
barium  salts  of  dialuric  acid  and  alloxanic  acid.  Alloxantin, 
reduces  silver  salts,  selenium  dioxide,  osmic  acid,  &c.,  and  when 
heated  with  dry  ammonia  it  is  converted  into  murexide. 

If  an  aqueous  solution  of  alloxantin  and  cyanaroide  be  boiled, 
i8(Mirie  acid,  CgH^N^Oj,  is  obtained,  together  with  alloxan.  It 
IS  a  heavy  insoluble  powder  having  a  faint  acid  reaction,  and  is 
more  easily  oxidized  than  uric  acid  itself.^ 

668  Barbituric  Add  or  Malonyl-urea,  Cfi^'Sfi^^  2HjO,  was 
first  obtained  by  Baeyer  from  hydurilic  acid,  a  body  which  mW. 
be  described  hereafter.'  Barbituric  acid  is  also  formed  easily  when 
aUoxautin  is  heated  on  a  water-bath  with  3  to  4  parts  of 
sulphuric  acid  uutil  the  evolution  of  sulphur  dioxide  ceases.' 
It  may  also  be  synthetically  obtained  by  heating  equal  weights 
of  malonic  acid,  urea,  and  phosphorus  oxychloride  to  100*:* 
CO.OH  NHj  CO— NH 

-h    3    CO    +    2P0CL    =    3CH,     \o 


3  CH,  +    3    CO    +    2P0C18    =    3  CH, 

\!0.0H  NHj  ^0— ^H 

+    2P0(0H)3    +    6HCL 


Malonyl-urea  is  slightly  soluble  in  cold,  but  more  readily  in 
hot,  water.  It  has  an  acid  reaction,  and  crystallizes  in  large 
rhombic  prisms  which  are  converted  by  the  action  of  alkalis 
into  malonic  acid  and  urea,  or  products  of  decomposition  of  thesa 

One  atom  of  the  hydrogen  in  barbituric  acid  may  readily  be 
substituted  by  metals.  So-called  normal  salts  are  known,  such, 
for  instance,  as  silver  barbiturate,  C^HgNgOjAgj,  a  white, 
amorphous  precipitate.  Methyl  iodide  acts  violently  upon 
this  substance  with  formation  of  dimethyl-iarbUuric  acid, 
CJ[i^^O^{GB.^^,  a  body  which  is  diflScultly  soluble  in  cold 
water,  but  crystallizes  from  hot  solution  in  glistening  tablets. 
The  fused  mass  boils  at  265^  but  the  crystals  melt  at  a 
much  lower  temperature.  When  this  is  decomposed  by 
caustic  potash  malonic  acid  is  not  formed  as  might  have 
been  expected,  but  dimethyl-malonic  acid  (p.  266).  Hence 
it  appears  that  in  barbituric  acid  the  hydrogen  atoms  con- 
nected with  carbon  can  be  replaced  by  a  metal.  Dimethyl- 
barbituric  acid  has  a  faint  acid  reaction.     When  neutralized 

*  Mulder,  Ber,  Dtvisch,  Chem  Oes.  vi.  1236  ;  vii.  1633. 

^  Ann.  Chem.  Pharm,  cxxx.  136.  '  Finck,  ib.  czzziL  804. 

^  Grimaux,  Bull.  Soc,  Chini,  xxxi.  146. 
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with  ammonia  and  silver  nitrate  added,  the  hydrogen  atoms 
which  are  combined  with  the  nitrogen  can  also  be  replaced  by  a 
metal.  Dimethyl-barbituric  acid  is  also  formed  when  dimethyl- 
malonic  acid  and  urea  are  heated  with  phosphorus  oxychloride.^ 
Malanyl  Dimethyl-urea  is  a  body  isomeric  with  dimethyl- 
barbituric  acid.  It  is  obtained  by  the  action  of  a  mixture  of 
malonyl  chloride  and  phosphorus  ozychloride  on  dimethyl  urea, 
and  crystallizes  in  flat  needles  melting  at  123'',  volatilizing  without 
decomposition,  and  dissolving  easily  in  water.^  The  following 
formul®  explain  the  isomerism  of  these  two  compounds : 

DimethyI*malonyl  Urea.  Malonyl  Dimethyl-urea. 

(DimeUiyl-barbituic  acid.) 

CO— NH  CO— NCIL 

XCHs),  CO  CH^      CO 


CO— NH.  CO 


669  Dialuramide  or  Amido-nudonyl-urea,  C^^'Sfi^  was  first 
obtained  by  Prout  as  a  product  of  the  decompositon  of  purpurate 
of  ammonia  (murexide)  by  acids,  and  termed  by  him  purpuric 
add}  This  name,  which  gives  a  fiJse  idea  of  the  nature  of  the 
body,  was  changed  by  Liebig  and  Wohler  to  murexan^  By 
boiling  alloxantin  with  sal-ammoniac  solution,  or  by  boiling 
thionuric  acid  with  water,  they  obtained  a  compound  which 
they  termed  uramU?  Beilstein  found  that  this  body  is 
identical  with  murexan,^  and  Baeyer  ascertained  its  constitution 
inasmuch  as  he  obtained  it  by  the  reduction  of  nitroso-  and  nitro- 
malonyl  urea.  Its  formation  from  alloxantin  may  be  rendered 
clear  by  the  following  equation : 

NH— CO  CO ^NH 

CO     CH— 0— C.OH    CO  +NH,C1    « 

I        J.              II 
NH— CO  CO NH 

NH— CO  CO NH 

CO    CH.NH,       +        C(0H).C0  +  HC1 

II  II 

NH— CO  CO— NH 

^  Conrad  and  Gntseit,  Ber.  DeuUck.  Chem,  Ota.  xiv.  1643 ;  Thome,  Joum. 
Chem.  Soc.  1881,  i.  648. 

'  Mulder,  Ber.  Deutach.  Chem,  Ota.  zii  465. 

'  Phil.  Trana.  1818,  420.  Ann,  Chem.  Pharm,  xxvi.  827. 

»  lb,  274,  810,  828.  «  lb.  cvu.  176. 
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It  forms  silky  needles  insoluble  in  cold,  but  slightly  soluble  in 
hot,  water. 

JPseudO'Uric  Acid/C^EL^fi^.  When  dialntamide  is  boiled 
with  a  solution  of  potassium  cyanate  the  potassium  salt  of  this 
acid  is  formed.^  The  ammonium  salt  is  obtained  by  heating 
dialuramide  with  nrea  to  ISO**.*  Hydrochloric  acid  precipitates 
the  acid  from  solutions  of  its  salts  as  a  powder  consisting  of 
small  prismatic  crystals,  which  are  diiTicuitly  soluble  in  hot 
water,  dissolve  readily  in  alkalis,  but  are  decomposed  by  bromine 
or  nitric  acid  into  alloxan  and  urea,  whilst  on  boilmg  with  water 
and  lead  dioxide,  carbon  dioxide,  oxalic  acid,  oxaluric  acid 
(p.  319),  and  urea  are  formed.  Pseudo-uric  acid  is  monobasic, 
and  its  constitution  is  probably  represented  by  the  following 
formula: 

HN— CO 

CO  CH— NH— CO— NH^ 

HN— CO 

Thiomirric  Acid  or  SiUphamiTibarbiturie  Add,  C^H^Nj^SOi,. 
This  substance  was  obtained  by  Liebig  and  Wohler  by  mixing 
ammonium  sulphite  with  an  excess  of  ammonium  carbonate,  and 
adding  to  this  a  solution  of  alloxan,  slowly  heating  to  the  boiling 
point,  and  allowing  it  to  boil  for  half  an  hour : ' 


HN— CO  HN— CO 


II  I       I    y^^2 

CO  CO    +    SO-    4     NHj    =    CO  C< 

II         '  I   nso3H 

HN— CO  HN— CO 

On  cooling,  the  ammonium  salt  crystallizes  out  in  glistening, 
four-sided  tables.  Acetate  of  lead  throws  down  from  this 
solution  the  corresponding  lead  salt,  and  this  yields  the  acid  when 
decomposed  by  sulphuretted  hydrogen.  Thionuric  acid  forms  an 
indistinctly  crystalline  mass,  which  is  not  deliquescent,  has  a 
strongly  acid  reaction  and  taste,  and  acts  as  a  dibasic  acid. 

670  Violuric  Acid  or  Nitroso-larhituric  Acid,  C^HjNjO^. 
Baeyer  obtained  this  acid,  together  with  alloxan,  by  acting  with 
nitrous  acid  or  dilute  nitric  acid  on  hydurilic  acid.    Its  potassium 

^  Baeyer,  Ann,  Chem,  Pharm.  cxxvii.  S 

*  Grimaux,  Bull.  Soe,  Chim,  xxxL  536. 

•  Ann,  Chem,  Pharm,  xxvi  268. 
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salt  is  formed  when  a  solution  of  hydurilic  or  of  barbituric  acid 
is  treated  with  potassium  nitrite :  ^ 


^ 


^  CO-NH  ,00— NH 

H«         "^CO  +  KO.NO  =  CK(NO)  ^CO    +    H^O. 

\00— NH  \C0— NH 

The  acid  is  tolerably  soluble  in  cold  water,  readily  so  in  hot 
water  and  in  alcohol,  and  crystallizes  in  glistening  rhombic 
pyramids  containing  one  molecule  of  water  which  is  driven  off 
at  100^  Its  solution  decomposes  on  hearting  above  6{f,  and 
when  treated  with  bleaching  powder  yields  ohlorpicrin.  Am- 
monium  sulphite  converts  it  into  thionuric  acid,  and  when  heated 
with  potash  it  decomposes  into  nitroso,  malonic  acid,  carbon 
dioxide,  and  ammonia,  whilst  in  contact  with  hydriodic  acid 
or  sulphuretted  hydrogen  it  yields  dialuramide.  Violuric  acid 
is  monobasic,  and  decomposes  the  acetates.  Its  salts  are 
characterized  by  their  splendid  and  varying  colours. 

PotaBsium  ViolwraU,  C4H2N30^K+2H20,  crystallizes  in  deep 
blue  scales  or  prisms,  which  are  more  soluble  in  hot  than  in  cold 
water,  yielding  a  violet-blue  coloured  solution.  When  thrown 
into  hot  concentrated  hydrochloric  acid,  colourless  prisms  of  the 
compound,  2(C4Hj,N30„KCl)  +H01  +  6H^0, separate  out.  These, 
when  treated  with  potassium  acetate,  are  converted  into  the 
ordinary  salt. 

Barium  Vwhcrate,  (C^^^fi^^e^4iHfi,  yields  glistening  red 
quadratic  tables,  almost  insoluble  in  cold  water. 

Magnesium  Violurate,  (C^H^NjOJ  Mg  +  BH^O,  is  also  very 
difficultly  soluble,  and  forms  oblique  purple-red  crystals. 

Ferrous  ViclmuU.  Violuric  acid  produces  with  ferrous  acetate 
solution  a  deep,  dark-blue  coloration,  and  on  the  addition  of 
alcohol  six-sided  tables  of  the  above  salt,  possessing  a  red 
metallic  lustre,  separate  out. 

671  Dilituric  Acid  or  KUrobarhituric  Add,  C^HgNjOg,  is 
formed,  together  with  alloxan,  when  hydurilic  acid  or  violuric 
acid  is  treated  with  common  nitric  acid,  or  when  barbituric 
add  is  brought  in  contact  with  fuming  nitric  acid  :  * 

^CO— NH  ,00— NH 

CHg         ^00  +  HO.NOj  «  CH.NO,  ^00    +    H^O. 

"^CO- NH  \C0— NH 

^  Arm,  Ohem.  Pharm.  cxxvii.  20 ;  cxxx.  140, 
>  Baeyer,  Ann,  Chem,  Pharm,  czzvii  211. 
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It  crystallizes  in  square  prisms,  which  are  easily  soluble  in 
hot,  but  more  difficultly  soluble  in  cold,  water,  yielding  an  in- 
tensely yellow-coloured  solution.  Chloride  of  lime  converts  it 
into  chlorpicrin,  and  hydriodic  acid  reduces  it  to  dialuramide, 
but  sulphuretted  hydrogen  does  not  act  upon  it.  It  is  a  tribasic 
acid,  but  its  characteristic  salts  are  those  containing  one 
equivalent  of  metal.  Most  of  these  are  explosive,  but  they  are 
so  stable  that  they  are  not  decomposed  by  a  mineral  acid.  The 
barium  scJt  is  not  decomposed  even  by  dilute  sulphuric  acid, 
though  precipitated  by  sulphates.  The  following  are  the  most 
characteristic  compounds. 

Monhydric  Potassium  IHliturate,  C^HNjOgKy  Dilituric  acid 
dissolves  in  caustic  potash  yielding  a  citron-yellow  coloured 
solution,  and  on  adding  alcohol  to  the  hot  liquid  fine  yellow 
needles,  grouped  in  nodular  masses,  are  deposited.  This  salt 
is  insoluble  in  concentrated  caustic  potash,  and  detonates 
slightly  on  heating,  pure  potassium  cyanate  remaining  behind.  If 
concentrated  sulphuric  acid  be  added  to  it,  explosions  occur,  and 
hydrochloric  acid  converts  it  into  the  di-hydric  salt,  C^HjNjOgK, 
which  is  always  formed  when  dilituric  acid  is  brought  in  contact 
with  a  potassium  salt.  This  is  scarcely  soluble  in  cold,  and 
difficultly  soluble  in  hot,  water,  and  separates  from  dilute 
solution  in  cubes. 

Bihydric  Ammonium  IHliturate,  C^^^fi^(STl^),  is  a  pre- 
cipitate consisting  of  microscopic  prisms,  which  are  formed  when 
dilituric  acid  is  brought  into  contact  with  ammonia  or  an  ammo- 
nium salt. 

Ferrous  DUiiurate,  {G^'H^l!ffi^\Fe'^  8Tlfi,  is  obtained  by  the 
addition  of  dilituric  acid  to  a  solution  of  ferrous  sulphate  and 
forms  a  precipitate,  consisting  of  needles  which  have  a  faintly 
greenish  colour  and  are  very  difficultly  soluble  in  water.  They 
explode  when  heated  above  120^ 

Normal  Silver  DUiiurate,  C^NjOgAg^,  is  formed  when  an  ex- 
cess of  a  hot  solution  of  silver  acetate  is  mixed  with  one  of 
dilituric  acid.  It  is  a  lemon-yellow  crystalline  precipitate 
which  explodes  on  heating,  but  not  on  percussion.  If  dilituric 
acid  be  employed  in  excess,  or  if  the  acid  be  added  to  a  silver 
nitrate  solution,  the  acid  salt,  having  the  formula  C^H^NjOgAg, 
is  thrown  down.  This  is  tolerably  soluble  in  hot  water  and 
crystallizes  in  prisms. 

67a  Violantin,  CgHgNgOg-h^HgO,  is  obtained  by  mixing  hot 
concentrated  solutions  of  violuric  acid  and  dilituric  acid,  which 


Digitized  by  VjOOQ  IC 


DIBROMBARBITURIC  ACID.  311 

then  combine  directly  together.  It  is,  therefore,  also  formed 
when  hydurilic  acid  is  warmed  with  weak  nitric  acid.  It  is 
a  yellowish-white  granular  crystalline  powder  which  on  re- 
crystallization  from  water  is  again  converted  into  its  constituents. 
On  the  other  hand,  it  can  be  reorystallized  from  glacial  acetic 
acid  or  from  dilute  alcohol,  when  only  a  partial  decomposition 
takes  place.  With  ammonia  it  yields  a  blue  colour,  and  with 
magnesium  acetate  it  forms  a  fine  blue  crystalline  precipitate, 
whilst  miagnesium  violurate  is  red.  Other  salts  generally 
decompose  it  into  its  constituents.  Thus  with  potassium 
acetate  it  yields  a  precipitate  of  acid  potassium  diliturate, 
whilst,  later,  potassium  violurate  crystallizes  out.' 

Dibrombarbiiuric  Add,  C^HjBrjNjOj,  was  originally  described 
by  Baeyer  as  alloxan  bromide.  It  is  formed  by  the  action  of 
bromine  on  barbituric  acid,  nitroso-  and  uitro-barbituric  acid,  and 
hydurilic  acid,  which  at  the  same  time  also  yield  alloxan. 
It  is  difficultly  soluble  in  cold,  but  dissolves  more  readily  in  hot, 
water,  the  solution  decomposing  on  boiling  with  formation  of 
alloxan  and  a  volatile  body  which  violently  attacks  the  eyes 
and  mucous  membranes.  In  order  to  prevent  this  decomposition 
it  is  crystallized  from  dilute  nitric  acid  solution,  when  rhombic 
prisms  or  tables  are  deposited,  and  it  crystallizes  in  the  same 
form  from  a  solution  in  alcohol,  in  which  it  is  easily  soluble. 
It  Aises  on  heating  with  evolution  of  bromine  vapours  yielding 
a  liquid  which,  on  cooling,  solidifies  to  a  crystalline  mass. 
Bromine  converts  it  into  tribromacetyl-urea,  which  is  also  formed 
by  the  action  of  alkalis,  and  it  is  decomposed  on  heating  with 
formation  of  bromoform.^  When  sulphuretted  hydrogen  gas 
is  passed  for  some  time  into  a  solution  of  dibrombarbituric  acid 
heated  to  90^  it  is  converted  into  alloxantin.' 

Monobronibarbituric  Acid,  Gfi^BiNfi^  is  formed  by  the 
action  of  zinc  or  sodium-amalgam  and  water  on  the  foregoing 
compound,  and  is  also  produced  by  the  action  of  hydrocyanic 
acid,  which  in  the  anhydrous  condition  dissolves  the  dibrom-acid 
without  alteration,  but  when  diluted  acts  upon  it  as  follows : 

CO— NH  CO— NH 

CBr,        CO    +    HON    =»    CHBr    ^O    +    BrCN. 

\o—SK  \!0— im 

^  Baeyer,  Ann.  Ohem,  Pharm.  czxvii.  22S. 

•  Ih.  cixvii.  229 ;  cxxx.  130. 

'  Grimauz,  Bull.  Soc.  Chim  xxxi.  146. 
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It  forms  crystalline  crusts  consisting  of  small  needles,  is  difficultly 
soluble  in  cold  wate^,  and  is  a  monobasic  acid  which  decomposes 
the  acetates.^ 

673  Hydurilic  Add,  CgH^N^O^.  This  compound,  which  has 
been  often  mentioned  in  the  foregoing  pages,  can  be  prepared  in  a 
variety  of  ways,  Schlieper  was  the  first  to  prepare  the  acid  am- 
monium salt,  together  with  alloxan,  by  the  action  of  dilute  nitric 
acid  or  uric  acid.^  It  is  also  formed  when  alloxan  or  aUoxantinis 
heated  for  some  time  with  very  dilute  sulphuric  acid,'  or  when 
dialuric  acid  is  heated  with  glycerin  to  a  temperature  of 
140** — 150°.  The  glycerin  acts  here  merely  as  a  solvent,  and  two 
reactions  occur  at  the  same  time,  inasmuch  as  four  molecules 
of  dialuric  acid  are  converted  into  hydurilic  add  and  a  fifth 
into  formic  acid,  carbon  dioxide,  and  ammonia  :  ^ 

(1)  4C,H,NA  =  2C3HeN,Oe  +  2H3O  +  0,. 

(2)  C^H^NjO^  +  2HjO  +  0,  *  300^  +  CHjO,  +  2NBy 

Hydurilic  acid  is  also  formed,  together  with  glycocoll  and 
carbon  dioxide,  when  uric  acid  is  heated  to  110'* — ISC'*  with 
sulphuric  acid.* 

It  is,  however,  best  obtained  when  hydrated  atloxontin  is 
heated  to  Vl(f  in  a  heated  tube : 

2C8H,N A  +  6HjO  «  CgHeN.Oe  +  *NH,  + 
CjjHjO,  +  2C0  +  4C0^ 

When  heated  in  an  open  vessel  the  same  reaction  occurs,  but 
the  oxalic  acid  is  converted  into  carbon  monoxide,  carbon  dioxide, 
and  water.  Alloxan  can  also  be  converted  in  this  way  into 
hydurilic  acid,  but  only  in  closed  vessels,  as  otherwise  the 
water  necessary  for  the  reaction  escapes.^  It  is  also  formed 
together  with  barbituric  acid  when  dibrombituric  acid  is  treated 
with  hydriodic  acid. 

Hydurilic  acid  is  very  difficultly  soluble  in  cold,  but  dissolves 
somewhat  more  readily  in  hot,  water,  crystallizing  in  small 
fom-sided  prisms  containing  two  molecules  of  water.  When 
hydrochloric  acid  is  added  to  the  hot  solution  a  crystalline 
powder  is  thrown  down,  consisting  of  small  rhombic  tables  which 

*  Baeyer,  Aim,  Chem,  Pharm.  cxxx.  184. 

'  Ann,  Chem,  Pharm.  IvL  11.  '  Finck,  lb.  czxxii  808. 

*  Baeyer,  lb,  cxxviL  14,   . 

'  Schultzen  and  Filehne,  Per.  Ikfitsch,  Chem.  Ges,  i.  150. 

*  Murdoch  and  Dobner,  Jb,  ix.  1102. 
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contain  one  molecule  of  water.  Hydrochloric  acid  precipitates 
hydurilic  acid  from  alkaline  solutions  in  the  form  of  a  chalk-like 
amorphous  powder  which,  when  allowed  to  stand  with  hot  water 
or  hot  hydrochloric  acid,  soon  becomes  crystalline.  It  is  a  strong 
dibasic  acid  decomposing  most  of  the  metallic  chlorides  with 
formation  of  acid  salts,  whilst  acetates,  with  the  exception 
of  potassium  and  ammonium  acetates,  are  decomposed  by  it 
with  formation  of  the  normal  salts.  A  characteristic  reaction  of 
this  acid  and  its  salts  is  the  property  which  they  possess  of 
colouring  ferric  chloride  a  splendid  green,  which  on  heating  is 
converted  into  a  red,  and  is  destroyed  by  alkalis  or  strong  acids. 
The  decompositions  of  hydurilic  acid  which  have  been  described 
in  the  preceding  pages  render  it  probable  that  it  possesses  the 
following  constitution : 

HN— CO  CO— CHj 

00        OH—]/  CO 

HN— (JO  CO— NH 

674  Purpuric  Add,  CgHgNgOg.  Prout,  in  his  investigation  on 
the  "  pathology  of  urine,"  examined  the  purple-red  substance 
obtained  by  evaporating  uric  acid  with  nitric  acid,  and  he 
found  that,  when  the  solution  is  neutralized  with  ammonia 
and  slowly  evaporated,  a  granular,  dark-red,  crystalline  mass 
is  obtained,  reflecting  light  with  a  purple  colour.  To  this  he 
gave  the  name  of  purpurate  of  ammonia,  and  he  prepared  other 
purpurates  by  double  decomposition  with  metallic  salts.  By 
the  action  of  an  acid  he  obtained  from  these  a  colourless 
compound  which  he  considered  to  be  free  purpuric  acid.^ 
Wohler  and  Liebig  then  showed  that  this  body,  which  they 
termed  murexan,  is  not  the  only  product  of  the  decomposition, 
and  that  it  does  not  give  any  dark  red  salts  with  bases.  They 
considered,  therefore,  that  purpurate  of  ammonia  is  an  amide 
having  a  complicated  composition,  and  they  termed  it  murexide 
(from  mwreXf  the  shell  from  which  the  purple^tyrian  dye  is 
said  to  have  been  obtained).*  Soon  afterward  a  memoir  by 
Fritzsche  appeared,  in  which  he  defended  Front's  view,  and 
gave  the  results  of  a  more  complete  investigation  of  the  pur- 
purates, proposing  for  murexide  or  purpurate  of  ammonia  a 

»  Fhil.  Trans.  1818,  420. 

*  Ann,  Ckem,  Pharm.  xxvi.  319.  See  also  Sohunck  "On  the  Purple  of  the 
Ancients,"  Chem.  Soc.  Joum.  xzxy.  589. 
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formula  different  from  that  which  Wohler  and  Liebig  gave  as 
the  correct  one.^  Liebig,  however,  did  not  agree  with  these 
views,*  so  that  Gmelin,  who  was  then  writing  this  portion  of 
his  Handbook^  undertook  the  examination  of  these  contradictory 
statements,  and  endeavoured  from  analysis  to  obtain  a  formula 
which  should  explain  the  formation  and  decompositions  of  mur- 
exide.  According  to  the  view  which  he  held  to  be  the  most 
probable,  murexide  should  be  formed  by  the  action  of  ammonia 
on  alloxantin,  and  experiment  verified  thi»  prediction  :  * 

CgH^N^Oy  +  2NH3  =  CgHgNeOe  +  H,0. 

This  formula,  as  well  as  the  view  that  murexide  is  the  am- 
monium salt  of  purpuric  acid,  then  became  generally  adopted, 
and  this  has  been  since  verified  by  the  investigations  of 
Beilstein,  who  has  shown,  moreover,  that  when  a  puipurate  is 
treated  with  an  acid,  the  purpuric  acid  which  is  liberated  is  at 
once  converted  into  dialuramide  and  alloxan  :^ 

CsHjN.Oe  +  H,0  ==  C.H^N.O,  +  C,H^  A- 

Purpuric  acid  chiefly  forms  acid  salts  (Beilstein). 

675  Add  Ammonium  PurpurcUe,  or  Murexide,  G^^THfiJ[^13,J 
•f  H2O.  In  addition  to  the  methods  which  have  already  been 
described,  this  body  can  also  be  obtained  when  a  solution  of 
alloxan  and  alloxantin  is  treated  with  ammonia  (Liebig  and 
Wohler).  In  order  to  prepare  it  in  this  way,  4  parts  of 
alloxantin  and  7  parts  of  alloxan  containing  4  molecules  of 
crystallization-water  are  dissolved  in  240  parts  of  hot  water,  and 
80  parts  of  a  cold  saturated  solution  of  ammonium  carbonate 
added.^  It  is  also  formed  when  an  ammoniacal  solution  of 
dialuramide  is  exposed  to  the  air  or  heated  with  mercuric 
oxide : 

2C,H,N303  +  HgO  =  CgH^NeOe  +  H,0  -h  Hg. 

Or,  according  to  Beilstein,  4  parts  of  dialuramide  and  3  parts 
of  mercuric  oxide  are  boiled  with  a  suflScient  quantity  of  water 
and  some  ammonia. 

Murexide  crystallizes  in  four-sided  prisms,  the  faces  of 
which  possess  a  splendid  green  metallic  lustre  like  that  of  the 
wing-cases  of  the  rose-beetle  and  other  insects.    By  transmitted 

*  Jounu  Praia,  Chem,  am.  880 ;  xvii.  42. 

'  Ann,  Chcm.  Pkarm.  zxziii.  120*  *  Handbook,  x.  195. 

^  Ann,  Chem,  Pkarm,  cvii  176.  ^  Liebig,  Orffan,  Cheni,  282. 
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light  they  appear  of  a  garnet-red  colour,  and  when  pulverized 
yield  a  red  powder  which,  when  rubbed,  exhibits  a  bright  green 
metallic  reflection.  It  dissolves  with  difficulty  in  cold,  but  more 
easily  in  hot,  water,  yielding  a  purple-red  coloured  solution, 
and  is  insoluble  in  alcohol  and  ether. 

About  twenty-five  years  ago  murexide  was  used  in  dyeing 
and  calico-printing  works  in  such  quantity  that  the  factory 
of  Mr.  Rumney  in  Manchester  turned  out  12  cwt  per  week,  for 
which  quantity  twelve  tons  of  guano  was  required.  The  manu- 
facture of  murexide  was,  however,  only  a  shortlived  one,  inas- 
much as  it  was  soon  supplanted  by  the  cheaper  and  equally 
brilliant  coal-tar  colours. 

Acid  Fotamum  Purpurate,  CgH^NgO^jK,  is  obtained  by  de- 
composing murexide  with  nitre,  or  by  exposing  a  solution  of 
dialuramide  in  cold  caustic  potash  to  the  air.  It  is  very 
similar  to  murexide.  Its  solution,  as  well  as  that  of  murexide, 
is  coloured  deep  blue  by  caustic  potash,  and  alcohol  precipitates 
a  thick  blue  liquid  which  is  probably  the  normal  salt. 

Acid  Silver  JPurpuraie,  2C8H^N50eAg  +  3HjO.  On  adding 
silver  nitrate  to  a  solution  of  murexide  acidified  with  nitric 
acid,  this  salt  is  thrown  down  as  a  light  purple-red  powder. 
The  normal  salt,  CftHgNjO^Agg,  which  was  obtained  accidentally 
by  Beilstein  by  precipitating  a  cold  saturated  solution  of 
murexide  with  a  neutral  solution  of  silver  nitrate,  is  a  fine 
brownish-red  powder. 

The  calcium  and  harium  salts  are  dark-green  crystalline  pre- 
cipitates, dissolving  but  slightly  in  water,  and  yielding  a  purple- 
coloured  solution.  Lead  acetate  gives  a  red  precipitate  with 
murexide  solution,  and  corrosive  sublimate  a  blood-red,  and 
mercurous  nitrate  a  violet  precipitate.  These  reactions  were 
used  in  calico-printing  to  fix  the  murexide  colour,  and  the  violet 
tints  were  obtained  by  fixing  the  colour  on  the  cloth  with 
corrosive  sublimate  in  a  bath  which  contained  oxalic  acid  and 
sodium  acetate,  when  a  reduction  occurred  (Beilstein). 


PARABANIC    GROUP. 

676  Parahanic  Acid,  or  Oxalyl   Urea,  CgHgNgOj,  was  first 
obtained  by  Liebig  and  Wohler,  by  acting  with  tolerably  con- 
centrated hot  nitric  acid  on  uric  acid.^     It  is  also  formed  when 
^  Ann,  Chem,  Pharm.  xxvi.  285. 
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uric  acid  is  warmed  with  hydrochloric  acid  and  potassium  chlorate,^ 
or  boiled  with  manganese  dioxide  and  dilute  sulphuric  acid.' 

Parabanic  acid  is  likewise  produced  when  bromine  and  water 
act  upon  uric  acid ; '  the  acid  in  all  these  cases  bdng  an 
oxidation-product  of  alloxan,  which  is  first  formed.  It  may  be 
synthetically  produced  by  the  action  of  phosphorus  oxychloride 
on  a  mixture  of  oxalic  acid  and  urea  :  * 

CO.OH  NHjj  CO— NH 

I  +      \C0  =     I        >C0    +    2H2O. 

CO.OH  NH,         CO— NH 

In  order  to  prepare  it,  1  part  of  uric  acid  is  added,  in  small 
portions  at  a  time,  to  3  parts  of  nitric  acid  of  specific  gravity  1*30 
heated  to  70^  The  solution  is  first  concentrated  over  the  lamp, 
and  then  evaporated  to  dryness  on  the  water-bath,  and  the  residue 
is  recrystallized  from  water.^  It  is  also  easily  obtained  by 
pouring  a  small  quantity  of  water  on  to  uric  acid  and  adding  an 
excess  of  bromine.^  It  crystallizes  in  flat,  transparent,  mono- 
clinic  prisms  or  needles  (see  Fig.  117),  which  dissolve  at  S"  in 
21*2  parts  of  water,  and  have  a  strongly  acid  taste. 

When  one  part  of  pure  uric  acid  is  edowly  added  to  3  parts  of 
nitric  acid  heated  to  60*,  the  temperature  kept  at  35** — 55*,  and 
at  last  the  liquid  heated  to  70*,  large  crystals,  having  the  com- 
position CgHjNgOg+HjO,  separate  out  on  warming  the  solution. 
These  dissolve  at  8*  in  7*4  parts  of  water,  and  between  150*— 
160*  lose  their  water  of  crystallization  and  then  crystallize  trom 
solution  in  water  in  the  anhydrous  condition.  This  hydrate 
probably  possesses  the  following  constitution :  ^ 

CO NH 

"^CO. 


C(OH),«NH 


Parabanic  acid  is  dibasic,  although  it  has  a  tendency  to  form 
acid  salts.  Those  of  the  alkali-metals  are  very  unstable,  aad 
are  easily  converted  into  the  salts  of  oxaluric  acid  (p.  319).  The 
normal  silver  salt,  having  the  composition  CgAggNgO^-f-H^O, 

*  Gerhardt  and  Laurent,  Ann.  Cfhim,  Phya,  [8],  xxiv.  175. 
^  Wheeler,  Zeitach,  Chem.  1866.  746. 

>  Hardy,  Jahresb.  1864,  681. 

*  Ponomarew,  Bull.  Soc.  Chim.  xviii.  97. 

*  Menachutkin,  Ann,  Chem,  Pharm,  clxxii.  74. 

*  Magnier,  Bufl  Soc  Chim,  xxii.  66. 

'  Tollens  and  Wagner,  Ann,  Chem,  Pharm.  clxvi.  821 ;  Tollena,  ib,  clxxr.  227. 
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ijB  very  characteristic,  being  obtained  as  a  crystalline  precipitate 
by  adding  silver  nitrate  to  a  solution  of  the  acid. 

OxalyMiurtule,  C^H^N^O^,  is  a  slightly  soluble  powder,  ob- 
tained by  heatix^  parabanic  add  with  urea.  Henoe  it  possesses 
the  following  constitution  :  ^ 


CO— NHj 


A 


CO.NH2 

O— NH— CO— NH. 


677  Methyl-parahanic  Acid,  O^B.(CH^l^fi^  ^^  fi™*  obtained 
from  creatinine,  which  is  converted  by  nitrous  acid  into  the  base 


Fig.  117. 

C^HgN^Og ;  and  this,  when  heated  with  hydrochloric  acid,  de- 
composes into  ammonia  and  methyl-parabanic  acid.'  This  latter 
compound  is  also  formed  by  the  oxidation  of  methyl-uric  acid 
with  nitric  acid.'  It  crystallizes  from  hot  water  in  glistening 
needles  or  prisms,  which  melt  at  149'''5,  and  its  solution  has  a 
feeble  add  reaction.  Alkali  decomposes  it  into  oxalic  acid  and 
methyl-urea. 

*  Grimaux,  Bull.  Soe,  Chim,  xxxii.  120. 

'  Deflsaignes,  Ann,  Chem,  Pharm,  zcvii  842 ;  Strecker,  ib,  cxviii.  164  ;  M&rcker, 
ib  cxxxiii.  315. 

»  Hill,  Ber.  DeuUeh.  Chem,  Ota,  ix.  1098. 
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Meihyl'ihioparabanic  Acid,  C3H(CH3)N2SO,.  If  cyanogen 
gas  be  passed  into  an  alcoholic  solution  of  methyl-thio-urea>  a 
ciystalline  compound  is  formed,  which,  on  evaporation,  passes 
into  the  above  compound,  the  following  reaction  occurring : 


/N(CH3)H     CN  /NCCHj)— C-NH 

(1)CS         "^      +1      =CS  I 

\NHjj  CN  \NH C=NH. 

/N(CH3)— C  =  NH                                    /N(CH3).C0 
(2)  CS                               +  2HX)  H-  2HC1  -  CS  | 

\NH— C  zi  NH  \NH CO 

+  2NH,CL 

Methyl-thioparabanic  acid  crystallizes  in  veiy  thin,  bright 
green  scales,  which  melt  at  105^  and  possess  an  acid  reaction. 
When  its  aqueous  solution  is  heated  with  silver  nitrate,  it  is 
converted  into  methyl-parabanic  acid.^ 

678  Dimethyl-paraJbanic  Add,  C3(CH3)2N205,  was  obtained  by 
Stenhouse  by  boiling  caffeine  with  nitric  acid,  and  was  described 
by  him  as  nitro-thelne.'^  Rochleder  afterwards  prepared  it  by  the 
action  of  chlorine  and  water  on  caffeine,  and  he  termed  it 
cholestrophane  ;^  and  Strecker  obtained  it  by  heating  methyl 
iodide  with  silver  parabanate.*  It  is  best  prepared  by  oxidizing 
caffeine  with  chromic  acid  solution.^  It  crystallizes  in  pearly 
laminae,  which  are  difficultly  soluble  in  cold  water  and  alcohol, 
and  melt  at  1 45°'5  and  boil  at  275° — 277°.*  It  is  easily  decom- 
posed by  alkalis  into  dimethyl-urea  and  oxalic  acid,  and  when 
heated  with  hydrochloric  acid  to  200**  it  decomposes  into 
methylamine,  carbon  dioxide,  and  oxalic  acid.^ 

Di7neth7/l-thioparabanic  Acid,  C8(CH3)2N2S02,  is  obtained 
from  dimethyl-thio-urea  in  a  similar  manner  to  the  monomethyl 
compound.  It  crystallizes  in  six-sided  scales,  having  a  colour 
like  that  of  yellow  chromate  of  potash.  These  melt  at  112°'5, 
are  slightly  soluble  in  cold,  but  dissolve  more  readily  in  hot, 
water,  and  have  a  neutral  reaction.  When  heated  with  silver 
nitrate,  the  solution  is  converted  into  dimethyl-parabanic  acid. 

Heactions  for  the  Farabanic  Acids.  All  these  acids  can  bo 
recognized  by  the  following  reaction.     To  the  aqueous  solution 

*  Andreasch,  Ber.  Deutsch.  Chem,  Ges,  xiv.  1447. 

«  Chem.  ^'oc.  Mem,  i.  216,  237.  »  Ann,  Chem,  Pharm.  Ixxiii.  57. 

*  lb.  cxviii.  174.  *  Maly  and  Hinteregger,  MtnuUa,  Chem.  ii  88. 

*  Menschutkin,  Ann.  Ch^m,  Pharm.  clxxviiL  202. 
7  Calem,  Ber.  Deutsch,  Clieiii.  Ges.  zii.  624. 
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calcium  chloride  and  ammonia  are  added  and  the  liquid 
wanned,  when  calcium  oxalate  separates  out  (Andreasch). 

Oxalantin,  C^H^N^Og  +  H,0,  was  first  prepared  by  Schlieper, 
in  small  quantities  together  with  allanturic  acid  by  boiling 
alloxantic  add  for  some  time  with  water,  and  was  termed  by 
him  leucoturic  acid.^  Its  zinc  salt  is  formed  by  treating  para- 
banic  acid  with  zinc  and  hydrochloric  acid  in  the  cold ;  *  it  is 
diflScultly  soluble,  and  is  easily  decomposed  by  sulphuretted 
hydrogen.  Oxalantin  thus  obtained  forms  a  hard  crystalline 
crust  difficultly  soluble  in  water,  and  has  a  faint  acid  reaction. 
Boiling  nitric  acid  is  without  action  upon  this  body ;  it  reduces 
metallic  silver  from  an  ammoniacal  silver  solution,  whilst  alkalis 
decompose  it  easily  into  ammonia  and  oxaluric  acid. 

679  Oxaluric  Acid,  CgH^NjO^  is  easily  formed  when  parabanic 
acid  is  heated  to  boiling  with  aqueous  ammonia  (Liebig  and 
Wohler).  On  cooling,  ammonium  oxalurate  separates  out  in 
glistening,  silky  needles.  This  salt  is  also  found  in  small  quan- 
tities in  human  urine.'  When  dissolved  in  a  small  quantity 
of  warm  water,  and  hydrochloric  acid  added,  and  the  whole 
quickly  cooled,  oxaluric  acid  separates  out  as  a  crystalline 
powder,  which  is  very  difficultly  soluble  in  cold  water,  and  has 
an  acid  taste.  When  a  solution  of  alloxan  is  treated  with 
hydrocyanic  acid,  and  potassium  carbonate  added,  oxaluric  acid, 
together  with  dialuric  acid  and  carbon  dioxide,  is  formed.*  If 
oxaluric  acid  be  boiled  for  some  time  with  water,  it  is  converted 
into  the  acid  oxalate  of  urea,  whence  its  name  : 

CO.OH        NH-  CO.OH        NH, 

I  I  +       H,0        :=        I  I 

CO— NH— CO  CO.O.NH3— CO. 

When  heated  with  phosphorus  oxychloride,  it  is  reconverted 
into  parabanic  acid.'^  It  is  monobasic,  and  its  salts  have  been 
carefully  examined  by  Waage.* 

Mhyl  Oxalurate,  C8H8N20^(C2H5),  waa  obtained  by  Henry 
by  acting  with  ethyl  oxalyl  chloride  on  urea.'^  Grimaux 
obtained  it  from  silver  oxalurate  and  ethyl  iodide.*  It  is  almost 
insoluble  in  cold  water,  and  crystallizes  from  warm  water  in 

*  Ann.  Chem,  Pharm,  M.  2.  '  limpricht,  ib,  cxi.  134. 

*  Schunck,  Proc.  Boy,  Soe.  xv.  268. 

*  Strecker,  Ann,  Chem.  Phar/n.  cziii.  53. 

*  Grimaax,  Ann.  Chim.  Phy$,  [5],  xi.  367. 
'  Ann,  Chtm.  Pharm,  cxYiii.  801. 

'  Btr,  Deutaeh,  Chan,  Oes,  iv.  644.  "  Bull,  Soe.  Chim,  xxi.  157. 
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thin,  silky  needles.  If  a  few  drops  of  ammonia  be  added  to 
the  hot  solution,  and  then  silver  nitrate  added,  a  precipitate  of 
silver  parabanate  is  formed.^ 

Oxaiuramide,  or  Oxalan,  C^HgNjOg,  is  formed,  together  with 
carbon  dioxide  and  dialuric  acid,  when  a  solution  of  alloxan  is 
treated  with  hydrocyanic  acid  and  ammonia : ' 

CO— NH\  CO NH 

C        CO      +    NH.    +    H«0    =  CH.OHCO    + 

II                                                 II 
\C0— NH/  CO NH 

CO.NH,      NH. 

I  I         -f    CO^ 

CO— NH— CO 

This  reaction  corresponds  to  the  formation  of  dialuric  acid 
from  alloxan.  In  both  cases  the  hydrocyanic  acid  remains 
unchanged. 

Oxaiuramide  is  also  formed  when  urea  is  fused  with  ethyl 
oxamate  (p.  120),*  or  when  ethyl  oxalurate  is  heated  with 
alcoholic  ammonia  (Salomon).  It  is  a  crystalline  powder  which 
is  insoluble  in  cold  water  and  when  boiled  with  water  it  is 
converted  into  ammonium  oxalurate.  It  dissolves  in  concen- 
trated sulphuric  acid  without  change,  and  is  again  precipitated 
from  solution  by  water. 


680  The  following  compounds,  though  not  derivatives  of  uric 
acid,  may  be  conveniently  described  here. 

Methyl  Sucdnyl  Ureay  C^HgNgOj.  Methyl  carbimide  com- 
bines violently  with  succinimide  to  form  this  compound : 

/CO.CH,  /N(CH^CO— CH, 

CO— N(CIL)    +    HN        I         =    CO  I 

\CO.CHj  \NH CO— CH^. 

It  forms  rhombic  tablets  which  melt  at  14j7* — 148**,  and  are 

slightly  soluble  in  cold  water  and  alcohol. 

The  corresponding  ethyl  compound  is  a  similar  body  melting 

at  94° — 95°,  easily  soluble  in  water  and  alcohol,  and  decomposing, 

when  heated  from  150° — 160°  again  into  ethyl  carbimide  and 

succinimide.* 

1  Salomon,  Ber,  DetUsch.  Chem,  Gea.  ix.  874. 

'  Schischkow  and  Roesing,  Ann.  Chem.  Pharm.  cvi.  255  ;  Streoker,  ib.  cziiL  48. 

'  Carstanjen,  Joum,  PrcM,  Chem.  [2],  ix.  143. 

^  Menschutkin,  Ann.  Chem,  Fharm.  clxxviii.  204.  * 
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Succinuric  Add,  CgHgNjO^,  is  formed  by  heating  urea  with 
succinic  anhydride : 

CHj.CO  NHs  CH2.CO NH 


\o  +  \co 


Nco. 


CHj.CO  NHj  CHyCO.OH  NH^. 

It  is  a  monobasic  acid,  almost  insoluble  in  cold  water,  and 
crystallizing  from  hot  water  in  scales.* 

Sucdnyl  Dicarbamide,  C2H^(C0.NH.C0.NHj)j,  is  obtained 
by  heating  two  molecules  of  urea  with  rather  more  than  one 
molecule  of  succinyl  chloride.  It  is  a  powder,  difficultly  soluble 
in  hot  water  and  almost  insoluble  in  alcohol.^ 

Amtdomccinurie  Acid,  CgHgNjO^,  is  formed  by  evaporating  a 
solution  of  asparagin  and  potassium  cyanate  and  treating  the 
residue  with  hydrochloric  acid : 

CO.NH,  CO.NH, 

CH-  CH, 

I  '    -h    HCON    =     1. 

CH.NH,  CH.NH.CO.NIL, 

\      ^ 
>.0H  CO.OH 


C0.( 


It  is  almost  insoluble  in  alcohol,  and  crystallizes  from  water 
in  hard  prisms.' 

Maiyl  Ureide,  CgH^NgOg,  is  formed  by  heating  asparagin  with 
urea  to  125'' — 130°.  It  crystallizes  from  hot  water  in  oblique 
rhombohedrons.^    Its  constitution  is  probably  : 


CO.NH 


NH.CO/ 


NcH.CHj.CO.NH2. 


When  this  body  or  amidosaccinuric  acid  is  boiled  with  hydro- 
chloric acid,  malyl  ur&idic  add,  C^H^NjO^  is  formed.  This  is 
also  formed  by  heating  aspartic  acid  with  urea.^  It  is  easily 
soluble  in  water,  and  crystallizes  in  prisms. 

^  Pike,  Ber,  Dtutach,  Chem,  Oes.  vi  1104. 
«  Conrad,  Joum,  Prakt,  Chem,  [2],  ix.  301. 

*  Guareschi,  Ber,  DetUsch.  Chetn,  Oss,  x.  1747. 

*  Grimaux,  Ann,  Chim.  Pkys.  [5],  xi.  400. 

'  Guarescbi,  Ber,  Deuiach,  Chetn,  Gu,  ix.  1435. 
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ALLANTOIN  GROUP. 

68i  Allantcyin,  C^HgN^Oj.  This  compound  was  discovered  by 
Vauquelin  and  Buniva  in  the  amniotic  liquid  of  the  cow,  and 
termed  by  them  amniotic  acid.^  Neither  Dzondi  nor  Prout 
could  obtain  it,  and  then  Lassaigne  showed  that  it  is  contained 
not  in  the  amniotic,  but  in  the  allantoic,  liquid,  which  latter 
fluid  was  mixed  with  the  amniotic  fluid  examined  by  the  first- 
named  chemists,  and  he  termed  the  body  acide  aUanUnque? 
It  was  first  artificially  prepared  and  carefiiUy  investigated  by 
liebig  and  Wohler,  and,  as  Gmelin  had  already  shown  that  the 
substance  obtained  from  the  allantoic  liquid  does  not  act  as  an 
acid,  the  name  which  it  now  bears  was  given  to  it.' 

Wohler  afterwards  noticed  the  existence  of  the  same  substance 
in  the  urine  of  the  sucking  calf,*  and  it  also  occurs  in  the  urine 
of  dogs  kept  on  a  fatty  diet  ^  or  after  administration  of  uric 
acid.®  It  is  likewise  found  in  urine  in  some  cases  of  disease  of 
the  respiratory  organs ;  ^  it  occurs  also  after  doses  of  tannic  acid 
have  been  given,  and  it  exists  not  unfi-equently  in  the  normal 
fluid.^  It  has  also  been  noticed  in  the  urine  of  the  new-bom 
child,  and  in  small  quantities  in  the  case  of  childbirth. 

Schulze  and  Barbieri  have  also  found  allantoin  in  the  young 
leaves  of  the  plane-tree  (JPlatanus  orientcUis),^ 

Allantoin  is  formed  artificially  not  only  by  oxidizing  uric  acid 
with  lead  dioxide,  but  also  by  acting  on  the  same  substance 
with  (1)  manganese  dioxide,^^  (2)  alcoholic  solution  of  potassium 
ferricyanide,^^  (3)  permanganate  solution,^*  and  (4)  ozone :  ^' 

C^H.NA  +  HjO  +  O  =  C.HeNp,  +  CO.. 

It  is  also  obtained  by  the  action  of  nitrous  acid  on  dialuric 

•  Ann.  Chim,  zxziii.  269.  •  Ann,  Chim.  Phy$.  xvii.  801. 
»  Ann.  Chem.  Phurm.  xxvi  244.  *  Jb.  Ixx.  220. 

'  Meiflsner  and  Jolly,  Zeitsch,  Chem,  1865,  280. 
«  Salkowski,  JBer,  DetUsch.  Chem,  Ges,  ix.  721. 
7  Frerichs  and  Stadeler,  Jahreah.  1854,  714. 

•  Salkowski,  Ber,  Deutsch,  Chem.  Gas.  xL  600. 

•  Joum,  Prakt.  Chem.  [21,  xxv.  145, 
w  Wheeler,  Zeitech,  Chem.  1866,  746. 

^»  Schlieper,  Ann.  Chem,  Pharm,  Ixvii.  219. 

"  Neubauer,  ih.  xcix.  217  ;  Clans,  Ber.  DeiUech,  Chem,  Ges.  vii.  227. 

w  Gorap-Besanoz,  Ann,  Chem,  Pharm,  ex.  94. 
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acid/  and  may  be  prepared  synthetically  by  heatiug  1  part  of 
glyoxylic  acid  with  2  parts  of  urea  for  10  hours :  * 

CH(OH)j  NH,  HN— CH— NH 

+    2<5o        -    CO  CO 


> 


\ 


/ 


+    SHjO. 


CO.OH  NH,  HN— CO    NH, 


Allantom  crystallizes  in  mouoclinic  prisms,  which,  seen  under 
the  microscope,  exhibit  the  appearance  shown  in  Fig.  118.  These 
crystals  are  difficultly  soluble  in  cold  water,  but  dissolve  more 
readily  in  hot  water  and  in  alcohol.  It  has  a  neutral  reaction, 
combines    with    metallic    oxides,'  and    yields   with    mercuric 


Fio.  lis. 


nitrate  a  white  insoluble  precipitate  similar  to  that  obtained 
with  urea.  On  this  account  Liebig's  method  for  the  determina- 
tion of  urea  cannot  be  employed  in  presence  of  allantoifn. 

When  allantoin  is  heated  with  concentrated  hydriodic  acid,  it 
decomposes  into  urea  and  glycolyl  urea  (p.  96).* 

Allantoic  Acid,  C^HgN^^  is  formed  as  a  difficultly  soluble  crys- 
talline powder  when  a  solution  of  allantoin  in  caustic  potash 
is  allowed  to  stand   for  some  days.      This  is  a  monobasic 

*  Gibbs,  Ann.  Chem.  Pharm,  Sappl.  vii.  887. 

*  Orimaux,  Ann.  Chim,  Phys.  [5J,  xi.  389. 

'  lirapricht,  Ann,  Chem.  Pharm.  Ixxxviii.  94. 

*  Schlieper,  Ann.  Chem.  Pharm.  Ixvii.  281 ;  Mulder,  ib.  clix.  862. 
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acid,  forming  crystalline  salts.^      When  heated  Trith  water  it 
decomposes  rate  urea  and  allanturic  acid  (Ponomarew)  : 

HN— CH NH  HN— CH  NH, 

/I  \  /       \  \ 

CO  CO    =     CO       O    +       CO. 


HjN  CO.OHNH,         HjN 


^ 


/ 

NH, 


AUanturic  Acid,  CjH^N^Og.  This  was  first  obtained  by 
Pelouze  by  oxidizing  uric  acid  and  allantom.'  A  similar 
body  was  afterwards  obtained  by  Schlieper  as  a  by-product  in 
the  preparation  of  allanto'in,  and  to  this  he  gave  the  name  of 
lantanti/ric  udd^  and  on  boiling  alloxanic  acid  witb  water  he 
noticed  that,  together  with  other  products,  a  deliquescent  acid 
is  formed  whicb  he  described  as  diffluan.^  According  to  Baeyer 
these  bodies  are  identical,  and  must  be  regarded  as  anbydrides 
of  urea  and  glyoxylic  acid>  The  formation  of  allanturic  acid 
from  allantoic  .^d  shows  that  the  former  substance  is  the  anhy- 
dride of  carbamine-diglyoxylic  add,  a  substance  which  does  not 
appear  to  exist  in  the  free  state. 

Allanturic  acid  is  a  gum-like  deliquescent  mass,  which  when 
boiled  with  caustic  potash  decomposes  into  ammonia,  carbon 
dioxide,  acetic  acid,  and  oxalic  acid,  or  the  products  of  decom- 
position of  uric  acid  or  glyoxylic  acid,* 

OlyoocyUUrea^  CgH^N^Oj.  This  compound  is  isomeric  with 
allanturic  acid,  and  is  formed  by  the  decomjM^sition  of  oxonic 
acid  (p.  297).  It  orj^tallizes  from  hot  water  in  thick  needles, 
and  is  a  monobasic  acid,^  probably  possessing  the  following 
constitution : 

/NH, 
CO 
\NH.CO.CHO. 

Glyco^rU,  C^H^N^O,,  is  formed  by  the  action  of  sodium 
amalgam  on  a  hot  solution  of  allantoin.  It  crystallizes  in 
small  octohedrons  or  pointed  needles,  which  are  difficultly 
soluble  in  water.^  On  boiling  with  dilute  sulphuric  acid  it 
decomposes  into  urea  and  glycolyl  urea.® 

^  Ponomarew,  Ber.  Deutach.  Chem,  Oes,  xi.  2165, 

»  Gerhardt,  TraiU.  Chim.  Org.  i.  628. 

»  Ann,  Cherru  Pharm.  Ivi.  1.  *  Neu,  HawuOrUrb,  i.  288. 

'  Medicns,  Ber.  Deutsche  Chem,  Gfes,  x.  644. 

•  Medicns,  Ann,  Chem,  Pharm,  clxxv.  234. 

7  Rheineck,  ib.  cxxxiv.  219. 

^  Baeyer,  ^.  czxxvi.  276. 
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PffruvU,  CftH^^Og,  is  isomeric  with  methyl-allantoin,  and  is 
formed  when  pyroracemic  acid  is  heated  with  urea.  It  crystal- 
lizes from  hot  water  in  rhombic  tables,  and  when  boiled  with 
concentrated  hydrochloric  acid  it  is  converted  into  pffruvin- 
wreide,  C^H^N  jO^ : 


HN— CCCHj)— NH 

CO 

HN— C  NH, 


>^o  = 


N=C(CHg) 
HN— CO 


NEL 


Pyravil  is  a  crystalline  powder  somewhat  soluble  in  boiling 
water.  Nitric  acid  converts  it  into  nUro-pyruvinur^ide, 
C^H3(N02)N202,  a  body  crystallizing  from  hot  water  in  glistening 
yellow  scales,  and  dissolving  in  alkalis  with  a  yellow  colour. 
This  latter  is  a  dibasic  acid,  and  is  decomposed  by  boiling  with 
bromine  water  into  parabamc  acid  and  brompicrin  :  ^ 


NizC— CH^CNO^) 
CO 
HN— CO 


+    SBtj    +    HjO     = 


HN— CO 
HN— CO 


CBr,NO,    +    3HBr. 


XANTHINE,  C^H^N.O^ 
SARCINB,  CjH.Np. 
GUANINE,  CjHgN.O. 

683  These  three  basic  compounds,  which  occur  in  the  animal 
organism,  stand  in  close  relation  to  uric  acid.  The  two  first  are 
formed  from  this  acid  by  the  action  of  sodium  amalgam  and 
water,^  and  guanine  is  xanthine  in  which  one  atom  of  oxygen  is 
replaced  by  the  imido-group  NH,  and  therefore  it  is  converted 
into  this  latter  body  by  the  action  of  nitrous  acid. 
•  Xanthine,  CgH^N^Og,  was  discovered  by  Marcet  in  1819  as 
forming  the  chief  constituent  of  certain  rare  forms  of  urinary 
calculus,  and  termed  by  him  xanthic  oxide,  because  on  evapo- 
ration with  nitric  acid  a  yellow  residue  is  left  (fav^o^,  yellow). 

*  Orimaux,  Ann,  Chim,  Phys.  [5],  xi.  378. 

*  Rheineck,  Ann,  Chem,  Fharm,  cxzzi.  121. 

'  Jiasay  on  the  ChemwU  History  and  Medical  Treatment  of  Calculous  Diaeaoes, 
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ltd  composition  was  first  determined  by  Liebig  and  Wohler, 
who  studied  the  properties  of  the  body  more  exactly/  whilst 
Qmelin  gave  it  the  name  it  now  bears.'  It  is  also  always  found 
in  small  quantity  in  urine,  and  during  the  use  of  sulphur  baths 
it  appears  in  larger  quantity.'  It  also  occurs  in  yeast,  frequently 
in  guano,^  and  it  is  a  normal  constituent  of  the  animal  body. 
Thus,  it  has  been  found  in  muscular  fibre  and  in  the  liver, 
pancreas,  and  spleen,  and  in  the  brain.^ 

It  is  obtained  artificially  from  guamne  by  treating  this  body 
with  nitrous  acid,  when  a  nitro-compound  is  formed  at  the  same 
time,  and  this,  on  reduction  with  ferrous  sulphate  and  ammonia, 
yields  xanthine.^  In  order  to  prepare  it,  potassium  nitrate  ia 
added  to  a  boiling  nitric  acid  solution  of  guanine  until  red 
nitrous  vapours  are  evolved  in  considerable  quantity,  when 
the  solution  is  diluted  with  a  large  quantity  of  water;  the 
yellow  precipitate  thus  formed  is  washed  and  dissolved  in  boiling 
ammonia»  a  solution  of  ferrous  sulphate  being  then  added  until 
black  hydroxide  of  iron  is  precipitated.  The  filtered  solution  is 
next  evaporated,  and  the  residue  washed  with  water  to  remove 
ammonium  sulphate.  It  is  then  again  dissolved  in  ammonia^ 
and  the  solution  allowed  to  evaporate. 

Xanthine  is  a  granular  white  powder,  consisting  of  micro- 
scopic crystals  which  when  pressed  possess  a  waxy  lustre.  It  is 
deposited  from  aqueous  solution  on  evaporation  as  a  skin  or  in 
scales.  It  is  very  difficultly  soluble  in  cold,  but  more  readily 
soluble  in  boiliri^  water.  The  determinations  of  its  solubility 
vary  considerably.  According  to  Alm^n,  it  requires  from  1336  to 
14j98  parts  of  boiling  water  and  about  14,000  parts  of  cold  water 
for  solution.^  It  is  insoluble  in  alcohol,  dissolves  in  ammonia 
more  readily  than  does  uric  acid,  and  is  still  more  readily  soluble 
in  caustic  potash.  Acids,  even  carbon  dioxide,  precipitate  it  from 
this  solution.  When  xanthine  is  heated  a  small  portion  sub- 
limes ;  the  larger  portion,  however,  carbonizes  with  formation 
of  ammonium  carbonate,  cyanogen,  and  hydrocyanic  acid. 

Xanthine  acts  at  the  same  time  as  a  weak  acid  and  a  weak 
base.  It  dissolves  in  warm  ammonia,  and  on  cooling  fine  stellated 
needles  of  the  ammonium  compound  separate  out,  but  the  solution 
when  evaporated  loses  the  whole  of  its  ammonia.    Xanthine 

*  Pogg,  Ann,  xli.  893.  «  Han^,  Org,  Chem.  ii.  61*. 

*  DUiT,  Ann.  Chem.  Pharm.  cxxxiv.  46. 

*  Strecker,  ih.  cxviii.  162 ;  Phipson,  Cfum.  Nnes,  vi.  16. 
■  Scherer,  Ann.  Chem..  Pharm.  cxii.  257. 

«  Strecker,  ib.  cviii.  141,  cxviii.  166.  '  Jahregb.  1862,  534. 
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separated  out  by  acetic  acid  is  more  easily  soluble  than  that 
obtained  by  evaporation  (Strecker,  Scherer).  When  xanthine 
is  boiled  with  baryta-water,  the  difficultly  soluble  compound 
C5H4N^02Ba(OH)j  separates  out 

XarUhirie  SulpfuUe,  C^Il^^fi^80^B.^+B.fi,  crystallizes  in 
microscopic,  glistening,  rhombic  tables,  which  when  washed 
ivith  water  lose  the  whole  of  their  acid.  J^arUhine  hydrochlorate, 
CgH^N^OgjHCl,  is  difficultly  soluble  in  water,  and  is  deposited 
in  glistening  scales  aggregated  in  nodular  concretions.  The 
nitrate  forms  fine  yellow  crystals. 

When  xanthine  is  evaporated  with  nitric  acid,  and  caustic 
potash  added  to  the  yellow  residue,  this  becomes  of  a 
yellowish-red  colour,  which  on  warming  turns  to  a  violet-red. 
If  a  small  quantity  of  xanthine  is  brought  on  to  a  watch-glass 
with  a  mixture  of  bleaching  powder  and  caustic  soda,  the  edges 
of  the  liquid  become  covert  with  a  dark-green  scum  which  soon 
becomes  brown  and  disappears.  The  soluble  salts  of  mercury 
precipitate  an  aqueous  solution  of  xanthine  even  when  greatly 
diluted. 

FsettdaxarUMne,  CgH^N^Oj,  is  formed,  together  with  glycocoll 
and  hydurilic  acid,  when  uric  acid  is  heated  with  sulphuric  acid 
to  a  temperature  of  110* — 130**.  It  is  a  white  powder,  slightly 
soluble. in  water,  but  easily  soluble  in  caustic  potash.  When 
it  is  evaporated  with  nitric  acid,  it  leaves  a  lemon-yellow  residue 
which  is  coloured  yellowish-red  by  caustic  alkalis.  With  nitric 
acid  or  hydrochloric  acid  it  does  not  form  crystalline  compounds.^ 
683  Sarcine,  CgH^N^O.  A  substance  resembling  xanthine 
was  discovered  by  Scherer  in  splenic  pulp  and  in  the  muscles 
of  the  heart,  and  to  this  he  gave  the  name  of  hypoxanthine, 
as  it  contains  one  atom  of  oxygen  less  than  xanthine.  A  body 
termed  xanthoglobuline,  which  the  same  chemist  discovered  in 
the  Hver  and  pancreas,  appeared  to  be  different  from  this  sub- 
stance, whilst  Strecker  found  a  compound  having  the  same 
composition  as  hypoxanthine  in  muscular  fibre,  and  as  it  did 
not  agree  in  its  properties  with  this  body  he  distinguished  it  as 
sarcine.  Scherer  then  showed  that  the  bodies  which  he  had 
obtained  were  identical  with  this  latter,  and  that  the  differ* 
ences  which  were  noted  were  due  to  the  fact  that  they  were 
mixed  with  more  or  less  xanthine  or  guanine.^ 

*  Schultxen  and  Filebne,  Ber.  DetUaeh,  Chem.  Ota,  i.  150. 

*  Scherer,  Ann.  Ckem,  Pharm,  IzxiiL  828.  cyii  814,  czii.  257 ;  Strecker,  ih^ 
cii.  204,  cviii  129. 
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Sarcine  almost  always  occurs  together  with  xanthine,  and  is 
also  found  in  the  spinal  marrow,  and  in  the  blood  after  death, 
but  not  in  blood  when  flowing  through  the  blood-vessels ;  it  does 
not  occur  in  urine. 

In  order  to  prepare  this  compound,  extract  of  meat  is  dissolved 
in  fifteen  times  its  weight  of  water,  the  solution  precipitated  with 
acetate  of  lead,  the  filtrate  then  freed  from  lead  by  sulphuretted 
hydrogen,  and  evaporated  to  one-fourth  of  its  original  volume. 
Ammonia  is  next  added  and  silver  nitrate,  the  precipitate 
washed  with  ammoniacal  water,  and  dissolved  in  the  smallest 
possible  quantity  of  nitric  acid  of  specific  gravity  11.  On 
cooling,  sarcine-silver-nitrate  crystallizes  out,  this  requiring 
5,000  parts  of  the  cold  acid  for  solution.  The  precipitate  is 
then  fireed  from  nitric  acid  by  washing  with  ammoniacal  silver 
solution,  the  residue  suspended  in  water  and  decomposed  by 
sulphuretted  hydrogen.  The  filtrate,  on  evaporation,  yields 
absolutely  pure  sarcine,  of  which  the  extract  of  meat  contains 
about  0'6  per  cent.,  whilst  ox-muscle  contains  from  0*0161  to 
0  0277  per  cent.  The  filtrate  from  the  sarcine-silver-nitrate 
gives  on  addition  of  ammonia  a  precipitate  of  xanthine-silver- 
oxide,  and  hence  this  method  serves  for  the  quantitative  deter- 
mination of  sarcine  and  xanthine  in  meat.  The  preparation  of 
creatine  may  also  be  carried  out  in  the  same  material.^ 

Sarcine  is  a  crystalline  powder,  dissolving  in  300  parts  of  cold 
and  78  parts  of  boiling  water,  and  being  less  soluble  in  alcohol 
Fuming  nitric  acid  converts  it  into  xanthine  and  a  nitro-com- 
pound.  It  has  a  neutral  reaction,  and  combines  with  acids, 
bases,  and  salts. 

EydroMorate  of  SarciTie,  G^BJUfiMCl  +  H,0,  crystallizes 
in  needles  or  prisms,  and  is  readily  decomposed  by  water.  The 
nitrate  forms  thick  prisms,  which  become  opaque  when  moistened. 

The  baHum  mlt,  C5H^Np,Ba(0H)j,  or  CgH^BaN^O  +  2H2O, 
is  obtained  by  dissolving  sarcine  in  dilute,  and  afterwards  adding 
an  excess  of  cold  saturated,  baryta-water,  when  the  salt  is 
deposited  in  transparent  crystals. 

When  sarcine  solution  is  precipitated  with  ammoniacal 
silver  nitrate,  a  gelatinous  precipitate,  having  the  composition 
CgHjAgN^O  +  Kfi  is  deposited,  whilst  with  silver  nitrate 
alone  flocks  of  CgH^N^OjAgNO,  are  formed,  which  dissolve  in 
dilute  nitric  acid,  and  on  cooling  the  salt  is  deposited  in 
microscopic  needles. 

^  Neubaner,  Freamiua'  Zeiiach,  vi.  88. 
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684  Camine^  Q^lS^fi^  has  hitherto  only  been  found  in 
Liebig's  extract  of  meat,^  and  in  order  to  prepare  it  this  is  dissolved 
in  6  to  7  parts  of  water,  precipitated  by  baryta- water,  and  acetate 
of  lead  added  to  the  filtrate,  when  a  precipitate  is  formed  which 
contains  the  lead  compound  of  camine.  This  is  then  dissolved 
by  boiling  repeatedly  with  water,  and  the  solution  decom- 
posed by  passing  sulphuretted  hydrogen  through  it.  The  filtrate 
is  then  concentrated,  and  a  strong  solution  of  silver  nitrate 
added,  when  a  flocculent  precipitate,  having  the  composition 
(C7HgN40jj),,AgN03,  is  formed.  This  is  washed  with  dilute 
ammonia  to  remove  nitric  acid.  The  precipitate  is,  lastly,  sus- 
pended in  water,  and  decomposed  by  sulphuretted  hydrogen. 

Camine  is  a  crystalline  powder,  difficultly  soluble  in  water;  it 
unites  with  hydrochloric  acid  to  form  the  salt  C^HgN^Og  +  3HC1, 
crystallizing  in  glistening  needles.  Bromine-water  or  warm 
nitric  acid  converts  camine  into  sarcine.  Extract  of  meat  con- 
tains about  1  per  cent,  of  camine,  and  it  is  firom  this  that  the 
sarcine  is  probably  formed. 

685  Guanine,OTlmidooca7UMne^G^^fi.  This  body  was  dis- 
covered by  linger  in  various  samples  of  guano,  being  contained 
in  largest  quantity  in  that  from  Peru.'  -^  It  is  also  found  in  the 
excrement  of  the  spider,^  in  the  pancreas  of  the  horse,^  and  in 
the  scales  of  the  bleak,^  and  it  occurs  as  a  deposit  in  the  knee- 
joints  of  swine  suffering  firom  the  disease  known  as  Quanine-gout 
(Virchow). 

It  is  produced,  together  with  xanthine,  sarcine,  and  other 
bodies,  when  yeast  is  allowed  to  stand  at  a  temperature  of  35^ 
in  contact  with  water.® 

In  order  to  prepare  it,  Femvian  guano  is  suspended  in  water, 
milk  of  lime  gradually  added,  and  the  whole  boiled.  The 
brown  solution  is  then  squeezed  through  a  cloth,  and  the  process 
repeated  until  the  liquid  is  no  longer  coloured.  The  residue, 
which  contains  uric  acid  and  guanine,  is  then  boiled  with  solu- 
tion of  sodium  carbonate,  until  the  solution  thus  obtained  no 
longer  yields  a  precipitate  with  hydrochloric  acid.  It  is  then 
treated  with  sodium  acetate,  and  hydrochloric  acid  added  to 
strongly  acid  reaction,  and  the  precipitate  boiled  with  dilute 
hydrochloric  acid.  Hydrochlorate  of  guanine  crystallizes  out 
on  cooling,  but  this  still  contains  uric  acid,  and  to  remove 

^  Weidel,  Ann,  Chem,  Phann.  clviiL  858. 

'  Ann,  Chem.  Pharm,  lix.  58.         *  Gonxp-Bettnez  and  Will,  ib.  Ixix.  117. 
^  Scheter,  ib,  czii.  276.  "  BarreswxU,  Campl,  JRmd.  liii  246. 

*  Schutzenbezger,  Bull.  Soe,  Chim,  viL  192. 
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this  it  must  be  boiled  with  dilute  ammonia,  and  the  residual 
guanine  dissolved  in  strong,  boiling  nitric  acid.  On  cooling, 
nitrate  of  guanine  separates  out,  and  this  may  be  decomposed 
by  ammonia.^ 

Quanine  is  an  amorphous  powder,  insoluble  in  water.  It 
dissolves,  however,  in  an  excess  of  concentrated  ammonia, — ^a 
reaction  which  distinguishes  it  from  xanthine  and  sarcine.  Its 
salts  also  yield  with  potassium  chromate  an  orange-red,  crystal- 
line precipitate,  and  potassium  ferricyanide  gives  a  reddish- 
brown,  crystalline  precipitate,  whilst  a  saturated  solution  of 
picric  acid  gives  an  orange-yellow,  silky,  insoluble  picrate.' 
When  guanine  is  evaporated  with  fuming  nitric  acid,  a  glistening 
yellow  residue  remains,  and  this,  on  the  addition  of  caustic  soda, 
becomes  first  red,  and  then,  on  heating,  purple. 

When  guanine  is  heated  with  hydrochloric  acid  and  potassium 
chlorate,  it  is  oxidized  to  carbon  dioxide,  guanidine,  and  para- 
banic  acid  (Strecker).  It  is  a  diacid  base,  but  also  forms 
metallic  salts,  and  combines  with  salts. 

Otianine  HydrochlorcUe,  Cfi^T^fi,(ELCl)2^  is  formed  when 
hydrochloric  acid  gas  is  passed  at  a  low  temperature  over 
guanine,  when  the  mass  swells  up.  By  dissolving  guanine  in 
hot  hydrochloric  acid,  the  monacid  salt  having  the  formula 
CgHjNgOjHCl  -f  ZHgO  is  obtained,  crystallizing  in  needles  which 
lose  their  water  at  100*  and  their  acid  at  200^  Guanine  hydro- 
chlorate  forms  double  salts  with  various  metallic  chlorides.  The 
platinichloride,  [C5H5N50,HCl]j+PtCl4+2H,0,  crystallizes  firom 
water  in  orange-yellow  prisms. 

Chianine  Sulphate,  {Q^^fi)^^0^  crystallizes  in  long 
needles,  but  is  decomposed  by  prolonged  washing  with  water. 

Guanine  Nitrate,  C^^fiSJl^O^^+iTlfi,  is  formed  by 
dissolving  guanine  in  hot  nitric  acid  of  specific  gravity  1*25. 
It  crystallizes  in  short  prisms.  From  more  dilute  acid,  a  salt, 
having  the  composition  2(C5HgN50,HNOJ-|-3HjO,  ciystallizes 
in  long,  hair-like,  foliated  needles. 

Guanine  also  forms,  with  oxalic  acid  and  tartaric  acid,  crystal- 
line salts  (linger),  but  it  does  not  combine  with  formic  or  acetic 
acid,  and  does  not  dissolve  in  lactic  acid  or  citric  acid.* 

Guanine  dissolves  readily  in  caustic  soda  solution,  and  on  the 
addition  of  alcohol  indistinctly  formed  scales,  having  the  com- 

^  Strecker,  Ann,  Chen,  Phamn,  czriii.  152. 

'  Capranicft,  ffappe-SeyU^s  Zeitach,  Phy».  Chan.  iv.  2S8. 

>  Neubaner  and  Kerner,  Ann,  Chetn,  Fharm.  cL  818. 
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position  CjHjNgOjfNaOEQp+SHgO,  separate  oat,  and  these  are 
decomposed  by  i¥ater  and  by  carbon  dioxide  (linger).  When 
guanine  is.  dissolved  in  boiling  baryta-water,  needles  separate  out 
on  cooling  which,  when  dried  over  sulphuric  acid,  lose  their  water 
and  have  the  composition  C^HgBaN^O  (Streckei:). 

If  a  concentrated  aqueous  solution  of  corrosive  sublimate  be 
added  to  a  hydrochloric  acid  solution  of  guanine,  a  crystalline 
precipitate,  having  the  composition  2(C^BL^l^fi,HgCl^  +  SH^O, 
IS  formed.  A  hot  alcoholic  solution  of  sublimate  gives,  on  the 
other  hand,  a  heavy,  crystalline  powder,  consisting  of  microscopic 
prisms,  having  the  composition  2(C5H5NgO,HCl)HgCl2  +  H^O 
(Neubauer  and  Eemer). 

Silver  nitrate  gives  a  flocculent  precipitate  in  a  solution  of 
nitrate  of  guanine,  and  this  dissolves  in  strong  boiling  nitric 
acid,  and  on  cooling  deposits  in  fine,  needle-shaped  crystals, 
having  the  formula  C^K^'SfiJigNO^  (Strecker). 


THEOBROMINE,  CyHgN^O^ 
CAFFEINE,  C^H^N^Or 

686  These  two  compounds,  which  only  occur  in  the  vegetable 
kingdom,  and  which  were  formerly  classed  amongst  the  alkaloids, 
are  now  known  to  exhibit  chemical  analogies  with  uric  acid  and 
similar  bodies  occurring  in  the  animal  oi^anism. 

TJieobTvinine,  CyHgN^Oj.  This  body  was  discovered  by  Wos- 
kresensky  in  cocao-beans,  the  fruit  of  Theobroma  cacao}  from 
which  cocao  and  chocolate  are  prepared.  It  also  occurs  in  the 
rind,*  and,  as  it  appears,  in  small  quantity  together  with  caffeine 
in  the  young  leaves  of  Himalaya  tea.'  In  order  to  extract  it 
the  powdered  beans,  which  contain  about  0*5  per  cent.,  are  boiled 
with  water,  and  lead  acetate  added  to  the  solution  until  no  further 
precipitate  is  formed.  The  filtrate  is  then  freed  from  lead  by 
sulphuretted  hydrogen,  and  evaporated  to  dryness.  The  residue 
is  boiled  with  alcohol,  and,  on  cooling,  theobromine  crystallizes 
out,  and  is  then  purified  by  recrystallization  or  by  sublimation. 

Strecker  found  that  when  silver  nitrate  is  added  to  an 

ammoniacal  solution  of  xanthine,  an  amorphous  precipitate  of 

^  Ann.  Chem.  Pharm.  xli.  125. 
*  Bley,  Pharm.  Central.  1842,  808. 
»  ZOlIcr, . 


,  Ann.  Chem.  Pharm.  clviiL  180. 
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xanthine-silver,  CgHgAgjN^Oj,  is  formed,  and  this,  when 
heated  with  methyl  iodide  is  converted  into  dimethyl  xanthine, 
C^K^i^^^^^fiy  He  considered  that  this  body  was  isomeric 
with  theobromine,^  but  £.  Fischer  has  shown  that  the  bodies 
are  identical.  In  order  to  prepare  theobromine  from  xanthine,  a 
molecule  of  the  latter  is  dissolved  in  a  solution  of  two  molecules 
of  caustic  soda  and  the  boiling  solution  precipitated  with  acetate 
of  lead,  when  lead  xanthine,  CgHjPbN^Og,  is  thrown  down  as  a 
crystalline  precipitate,  which,  when  heated  with  methyl  iodide 
to  100*,  is  converted  into  theobromine.* 

Theobromine  is  slightly  soluble  in  water,  and  forms  micro- 
scopic crystals  which  sublime  to  a  snow-like  mass  at  290* — 295V 
It  possesses  a  bitter  taste,  which,  however,  only  becomes  percep- 
tible after  a  time.  It  combines  with  acids  to  form  unstable 
salts,  which  resemble  those  of  caffeine.  When  dissolved  in 
ammonia,  and  silver  nitrate  added  and  the  mixture  boiled,  silver- 
theobromine,  C^H^AgN^Og,  is  deposited  as  a  white  precipitate. 

On  oxidation  with  chromic  acid,  theobromine  yields  mono- 
methylparabanic  acid,*  whilst  aqueous  chlorine  converts  it  into 
monomethyl  urea  and  monomethyl  alloxan,^  and  by  hydrochloric 
acid  and  chlorate  of  potash  it  is  oxidized  to  dimethyl-alloxanttn, 
C8H^(CH,)2N^08  -I-  4H[gO  (Maly  and  Hinteregger). 

687  Caffeine,  or  Methyl  Theobromine,  CgHi^N^Oj.  The  bitter 
ingredient  of  coffee  was  not  obtained  in  the  pure  state  till  the 
year  1821,*  when  it  was  prepared  almost  simultaneously  by 
Runge,^  Pelletier  and  Caventon,®  and  Robiquet*  In  1827  Oudry 
discovered  the  bitter  crystalline  principle  contained  in  tea,  to 
which  he  gave  the  name  of  th^ne  ;  *•  and  Berzelius  suggested 
that  this  compound  would  be  found  to  be  identical  with  that 
obtained  from  coffee,  and  his  supposition  was  proved  to  be 
correct  by  the  investigations  of  Jobst  ^^  and  Mulder."  A  body 
termed  guaranine  by  Martins  was  afterwards  shown  by  himself,^ 
and  by  Bertemont  and  Dechastelus,^*  to  be  caffeine. 

The  exact  composition  of  this  body  was  ascertained  by  Pfaff 

*  AniL  Chem,  Pharm,  cxviiL  174.  •  Ber,  Deut,  Chem.  Ges.  jr.  453. 

•  Keller,  Ann,  Chem,  Pharm,  xciL  71. 

^  Maly  and  Hinteregger,  Monais,  Chem.  1881,  87. 

•  E,  Fischer,  Ber,  DeiUseh,  Chein,  Oes,  xv.  82. 

*  Ofnulin's  Eandhook,  xiii.  224. 

^  MaAeridUn  zur  Physiologie  ;  see  also  Giske,  Schweigg,  Joum,  xzxL  208. 
«  Joum,  Pharm,  [2],  xii.  229.  •  XHd.  TerhnoL 

2*  Nouv,  Bibl.  Med.  March,  1827.  ^^  Ann,  Chem.  Pharm.  zzt.  63. 

"  Joum.  Prakt.  Chem.  xv.  280.  ^«  Ann,  Chem.  Pharm.  xxxn.  98. 

"  lb.  xzxvL  90. 
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and  Liebig/  but  Strecker  was  the  first  to  obtain  caffeine  arti- 
ficially. For  this  purpose  he  heated  silver-theobromine  with 
methyl  iodide,  proving  that  this  body  ia  methyl-theobromine.* 

Coffee-beans  contain  0*5  to  2*2  per  cent  of  caffeine.  It  is 
foand  in  the  seed-cover  as  well  as  in  the  leaves  '  of  the  coffee- 
plant,  which  contain  in  the  dry  state  about  1*26  per  cent. 
(Stenhouse).  The  percentage  of  caffeine  in  tea  varies  usually 
between  1*5  and  2*5  per  cent.,  but  in  some  cases  it  rises  to  above 
3*2  per  cent.  Quarana  or  uarana,  termed  Brazilian  chocolate, 
a  material  largely  used  in  South  America,  is  the  roasted  piilp  of 
the  firuit  of  PatUlinia  sorbUis.  This  substance  occurs  in  com- 
merce in  reddish-brown  cylinders  or  balls,  and  serves  as  an 
article  of  diet  as  well  as  a  medicine.  It  contains  1*5  to  5  per 
cent,  of  the  base.  Caffeine  is  also  contained  in  Paraguay  tea 
or ''  yerba  mate,"  a  substance  obtained  fi*om  the  leaves  and  small 
twigs  of  the  Hex  Paraffiiayensis,  and  which  contains  0*2  to  I*6> 
It  is  also  found  in  Kola- nuts,  the  fruit  of  the  Serculia  acuminata, 
used  in  Central  Afiica  as  a  food,  and  this  contains  about  2  per 
cent,  of  caffeine.* 

In  order  to  prepare  caffeine,  tea-dust  is  employed.  This  is 
boiled  with  water,  acetate  of  lead  added  to  the  solution  until 
no  further  precipitate  occurs,  in  order  to  get  rid  of  tannic  acid 
and  other  bodies,  the  filtrate  fi*eed  from  lead  by  sulphuretted 
hydrogen,  and  the  whole  evaporated  to  the  point  of  crystallization. 
The  impure  base  is  then  recrystallized  from  alcohol,  benzene,  or 
chloroform.  It  forms  long,  silky,  elastic  needles,  which  when 
crystallized  firom  water  contain  one  molecule  of  this  substance, 
which  is  given  off  at  100^  It  dissolves  in  about  90  parts  of 
cold  water,  and  easily  in  boiling  water.  It  is  less  soluble  in 
alcohol,  and  still  more  difficultly  soluble  in  ether.  On  the  other 
hand,  it  dissolves  readily  in  chloroform  and  benzene.  It  possesses 
a  slightly  bitter  taste,  melts  at  234* — 235^  and  sublimes  without 
decomposition. 

In  order  to  determine  the  amount  of  caffeine  in  tea  or  coffee, 
10  grams  of  the  substance,  which  must  be  well  dried  and 
powdered,  are  boiled  with  water,  and  the  filtrate  evaporated  to 
dryness  with  2  grams  of  magnesia  and  5  grams  of  glass  powder. 
The  caffeine  is  then  extracted  with  a  mixture  of  1  part  of 

*  Ann,  Pharm.  L  17.  '  Ann.  Chem.  Pharm,  czyiiL  170. 

*  Van  derCorpat,  Omelin'a  Handbook,  zilL  225 ;  Stenhouse,  Ann,  Chem.  Pharm, 
Izzxiz.  244. 

*  Stenhouse,  Mem,  Chem.  Soe.  L  218. 

*  Attfield,  Pharm.  Joum.  Trana.  [2],  tI.  45. 
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chloroform  and  3  parts  of  ether,  and  the  solution  evaporated  to 
dryness. 

Caffeine  has  a  neutral  reaction.  It  is  a  very  weak  base,  the 
salts  of  which  are  decomposed  by  water  or  on  warming.  As 
the  older  literature  on  the  subject  contains  many  contradictions, 
E.  Schmidt  has  recently  investigated  the  subject  anew.' 

Hydrochloride  of  Caffeine,  CrH,^NP^,HCI  +  2H5O.  separates 
from  a  solution  of  the  base  in  concentrated  hydrochloric  acid  in 
rhombic  prisms,  which  lose  water  and  acid  on  exposure  to  air, 
and  on  heating  to  100"*  leave  pure  caffeine.  If  hydrochloric 
acid  gas  be  passed  over  caffeine,  it  absorbs  two  molecules  of  the 
gas,  which  are  gradually  given  off  again  on  exposure  under  the 
exsiccator.*  The  platinichloride,  (C«HioN402,HCl)jPtCl^  is 
difficultly  soluble  in  water  and  alcohol,  and  separates  from  hot 
water  in  small  yellow  crystals.  When  concentrated  solutions  of 
auric  chloride  and  caffeine  hydrochloride  are  mixed,  the  solution 
solidifies  to  a  splendid,  lemon-yellow,  crystalline  mass,  which  is 
deposited  from  alcoholic  solution  in  long,  orange-yellow  needles, 
having  the  composition  C8Hi^N^02,HCl(AuCl,).* 

Caffeine  Stdphaie,  CJB.^QSfi^SOfi^  separates  in  glistening 
needles  from  a  hot  alcoholic  caffeine  solution  to  which  sulphuric 
acid  has  been  added. 

Caffnne  Acetate,  C^ii^fiff{CJS.fi^^  forms  needle-shaped 
crystals,  which  lose  acid  on  exposure  to  air,  and  more  readily  at 
a  high  temperature.  Butyric  and  valeric  acids  also  form  com- 
pounds with  caffeine,  but  these  contain  only  one  molecule  of 
the  acid. 

The  material  occurring  in  commerce  termed  citrate  of  caffeine 
is  not  a  salt,  but  the  base  itself. 

Caffeine  i&  poisonous.  It  produces  increased  action  of  the 
heart  and  nervous  irritability  :  0'3  gram  of  the  body  given  to  a 
rabbit  produces  symptoms  of  poisoning,  whilst  0'37  to  0.5  gram 
killed  both  a  rabbit  and  a  cat  in  the  space  of  half  an  hour  to 
two  hours.  In  the  process  of  roasting  the  coffee  does  not  lose 
any  perceptible  amount  of  caffeine,  and  its  physiological  action 
depends  to  a  certain  extent  upon  the  presence  of  this  base,  but 
not  entirely  upon  this,  as  it  has  been  shown  that  tea  has  a 
different  action  upon  the  nerves  than  coffee,  and  in  the  latter  case 
the  aromatic  oil  which  is  formed  in  the  process  of  roasting  plays 

»  Ser.  Deutgeh,  Ohem,  Oe8,  xiv.  814. 

'  Mulder,  Pogg,  Ann,  xliii.  161. 

*  l^icholson,  Ann,  Chem.  Pharm,  bui.  71.  i 
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an  important  part,^  whilst  in  the  case  of  tea  the  large  quantity 
of  tannic  acid  which  it  contains  modifies  the  action  of  the 
caffeine. 

Coffee  and  tea,  and  probably  other  dietetics  which  contain 
caffeine,  stimulate  nervous  action  and  diminish  metabolism, 
and  for  this  reason  the  desire  for  sleep  and  nourishment  after 
the  use  of  such  beverages  becomes  less.  This  fact  appears 
to  have  been  long  known  to  the  Arabs,  who  accordingly  use 
coffee  in  their  feasts  and  nocturnal  religious  ceremonies.  The 
Arabic  word  for  coffee-bean  is  Bounne,  but  the  beverage  is 
termed  Kahwa,  derived  fix)m  Ikha^  signifying  distaste  (for  food 
or  sleep).' 

688  By  the  action  of  concentrated  nitric  acid  on  caffeine,  Sten- 
house  obtained  a  compound  having  the  composition  C^H^NsOg, 
to  which  he  gave  the  name  of  nUro-the^ne}  Rochleder  then 
found  that  this  body  is  also  obtained  when  caffeine  is  treated 
with  chlorine  in  presence  of  water,  whilst,  together  with  this, 
amalic  acid,  C^jH^^N^O^,  metbylamine,  and  cyanogen  chloride 
are  formed.  Stenhouse's  compound  was  termed  cholestrophane,^ 
owing  to  its  similarity  to  the  body  cholesterine  contained  in  the 
bile.  Strecker  then  showed  that  this  compound  is  dimethyl- 
parabanic  acid,  and  that  amalic  acid  is  tetramethyl-alloxantin.^ 
He  also  proved  that  when  caffeine  is  heated  with  baryta-water, 
carbon  dioxide  and  caffeidine,  C7H^2N^O,are  formed  *  This  latter 
body  is  a  strong  base,  which,  when  further  heated  with  alkalis, 
yields  ammonia,  methylamine,  sarcosine  (methylamido-acetic 
acid),  formic  acid,  and  carbon  dioxide  :  ^ 

CyHijN.O  +  6H,0  -  NH,  +  2CH,.NH,  + 
CjHyNO,  +  CHjO,  +  COy 

These  reactions  show  that  caffeine  contains  the  methyl  group 
three  times,  and  that  its  constitution  must  be  very  similar  to 
that  of  uric  acid.  The  investigations  of  E.  Fischer  have  sub- 
stantiated this  in  a  remarkable  manner.  He  has  shown  that 
caffeine,  when  acted  upon  by  oxidizing  agents,  is  converted 
first  into  dimethyl-illoxan  and  monomethyl-urea,  whilst  uric 
acid  thus  treated  gives,  as  has  been  stated,  alloxan  and  urea. 

^  Lehmann,  Ann,  Chem,  Pharm.  IxzxviL  207  and  275. 

*  De  Sacy,  CkruUmalie  Arabe,  >  Mem.  Chem.  Soe,  i.  219,289. 
Rochleder,  Ann.  Chem,  Pharm.  ham.  56, 

•  Ann.  Chem,  Pharm,  cxviii.  174,  •  lb,  cxxiii.  860. 

^  Schnltzeo,  ZeUach.  Chem,  1867,  614  ;  Rosengarten  and  Strecker,  Ann,  Chem, 
Pharm,  civii.  1. 
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Fischer  has  moreover  prepared  a  series  of  other  derivatives, 
the  relations  of  -which  enable  us  to  explain  the  constitution  of 
caffeine  in  a  simple  way.^ 

ChlorcaffeliMy  CgH^ClN^Oj,  separates  from  aqueous  solution  in 
a  voluminous  crystalline  mass,  and  crystallizes  from  water  in 
needles  (Bochleder). 

Bromcaffelru,  CgH^BrN^Oj,  was  first  obtained  by  Schultzen,* 
and  then  investigated  by  Fischer.  When  1  part  of  caffeine  is 
brought  in  contact  with  5  parts  of  bromine,  a  dark-red  addition- 
product  is  obtained,  which,  when  heated  for  twelve  hours  and  the 
excess  of  bromine  distilled  off  and  the  residue  heated  to  150^ 
is  converted  into  bromcaffeine.  In  oi-der  to  purify  this  product 
it  is  treated  with  aqueous  sulphurous  acid,  dissolved  in  concen- 
trated hydrochloric  acid,  and  precipitated  with  water.  It  closely 
resembles  the  chlorine  compound.  It  melts  at  206^  sublimes 
when  gently  heated,  and  is  difficultly  soluble  in  water  and 
alcohol  When  heated  with  alcoholic  ammonia,  amidocafft^ne^ 
08Hg(NHj)N^0,  is  formed,  a  body  crystallizing  in  fine  needles, 
and  which  can  be  distilled  without  decomposition.  It  is  easily 
soluble  in  strong  hydrochloric  acid,  and  is  precipitated  again  by 
water. 

When  bromcaffeine  is  boiled  with  alcohol  and  caustic  potash, 
ethoxycaffelTte,  C8H^(OC,H5)N^02,  is  formed,  a  body  which 
yields  colourless  crystals,  melting  at  140**,  difficultly  soluble  in 
water,  but  dissolving  readily  in  alcohol. 

689  Hydroosycaffnne,  C8H^(OH)N^02,  is  formed,  together  with 
ethyl  chloride,  when  a  hydrochloric  acid  solution  of  the  last- 
named  compoimd  is  warmed.  It  crystallizes  from  hot  water  in 
white  foliated  needles,  which  melt  at  about  350''.  It  is  an  acid 
yielding  a  crystalline  potassium  salt.  With  bromine  it  forms  an 
addition-product  which  is  very  unstable,  and  is  converted  by 
alcohol  into  diethoxyhydraxycaffelne^  C^Ei^{QiE.ySfij(dG^^^ 
This  crystallizes  from  hot  alcohol  in  fine  pnsms,  which  melt 
without  decomposition  at  about  200**,  and  it  is  alao  easily  formed 
when  hydroxycaffe'ine  is  suspended  in  alcohol  and  bromine 
added.  On  eyaporating  it  with  strong  hydrochloric  acid,  apo- 
caff&ivs,  CyHyNgOg,  is  formed,  a  body  crystallizing  in  opaque 
prisms  which  melt  at  147* — 148*.  On  boiling  with  water  it  is 
converted,  with  evolution  of  carbon  dioxide,  into  hypocafft^'M^ 
CgHyNjOg,  which,  on  cooling,  is  deposited  in  large  crystals 

^  Ber,  Deutach,  Chem.  Oes,  zxv,  687  and  1905,  xv.  80. 
>  ZeiUeK  Chtm.  1867,  614. 
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melting  at  181^  It  is  an  acid,  and  a  very  stable  body,  not  acted 
upon  by  oxidizing  or  reducing  agents,  but  easily  attacked  by 
alkalis. 

Caffolin,  CgH^NjOj,  is  formed  when  hypocaflTei'ne  is  wanned 
together  with  baryta-water  or  acetate  of  lead.  It  crystallizes 
from  hot  water  in  long  white  prisms,  which  melt  at  194** — 196^ 
On  oxidation  with  alkaline  ferricyanide  of  potassium  solution  it 
yields  methyl-urea  and  methyloxamic  acid  : 

CjH^N.O,  +  H,0  +  O  =  CjH^NjO  +  C,H,NO,. 

An  alkaline  permanganate  solution  oxidizes  it  to  ammonia, 
carbon  dioxide,  and  dimethyloxamide. 

Caffwric  Add,  C^H^NjO^,  is  formed  as  a  by-product  in  the 
preparation  of  hypocaffeine.  It  is  easily  soluble  in  water,  and 
crystallizes  from  hot  alcohol  in  splendid  glistening  prisms,  which 
effloresce  on  exposure.  It  is  a  monobasic  acid,  and  on  heating 
with  lead  acetate  is  converted  into  mesoxalic  acid,  methylamine, 
and  methyl-urea : 

C,H^N,0,  +  3H,0  =  0^0.  +  CHjN  +  C,H^N,0. 

On  reduction  it  is  converted  into  hydrocaffurie  add,  C^H^NjOj, 
ctystallizing  in  needles,  and  melting  at  245^ 

690  Amalie  Add  or  TetramethyUalloxantin,  C8(OH3)^N^07-|- 
HjO.  It  has  already  been  stated  that  Bochleder,  by  acting  with 
chlorine  upon  caffeine  in  presence  of  water,  obtained  the  so-called 
amalie  acid,  this  name  being  derived  from  afjMKt^,  weak,  "  to 
indicate  the  weak  acid  nature  of  this  body,  as  well  as  the  slight 
affinity  with  which  its  elements  are  united."  According  to  Fischer 
it  is  best  obtained  by  the  following  process.  Fifteen  parts  of 
caffeine  are  dissolved  in  20  parts  of  hydrochloric  acid  of  specific 
gravity  1*19,  and  45  parts  of  water  warmed  to  50*.  To  this  7  parts 
of  potassium  chlorate  are  gradually  added,  till  a  clear  solution  is 
formed.  This  then  contains  methyl-urea,  dimethyl-alloxan, 
apocaffdne,  and  caffeic  add  (Maly  and  Hinteregger).  On  eva- 
poration, the  dimethyl-alloxan  is  converted  into  tetramethyl- 
alloxan.  This  is  more  readily  obtained  if  the  hydrochloric  acid 
solution,  diluted  with  an  equal  volume  of  water,  be  treated  with 
as  much  sulphur  dioxide  as  is  sufficient  to  neutralize  the  free 
chlorine,  and  then  saturated  with  sulphuretted  hydrogen.  The 
precipitate  is  filtered  off  and  boiled  with  water,  and  on  cooling 
amalie  acid'  separates  out  in  crystals,  whilst  methyl-urea  can  be 
prepared  from  the  first  filtrate. 
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Amalic  acid  is  difficultly  soluble  in  cold  water,  and  also  but 
slightly  soluble  in  hot  water,  and  it  forms  transparent  crys- 
tals. In  its  properties  it  resembles  alloxantin.  Sulphuretted 
hydrogen  reduces  it  to  dimethyl  dialuric  acid,  the  solution  of 
which  brought  together  with  dimethylalloxan  again  yields 
amalic  acid  (Maly  and  Hinteregger).  When  brought  on  to  the 
skin  it  imparts  to  it  a  red  colour  and  a  disagreeable  smell ;  it  is 
coloured  dark  violet  by  alkalis,  and  yields  with  ferrous  sulphate 
and  the  addition  of  an  alkali,  an  indigo-blue  precipitate.  Heated 
alone  it  becomes  yellow,  and  afterwards  a  reddish-brown,  and 
then  dissolves  in  water  with  a  purple-red  colour.  In  the 
presence  of  air,  water,  and  ammonia  it  forms  murexoHn^  a  body 
which,  according  to  Qerhardt,  is  tetranidhyl-murexide,  C8(CHj)4 
N50|,(NH J.  This  crystallizes  from  hot  water  in  scarlet-red,  four- 
sided  prisms,  of  which  two  of  the  surfaces  reflect  light  with  a 
golden  lustre.^ 

Ted  for  Caffeine.  The  formation  of  the  last-named  body  has 
been  employed  for  the  detection  of  caffeine  and  theobromine. 
The  substance  is  dissolved  in  chlorine  water,  and  evaporated  to 
dryness,  when  a  purple-red  residue  remains,  and  this  on  heating 
and  addition  of  anmionia  becomes  red  again.  In  this  way  the 
presence  of  caffeine  in  a  single  coffee-berry  can  be  detected.' 

When  amalic  acid  is  carefully  oxidized  with  nitric  acid> 
dimethylalloxan,  C^(CB^^{OH)^^fii+B^O,  is  formed,  a  body 
crystallizing  in  thick  six-sided  tables,  and  staining  the  akin 
red,  but  not  imparting  to  it  a  disagreeable  smell.' 

69 X  Caffeidine,  C^K^^^fi,  is  formed  from  caffeine,  as  has 
been  stated,  by  loss  of  carbon  dioxide  and  addition  of  hydrogen. 
In  order  to  prepare  it,  caffeine  is  heated  with  ten  times  its 
weight  of  crystallized  barium  hydroxide,  dissolved  in  water, 
and  boiled  until  an  evolution  of  ammonia  and  methylamine  is 
noticed  The  excess  of  baryta  is  then  thrown  down  by  dilute 
sulphuric  acid  and  the  solution  concentrated,  when,  on  standing, 
caff&idine  iulphcUe,  C^Hj^N^OySO^H,,  separates  out  in  thick 
needles.  The  free  base  which  is  prepared  from  the  salt  is  an 
oily  liquid,  soluble  in  water,  and  having  a  strongly  alkaline 
reaction,  and  decomposing  on  heating.  The  hydrochloride^  ^^it 
N^0,C1H,  crystallizes  in  needles,  and  yields  a  platinichloride  which 
crystallizes  from  water  in  large  orange-yellow  needles,  containing 

^  Rochleder,  Anru  Chetn.  Pharm,  Izxi.  1,  Ixziii.  56. 

*  Schwarzenbach,  Jahreah,  18A1,  891  ;  1864,  730. 

*  Maly  and  Andreasch,  MonaUk,  ilL  92. 
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either  two  or  four  molecules  of  water.  Caffeidine  unites  with 
ethyl  iodide  to  form  the  compound  C7Hii(CjH5)N40IH,  and  the 
eikyl-caff^vM  which  can  be  obtained  from  this  is  capable 
of  again  uniting  with  ethyl  iodide.^ 


692  Like  uric  acid,  caffeine  contains  three  atoms  of  carbon 
which  are  directly  united  with  one  another,  and,  like  this  body,  it 
is  a  diure'ide  in  which  three  methyl  groups  occur.  In  addition  to 
this,  caffeine  contains  one  atom  of  hydrogen  capable  of  being 
replaced  by  chlorine,  bromine,  hydroxyl,  &c.,  and  lastly  its  power 
to  form  addition-products  shows  that  two  of  its  carbon  atoms 
are  connected  by  double  linkages.  From  these  considerations, 
from  the  reactions  already  treated  of,  and  &om  the  fact  of  its 
artificial  formation  from  xanthine,  the  following  constitutional 
formuIsB  for  some  of  the  above-mentioned  caffeine  compounds 
are  derived : 


Xanthine. 

HN— CH 

Jo 


Guanine. 

HN CH 


C— NH 


ir 


:— CUN  HN- 


HN 


Theobromine. 

CH,.N— CH 

I     II 
CO  C— N.CH, 

\co 

HN— CZN 
Oxycaffdbie. 


CH,.N— C.OH 

I      II 
C;0  C— N.CH, 

I  I  > 

CH,.N-CZN 


NHC— NH 

\co 

CZN 


Caffeine. 

CH,.N— CH 

X    » 

CO  C— N.CH, 

\co 
cHyN— crN 

Diaethohydroxycaffeine. 
/OH 
CH-N— C< 

\OC,H, 


COC 


s 
OCjH, 


N.CH, 

Nco 

CHjN— C~N 


1  S.  Schmidt,  Ber.  Deultdi.  Chem.  Oct.  xir.  810. 
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Cafforio  Add.  Caffoliii. 

CO.OH 
HO.C— N.CH,  HO.CH— N.CH, 

I    >co  I      >co 

.CrN  H(CIL)N.C  — N 


H(CH,)N.CrN  H(CH,)N, 

li 
C 

I 


CSaffeidine. 

H(CH3)N— CH 


C— N.CH, 

H(CH3)N— C=N 

As  xanthine  can  be  easily  obtained  from  guanine  it  may 
prove  possible  to  prepare  theobromine  and  caffeine,  aubstanoes 
which  are  constituents  of  .several  important  articles  of  food, 
from  guano. 


GUANAMINES. 

693  These  weak  bases  may  conveniently  be  described  here,  as 
they  contain  besides  acid  residues  also  the  residue  of  guanidine, 
which  can  be  transformed  into  a  urea-residue  by  the  replace- 
ment of  the  imido-group  by  oxygen. 

The  first  known  member  of  this  group  waa  ol)tained  by 
Nencki^  by  heating  guanidine  acetate,  and  termed  by  him 
gicanamine;  he  explained  its  formation  by  the  following 
equation : 

3CH,N3.C2H^O,  =  C^H^Ng  +  2C,H,02.NHs  +  CO,  +  2NH,. 

He  found  afterwards  that  guanidine  formate  yields  the  lower 
homologue,  and  to  this  he  gave  the  name  of  formo-gtuinamiM, 
distinguishing  the  first  obtained  body  as  aceto-guanamine.^ 

According  to  Weith,  the  following  equations  represent  the 
mode  of  formation  of  these  bases : 

(1)  CH3.CO.OH  +  2C(NH)(NH,),  « 

x.N.C(NH)NH, 
CHyCr  +  2H,0 

\NH.C(NH)NH, 

*  B&r.  Deuiaeh.  Ck&m.  Oe$,  vii  770  *  lb.  1584. 
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^N.C(NH)NHj  N  .  C  _NH 

(2)  CH,.C/  =  CH-.C  >NH  +  NIL 

\NaC(NH)NH,  \nH.C  =  NH 

The  water  which  is  formed  decomposes  a  part  of  the  guanidine 
with  formation  of  ammonia  and  carbon  dioxide,  whilst  the  excess 
of  acetic  acid  forms  ammonium  acetate.^ 

Nencki  afterwards  prepared  higher  homologues  of  this  group. 
He  then  distinguished  the  first  member  of  the  series  by  the 
name  of  guanamine  simply ;  whilst  aceto-guanamine  he  termed 
methylene-guanamine,  and  to  the  butyro-guanamine  he  gave  the 
name  of  propylene-guanamine.'  As,  however,  the  higher  mem- 
bers of  this  series  differ  from  the  first  by  the  replacement  of 
one  atom  of  hydrogen  in  the  methenyl  group  by  alcohol  radicals, 
these  compounds  may  appropriately  be  designated,  as  has  been 
suggested  by  Henry  Watts,  by  the  names  guanamine,  methyl- 
guanamine,  propyl-guanamine,  &c.' 

Guanamine,  or  Formo-gtuznamine,  CjHgNg,  crystallizes  fix)m  hot 
water  in  rhombic  needles,  which  melt  at  350°,  and  have  a  faintly 
alkaline  reaction.  Its  salts  crystallize  well,  and  are  for  the  most 
part  readily  soluble.  The  oxalate,  CjHjNg.C^HjO^,  however,  is 
a  crystalline  precipitate  which  is  insoluble  in  cold,  and  but 
slightly  soluble  in  hot,  water. 

MdhyUguariamirie,  or  Aceto-fftumamine,  C^HyN^,  is  obtained  by 
gradually  heating  guanidine  acetate  until  the  residue  boils 
constantly  at  228'' — 230^  It  is  kept  at  this  temperature  for 
about  fifteen  minutes,  allowed  to  cool,  and  the  residue  then 
extracted  with  a  small  quantity  of  hot  water.  On  cooling,  the 
acetate  separates  out  as  a  jelly,  which  is  pressed,  and  then 
decomposed  with  caustic  soda  solution. 

Methyl-guanamine  is  only  slightly  soluble  in  cold  water,  but 
dissolves  readily  in  hot  water  and  in  alcohoL  It  crystallizes  from 
aqueous  solution  by  rapid  cooling  in  mother-of-pearl  glistening 
sfxles,  whilst,  when  slowly  cooled,  large  rhombic  plates  or  needles 
are  deposited,  containing  water  of  crystallization,  which  they 
readily  lose  in  contact  with  air.  It  is  tasteless,  has  a  funtly 
alkaline  reaction,  and  yields  salts  which  crystallize  well 

Methyl-guanamine  is  not  poisonous,  and  after  administration 
passes  unchanged  through  the  animal  oi^anism  into  the  urine. 

Guanamine  Hydrochloride,  Cfi^N^BiCl  +  2H2O,  crystallizes 

^  Ber.  Xkutaoh,  Chem.  Oes.  ix.  458  ;  Kencki,  ib.  1013.  >  lb.  228. 

'  Diet.  Chemist,  Snppl.  iii.  901. 
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in  monoclinic  prisms  or  tables.  The  platinichloride  is  a  yellow 
crystalline  powder,  which  dissolves  readily  in  water. 

Guanid,  C^H^N^O,  is  formed  by  boiling  methyl-guanamine  with 
concentrated  potash  solution : 

It  is  a  chalk-white  crystalline  powder,  practically  insoluble  in 
water  and  alcohol.  It  dissolves  readily,  however,  in  the  fixed 
alkalis,  and  with  mineral  acids  yields  crystalline  readily-soluble 
salts.  Its  constitution  is  probably  expressed  by  the  following 
formula : 

^N C  =  NH 

CH3.C  Nnh 

\nH— CO 

Chmnamide^  C^H^N^Oj,  is  formed  by  heating  methyl-guana- 
mine with  concentrated  sulphuric  acid.  It  dissolves  readily  in 
water,  alkalis,  and  acids,  and  crystallizes  from  hot  alcohol  in 
small  rhombic  needles.  Nitric  acid  oxidizes  it  to  cyanmic 
acid.  When  heated  with  bromine,  it  yields  trihromffiuinamide, 
C^HjBrjNgOj},  which  forms  small  crystals  insoluble  in  water, 
and  when  boiled  in  contact  with  this  liquid  it  splits  up  into 
cyanuric  acid  and  bromoform.^  The  constitution  of  guanamide 
is  shown  by  the  following  formula : 

/"— \ 

CHyC  j>NH. 

\nh— CO 

Nencki  and  Baudrowski  have  prepared  the  following  members 
of  the  guanamine  series.^ 

M.P. 

{f        .  t^  (    Sublimes 
^°^^   (     melting. 
Isopropyl-guanamine,  (CH^fiKXi^Jif  rhombohedrons    — 

Isobutyl-guanamine.  (CH^AH,.C,H,N,  |  '^^^  }   17r-175' 

r  microscopic) 
Amyl-guanamine,  (CHj^gCjHj.CjH^Ng-j   quadratic  Vl7r-178' 

(  pyramids.  / 

»  Ber.  Dcviacli  CTiem.  Of,  ix.  282. 
'  Ih.  iz.  228  and  240. 
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694  When  three  atoms  of  hydrogen  in  a  paraffin  are  replaced  by 
chlorine,  bromine,  hydroxyl,  &c.,  compounds  are  obtained  which 
may  be  looked  upon  as  derived  from  triad  alcohol  radicals.  Of 
such  compounds  many  have  been  described  in  the  foregoing 
pages.  Thus,  for  example,  chloroform  or  methenyl  trichloride, 
CHCI3;  ethyl  orthoacetate,  CH3.C(OC8H5)3,  &c.  The  reasons 
of  this  classification  are  that  these  bodies  not  only  stand  in  close 
connection  to  the  compounds  under  which  they  have  been 
described,  but  that  the  corresponding  alcohols  are  not  known 
inasmuch  as  compounds  which  contain  more  than  one  hydroxyl 
combined  with  carbon  do  not  exist,  or,  at  any  rate,  are  very 
unstable  bodies.  Up  to  within  recent  years  only  one  alcohol 
belonging  to  this  group  was  known,  namely  propenyl  alcohol^ 
glycerol,  or  glycerine.  At  present  several  others  belonging 
to  the  same  group  have  been  obtained,  but  they  have  as  yet 
been  but  imperfectly  studied.  There  is,  therefore,  less  necessity 
than  there  otherwise  would  be  for  a  general  description  of  these 
bodies  and  their  derivatives.  The  triad  radicals  themselves,  it 
may  be  remarked,  are  not  known  in  the  isolated  state. 


PROPBNYL  ALCOHOL,  GLYCEROL,  OR  GLYCB- 
RINE,  CjH^COH),. 

695  Scheele,  in  1779,  when  preparing  lead  plaster  by  heating 
olive  oil  with  litharge,  obtained  a  soluble  sweet-tasting  substance, 
and  in  1784  he  found  that  the  same  principle  could  be  got  from 
other  oils,  as  well  as  from  butter  and  lard.  To  this  material 
he  gave  the  name  of  "  the  sweet  principle  of  fats,"  *  and  it  after- 
wards bore  the  name  of  Scheele's  sweet  principle  or  oil-sugar. 

*  OpusG.  ii.  175. 


186 


Digitized  by 


Google 


344  COMPOUNDS  OF  TRUD  RADICALa 

Later  on  it  was  more  carefully  investigated  by  Chevreul,  who 
determined  its  composition  with  tolerable  exactitude,  and  gave 
to  it  the  name  which  it  bears  of  glycerine,  or,  as  we  now  prefer 
to  term  it,  glycerol.^  The  formula  of  the  body  was,  however,  first 
determined  by  Pelouze,  whose  experimental  results  corroborated 
Chevreurs  views,  that  the  fats  are  ether-like  compounds  of  the 
fatty  acids.*  From  this  time  glycerol  was  looked  upon  as  a 
compound  analogous  to  alcohol,  but  the  views  respecting  its 
constitution  were  somewhat  undecided.  Berzelius  supposed 
that  it  contained  the  radical  lipyl,  C^H^  which  afterwards  imited 
with  oxygen  to  form  lipyl  oxide,  G^P^O,  and  he  believed  that  two 
molecules  of  this  united  with  three  of  EO,  forming  the  A^po- 
thdical  anhydroiis  glycerol,  C^H^O^  which  with  water  forms  its 
hydrate,  free  glycerol,  C^H^O^O.  According  to  Liebig  the 
radical  glyceryl,  C'^jff;,  forms  the  starting-point  of  the  body.  This 
yields  the  oodde,  G^^O^  which  again  combines  with  water  to 
form  the  hydrate  of  glyceryl  oxide. 

It  was  not  until  the  extended  researches  of  Berthelot  and 
de  Luca,  which  wiU  be  referred  to  further  on,  that  a  clear  light 
was  thrown  upon  the  constitution  of  glycerol.  According  to 
Berthelot  it  stands  to  ethyl  alcohol  in  the  same  relation  as 
ortho-phosphoric  does  to  nitric  acid.*  It  was  Wurtz,  however, 
who  proved  that  glycerol  is  the  alcohol  of  a  triad  radical* 
to  which,  instead  of  glyceryl,  he  gave  the  more  suitable  name  of 
propenyl,  in  order  to  show  its  relation  to  propyl  and  propylene, 

696  Preparation,  Most  of  the  fats  and  oils  occurring  in  the 
animal  and  vegetable  kingdoms  are  propenyl  ethers  of  the  &tty 
acids,  and  of  those  of  the  series  C„Hjn-«Oj,  and  many  of  these  may 
be  employed  for  the  preparation  of  these  acids  and  of  glyceroL  This 
latter  compound  is  also  a  product  of  the  alcoholic  fermentation  of 
sugar,  and  is  contained  in  beer  and  wine.  It  may  likewise  be  pre- 
pared, according  to  the  method  of  Scheele,  who  gives  the  following 
description.  "  It  is  not  generally  known  that  all  solid  oils  obtained 
by  pressure  contain  a  natural  sweet  principle  which  differs  in 
its  special  relations  and  properties  from  the  other  well-known 
saccharine  materials  occurring  in  the  vegetable  kingdom.  This 
sweet  principle  makes  its  appearance  when  oils  of  the  kind  are 
boiled  with  litharge  and  water  until  the  whole  of  the  litharge 

^  Hecherchcs  swr  Us  corps,  gras,  <t*c.  209  and  338. 
=*  Ann.  Chein.  Pharm.  xix.  210 ;  xx.  46. 

*  CompUs  EendiiSf  xxxiz.  745. 

*  Ann.  Chim.  Pkys.  [3],  xliii.  492. 
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is  dissolved  by  the  oil.  Water  is  then  poured  upon  the 
emplastrum  simplex  thus  formed,  the  whole  boiled  for  a  few 
minutes,  and,  on  cooling,  the  liquid  is  filtered  off  from  the 
plaster,  and  boiled  until  the  residue  becomes  syrupy."  ^  This 
method  of  preparation  was  used  for  many  years  with  the  sole 
alteration  that  sulphuretted  hydrogen  was  passed  through  the 
solution  in  order  to  free  it  from  lead.  As,  however,  towards  the 
middle  of  the  present  century,  the  use  of  glycerol  for  a  great 
variety  of  purposes  became  extended,  it  was  found  necessary  to 
obtain  it  in  large  quantities.  It  did  not  appear  possible  at  that 
time  to  prepare  it  from  the  soap-boilers'  leys,  in  which  it  is 
contained  in  very  dilute  solution,  mixed  with  alkali  and  common 
salt.  On  the  other  hand,  it  proved  easy  to  obtain  it  as  a  by- 
product in  the  manufacture  of  stearic  acid,  and  the  two 
manufactures  were  easily  worked  side  by  side. 

The  saponification  of  the  fats,^  which  are  glycerides  of  palmitic, 
stearic,  and  oleic  acids,  such  for  example  as  tallow,  palm-oil,  &c., 
may  be  carried  out  in  many  ways,  as,  for  example,  by  distillation 
in  a  current  of  superheated  steam,  when  the  fat  decomposes 
into  the  fatty  acid  and  glycerol  with  assumption  of  the  elements 
of  water.  This  process,  however,  has  only  come  into  partial  use ; 
the  one  which  is  now  most  generally  employed,  with  certain 
modifications,  being  that  known  as  Milly*s.  For  this  purpose 
the  fat  is  gradually  heated  to  15&*  with  from  2  to  3  per  cent, 
of  sulphuric  acid,  and  then  distilled  with  water  under  pressure, 
or  simply  heated.  The  sulphuric  acid  is  removed  from  the 
aqueous  solution  of  glycerol  thus  obtained,  by  Ume  or  barium 
carbonate,  and  the  solution  concentrated.  Another  process  by 
which  a  purer  product  is  obtained  is  that  of  lime  saponification, 
the  faX  being  heated  with  Ume  and  water  in  closed  boilers,  and  the 
lime  soap  thus  formed  decomposed  by  hydrochloric  acid,  whilst 
the  glycerol  solution  is  exactly  neutralized  with  sulphuric  acid 
in  Older  to  precipitate  the  lime,  and  then  evaporated. 

In  order  to  purify  commercial  glycerol  it  is  diluted  to  a 
specific  gravity  of  1*07,  decolourized  by  means  of  animal  charcoal, 
concentrated  in  a  vacuum  pan,  and  this  operation  repeated  if 
necessary.  The  refined  glycerol  thus  obtained  is,  however,  by  no 
means  a  pure  product,  and  is  inapplicable  to  certain  uses. 

»  Sdma.  Werke,  Deutseh,  wm  HermMMt,  1798,  ii.  865. 

*  By  the  term  saponification  was  originally  meant,  of  coune,  the  conrenion  of 
fat  into  soap.  At  the  present  time  the  word  is  used  to  express  generally  the 
decomposition  of  an  ethereal  salt  into  an  alcohol  and  an  acid. 
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The  most  important  improvement  in  the  glycerol  industry  was 
made  in  1855,  when  Wilson  and  Payne  patented  a  process  for 
purifying  this  substance  by  distillation.  A  current  of  steam  at 
a  temperature  of  100^  to  110''  is  passed  through  glycerol  which 
has  been  conceutrated  at  as  low  a  temperature  as  possible  to 
a  specific  gravity  of  1'15,  and  this  process  continued  until  the 
distillate  has  no  acid  reaction.  The  temperature  of  the  super- 
heated steam  is  then  raised  from  170"*  to  180^  and  the  vapours 
of  glycerol  and  water  which  pass  over  are  collected  in  a  series  of 
condensers  surrounded  by  non-conducting  surfaces,  so  that  the 
pure  glycerol  collects  in  the  first  condenser,  whilst  the  second 
contains  a  mixture  of  glycerol  and  water,  and  the  last  water 
alone.  This  process  was  first  carried  out  on  the  large  scale 
by  Price's  Patent  Candle  Company,  and  the  glycerol  thus 
obtained  is  known  in  commerce  as  "Price's  glycerine." 

Another  mode  of  purification  which  yields  an  excellent  product 
is  that  introduced  in  1871  by  Messrs.  Sarg,  Son,&  Co.,  of  Vienna. 
In  this  case  glycerol  is  cooled  down  from  0**  to  +  5"*,  and  a  small 
quantity  of  crystallized  glycerol  added.  This  produces  crystal- 
lization of  the  mass,  which,  according  to  its  purity,  becomes 
wholly  or  partially  solidified.  The  crystals  which  are  then 
broken  up  are  freed  from  the  mother-liquor  by  drying  in  a 
centrifugal  sieve. 

Distilled  glycerol  often  possesses  a  peculiar  rough  taste  and 
in  this  case  requires  to  be  further  purified  by  crystallization. 

A  new  process  for  obtaining  glycerol  from  soap  leys  has  been 
proposed  by  Clolus.  The  leys  are  neutralized  with  hydrochloric 
acid  in  order  to  separate  out  any  fatty  acid.  The  filtrate  is  then 
evaporated  until  it  attains  a  specific  gravity  of  1*27,  and  the 
salt  which  separates  out  is  removed  by  means  of  a  centrifugal 
sieve.  The  solution  is  treated  with  hot  air,  and  the  salt  again 
allowed  to  crystallize  out  The  last  traces  of  common  salt  are 
then  removed  by  addition  of  fuming  hydrochloric  acid,  and  this 
got  rid  of  by  a  current  of  hot  air  or  by  means  of  lead  oxide.  K 
the  leys  are  strongly  alkaline,  they  are  first  treated  with  carbon 
dioxide  in  order  to  separate  out  bicarbonate  of  soda,  and  the 
operation  conducted  as  described.  The  impure  glycerol  is  then 
purified  by  distillation  or  crystallization.^  Several  other  processes 
for  extracting  glycerol  from  soap  leys  have  been  patented.' 

^  Ber.  DeuUch.  Chtm,  Ghs,  zv.  402. 

*  Ik,  xv.  548,  1097.  For  lUt  of  patents  concerning  extraction  of  glycerol  from 
soap  1^«,  see  Journal  of  Society  of  Chemical  Industry,  18S2-8. 
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It  was  formerly  supposed  that,  the  various  fats  did  not  contain 
the  same  glycerol  but  that  in  all  probability  homologous  glycerols 
were  contained  in  them.  This,  however,  has  been  shown  not  to 
be  the  case.^ 

Synthms,  Glycerol  was  first  obtained  synthetically  by  Friedel 
and  Silva.  For  this  purpose  acetone  is  converted  into  isopropyl 
alcohol;  this  is  then  transformed  into  the  iodide  from  which 
propylene  can  be  prepared.  On  heating  the  dichloride  with 
chloride  of  iodine  propenyl  trichloride  is  obtained,  and  this,  on 
heating  with  twenty  times  its  volume  of  water  to  160^  is 
converted  into  glycerol.* 

697  Properties,  Glycerol  is  a  thick  liquid  having  a  pure  sweet 
taste.  It  rapidly  absorbs  moisture  from  the  air,  and  is  miscibl^ 
with  water  and  alcohol  in  every  proportion,  but  is  insoluble  in 
ether  and  chloroform.  When  quickly  cooled  it  does  not  crystal- 
lize, but  solidifies  at  —  40*  to  a  gum-like  mass.  It  was  not 
believed  to  be  crystallizable  until  crystals  were  accidentally 
observed^  in  the  winter  of  1867.  Since  that  time  it  has  been 
found  that  if  it  be  allowed  to  stand  in  a  sufficiently  concentrated 
condition  at  0^  crystals  form  after  some  days,  or  it  may  be 
after  some  weeks.  These  have  the  appearance  of  sugar-candy 
and  belong  to  the  rhombic  system.  They  are  hard  and  gritty 
between  the  teeth,  but  deliquesce  on  exposure  to  air.  Their 
melting-point  has  been  differently  stated,  probably  depending 
on  the  fact  that  they  are  very  hygroscopic.  The  highest  melt- 
ing point  was  found  by  Kraut  to  be  22"* — 22*'"6.  This,  however, 
he  believes  to  be  too  low.*  Pure  glycerol  has  a  specific  gravity 
at  12*  of  1-269  and  boils  at  290*,  a  small  quantity  of  poly- 
glycerols  (see  p.  351)  being,  however,  formed.*  Under  a 
diminished  pressure  of  50  mm.  it  boils  at  210*.  Nevertheless, 
it  evaporates  to  an  appreciable  extent  at  100*,  and  hence  care 
must  be  taken  in  the  determination  of  glycerol  in  beer,  wine, 
&c.  Lcntz  "  has  constructed  tables  giving  the  specific  gravity 
of  mixtures  of  glycerol  and  water. 

In    presence    of    salts    it    decomposes    on    heating,   with 
formation  of   a  variety  of  products,  amongst  which  strongly 

^  Hofmann,  Jaum,  Chtm.  Soe,  xiii.  71. 

*  BulL  80c  Ckim,  xz.  98. 

*  Crookes,  Chem.  Nevos.  zy.  26 ;  Gladstone,  Joum,  Chem,  Soe,  [2],  y.  884 ; 
Sarg,  Zeiisch.  Chem.  1867,  70. 

«  Ber,  EiUw,  Chem.  Ind,  vl  ^\% 

^  Bolas,  Jounu  Chem.  Soe.  [2],  iz.  84. 

*  Fregeniw'  Zeitseh.  ziz.  802. 
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smelling  acrolein,  CjH^O,  always  occurs.  When  liesrt^  1» 
150"*  glycerol  takes  fire,  burning  with  a  steady  blue  but  non- 
luminous  flame,  and  glycerol  when  not  too  much  diluted  with 
water  may  be  burnt  like  oil  by  means  of  a  wick.^ 

If  a  particular  species  of  schizomycetes  be  added  to  a  toler- 
ably dilute  aqueous  solution  of  glycerol,  together  with  calcium 
carbonate  and  the  materials  necessary  for  the  growth  of  the 
plant,  fermentation  takes  place,  butyric  and  caproic  acids  and 
butyl  alcohol  being  formed,  together  with  a  very  small  quantity 
of  propyl  alcohol  and  ethyl  alcohol  (Fitz).  In  addition  to  these 
products  trimethylene  glycol  (Freund,  see  p.  130)  and  phoron, 
CgHi^O,  (Part  I.,  p.  572)  are  also  formed.  The  latter  is  like- 
wise produced  when  a  mixture  of  quicklime,  zinc-dust,  and 
glycerol  is  heated  in  a  current  of  hydrogen  to  a  point  not  quite 
reaching  a  red-heat.'  Another  schizomycetes  {BacUltis  suUilis) 
yields,  on  the  other  hand,  mainly  ethyl  alcohol  and  butyric 
acid.* 

Many  metallic  oxides  dissolve  in  glycerol ;  amongst  these  are 
the  alkaline  earths,  lead  oxide,  cupric  oxide,  and  ferric  oxide. 
Many  salts,  especially  deliquescent  ones,  also  dissolve  in  it,  as 
well  as  some  which  are  not  deliquescent,  as  saltpetre,  silver 
nitrate,  tartar  emetic,  mercuric  iodide,  gypsum,  &c. 

Cold  nitric  acid  oxidizes  glycerol  to  glyceric  acid.  At  the 
same  time  formic  acid,  glycoUic  acid,  glyoxylic  add,  and 
racemic  acid,^  oxalic  acid,  tartronic  acid,  mesotartaric  acid  and 
hydrocyanic  acid  are  formed. 

The  formation  of  racemic  (doubtless  glycotartaric)  and  meso- 
tartaric acids  can  readily  be  explained.  On  oxidation  of 
glycerol  the  first  products  are  either  glyoxal  or  aldehydic  acid, 
C0H.CH(0H).C02H,  both  of  which  are  converted  into  a  tartaric 
acid  by  the  action  of  hydrocyanic  acid.* 

Glycerol  is  largely  used  for  a  variety  of  purposes ;  by  far  Uie 
largest  amount  employed  in  the  manufacture  of  nitro-glycerol. 
It  is  also  used  as  an  article  of  food,  being  easily  digestible  and 
tasting  like  cane  sugar,  from  which,  however,  it  is  distinguished 
inasmuch  as  it  does  not  enter  into  fermentation  under  the  same 
conditions  as  this  latter  body  does,  and  also  as  its  solutions  do 
not  dry  up  or  crystallize.    Hence  it  finds  its  way  to  the  cellars 

^  Godeffroy,  Ber,  DeuUeh.  Chem,  Ges,  viL  1566. 

'  Schulze,  Ber,  Deutsch,  CKem,  €ks,  xt.  64.  *  Fits,  ib.  xL  1892. 

^  Heiutz,  Ann,  Ohem,  Fharm.  clii.  325. 

*  Przybytek,  Ber,  Deutsch,  Chem,  Ges,  xiv.  2071, 
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of  the  brewer  and  wine-dealer,  as  it  is  used  to  "  improve  "  the 
quality  of  wine,  and  is  said  to  impart  keeping  power  to  beer.^ 
It  is  also  employed  in  the  manufacture  of  lemonade,  liqueurs, 
fruit  preserves,  vinegar,  mustard,  &c.  The  fact  that  it  prevents 
access  of  air  to  bodies  with  which  it  is  covered  makes  it  useful, 
instead  of  oil,  for  greasing  the  parts  of  moving  machinery,  whilst 
its  hygroscopic  properties  render  it  available  for  preventing 
the  drying  up  of  copying  ink,  of  snuff,  and  microscopic  pre- 
parations, &a  For  the  same  reason  it  has  been  also  employed 
in  working  up  vegetable  and  animal  fibre,  and  is  also  used, 
either  alone  or  in  combination  with  soap,  as  a  means  of 
rendering  the  skin  supple,  and  it  has  proved  especially  valu- 
able in  hot  countries  in  allaying  the  inflammatory  effects  of 
heat  upon  the  skin.'  A  mixture  of  equal  weights  of  glue 
softened  in  water,  and  of  glycerol  of  specific  gravity  1*225,  when 
heated  together  form  an  elastic  mass  used  for  casting  stereotype 
plates. 

Mixtures  of  glycerol  and  water  solidify  at  a  lower  tempera- 
ture than  pure  water.  Thus,  for  example,  a  50  per  cent, 
solution  having  a  specific  gravity  of  1*127  solidifies  at  —  31°.' 
For  this  reason  such  a  mixture  has  been  used  for  filling  gas- 
meters;  this  not  only  preventing  the  freezing  but  also  the 
evaporation  of  the  Uquor. 

698  Sodium  Fropenylate,  CJS.gl^OB)^0'i^SLy  is  best  obtained  by 
mixing  glycerol  with  a  solution  of  sodium  in  alcohol  when  it 
deposits  in  small  crystals  grouped  in  stellar  groups  which  con- 
tain a  molecule  of  alcohol.  This  latter  is  evolved  at  100'',  the 
sodium  compound  remaining  behind  as  a  white  deliquescent 
powder.  It  is  also  obtained  by  acting  with  sodium  amalgam 
on  glycerol ;  sodium  itself  only  acts  slightly  in  the  cold,  but 
when  warmed  the  action  is  so  violent  that  the  mass  becomes 
strongly  heated  and  the  whole  carbonizes.^ 

Diacdium  Fropmylaie,  C3H5(ONa)20H,  is  obtained  when  the 
foregoing  compound  is  heated  with  sodium  ethylate  and  absolute 
alcohol.    It  forms  a  white  very  deliquesceut  mass.^ 

Glycerol  also,  like  sugar,  combines  with  lime  to  form  a  soluble 
compound,^  and  likewise  with  strontia  and  baryta.     We  are, 

^  Eraat,  loc,  cU.  509. 

•  lb,  510. 

•  Fabian,  DingUr's  Polyt.  Joum,  civ.  345, 

•  Letts,  Chem,  Soe.  Joum,  xxv.  450. 

^  Loebisch  and  Looss,  Monatach,  Chem.  ii.  842. 

•  Carles,  Fharm,  Joum,  Trans,  [8],  iv.  550. 
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moreover,  acquainted  with  soluble  glycerates  which,  together 
with  potassium,  contain  iron,  copper,  or  bismuth,^  but  none  of 
these  compounds  have  as  yet  been  obtained  pure. 

Dipropenyl  Sodium  ManganUe,  (CJ3.^)^A^ilLnO^  This 
singular  compound  is  formed  when  freshly  precipitated  man- 
ganese dioxide  is  heated  with  caustic  soda  and  glycerol.  In  the 
moist  state  it  is  of  a  bright  scarlet  colour  and  forms  when  dry  a 
light  yellowish-red  indistinctly  crystalline  powder.  It  possesses 
a  weak  alkaline  and  somewhat  astringent  taste.  It  is  insoluble 
in  alcohol  but  dissolves  in  a  mixture  of  equal  volumes  of  alcohol 
and  glycerol,  yielding  a  deep  blood-red  colour.  Its  aqueous 
yellowish-red  solution  decomposes  easily  with  separation  of 
manganese  dioxide.  The  corresponding  potassium  compound  is 
only  known  in  solution.  It  bas  a  deep  ruby-red  colour  and  is 
not  precipitated  by  alcohol. 

Tripropenyl  Strontium  ManganiU,  (CgH^ j(OH)3SrMnOg.  This 
is  a  light  ochre-yellow  crystalline  substance  which  readily  faUs 
into  powder.  It  is  insoluble  in  alcohol  and  is  almost  instantly 
decomposed  by  water,  and  possesses  a  strongly  alkaline  reaction 
and  a  disagreeable  metallic  taste. 

Manganese  dioxide  dissolves  in  solutions  of  calcium  hydroxide 
or  caustic  baryta  in  glycerol,  yielding  a  yellowish-red  colour,  but 
the  compounds  thus  formed  have  not  been  obtained  in  the  solid 
condition.* 

699  Detection  of  Glycerol  in  Beer,  &e.  The  action  of  glycerol  on 
borax  is  peculiar,  as  it  takes  up  free  boracic  acid  from  this  sub- 
stance. Hence  this  reaction  is  very  well  adapted  to  indicate  the 
presence  of  glycerol  in  beer,  wine,  &c.  For  this  purpose  50  to 
100  cc.  is  evaporated  to  dryness,  extracted  with  absolute  alcohol, 
the  alcoholic  extract  again  evaporated  and  the  residue  dissolved 
in  a  few  drops  of  water.  The  solution  is  made  slightly  alkaline 
with  carbonate  of  soda  and  a  bead  of  borax  dipped  into  it 
This  is  then  brought  into  the  flame,  to  which  a  green  colour 
is  imparted  if  any  glycerol  be  present.  If  ammonium  salts  are 
present  the  ammonia  must  be  first  removed  by  heating  the 
solution  with  sodium  carbonate.' 

*  PuU,  Joum,  PraH,  Chem,  [2],  xr.  88. 

*  Schottlander,  Ann.  Chem.  Pharm^  civ.  280. 

*  Senier  and  Low,  Joum,  Chem,  Soe.  1878,  i.  438, 
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OXIDES  AND   ETHERS   OP   PROPENYL. 

700  Olycide  Alcohol,  CjHgOj.  This  monad  alcohol,  generally 
known  as  glydde,  is  formed  by  decomposition  of  its  acetate  ^  as 
well  as  by  the  action  of  baryta  on  propenyl  chlorhydrin  :  ^ 

CH,C1  CH.V 

J.  1.     > 

CH.OH    =    CH/         +    HCl. 

CHj.OH        CH2.OH 

The  latter  mode  of  formation  corresponds  to  that  of  propylene 
oxide  from  its  chlorhydrin. 

Qlycide  alcohol  is  a  liquid  boiling  at  161** — 163**,  and  having 
a  specific  gravity  at  0^  of  1*165.  It  is  soluble  in  water  and 
combines  with  it  to  form  glycerol. 

Polyglycerols  are  formed  by  the  action  of  glycid  alcohol  or 
propenyl  chlorhydrin  on  glycerol.  They  are  viscous  liquids,  of 
which  the  following  two  have  been  obtained  in  a  tolerably 
pure  state:* 

B.P.  under 
10  mm.  pressure. 

,C3H,(0H), 
Diglycerol,  0<  220"-2S0" 

\C3H,(0H), 

Triglycerol,  \c^TllOK)      275^-285" 
\CsH,(OH), 

Propenyl  Oxide,  {G^^fiz'  "^^^  compound,  which  is  commonly 
known  as  glycerine  ether,  was  first  observed  by  Berthelot  and  de 
Luca,  but  not  further  examined  by  them.*  It  is  also  formed  when 
glycerol  is  distilled  with  calcium  chloride,*  and  occurs  as  a  by- 
product in  the  preparation  of  allyl  alcohol  from  glycerol  and 

^  Gegerfeldt,  BvU.  80c  Chim,  zziii  160 ;  BreslaueT,  Jnum,  PrdkL  Chem,  [2]  zz. 

•  Hanriot,  Ann,  Chim,  Phy$.  [b\  xvii.  112. 

>  Ix>unD90,  Ann,  Chim,  Phys.  [3]»  Ixvii  299. 
«  Ann,  CUm,  Phw,  [81.  xliii.  279. 

*  Linnemann  and  t.  Zotta,  An/n,  Chem,  Pharm,  Suppl.  yiii.  254  ;  t.  Zotta, 
Ann,  Ckem,  Pharm,  clzziv.  90. 
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oxalic  acid.i  It  is  likewise  obtained,  together  with  other  products, 
when  glycerol  is  distilled  with  two  per  cent,  of  sal-ammoniac.^ 
It  is  a  liquid  boiling  at  171** — 172^,  and  having  a  specific  gravity 
of  1*16  at  16°.  It  is  soluble  in  water,  and  combines  with  it  at 
100"*  to  form  glycerol.  If  it  be  saturated  at  0"*  with  hydriodic 
acid  it  decomposes,  in  an  analogous  way  to  the  other  ethers, 
into  glycerol  and  propenyl  tri-iodide,  which  latter  substance, 
however,  decomposes  into  iodine  and  allyl  iodide,  C^H^L^  Hence 
it  possesses  the  following  constitution : 

CHj— O— CH, 

4h— O— CH 

in^—o— CH, 

It  is  remarkable  that  in  its  preparation  by  means  of  calcium 
chloride  a  small  quantity  of  phenol.  C^H^O,  a  body  belonging 
to  the  aromatic  series,  is  formed,  together  mth  other  products. 

Ethyl  Propenyl  Ether,  or  Glycerol  Mmtfkylin,  C^^J[OH.)fiCJa^ 
is  formed  by  the  action  of  sodium  ethylate  on  propenyl  chlor- 
hydrin,  and  is  a  body  boiling  at  225* — 230*,  soluble  in  water,  and 
separating  out  again  on  the  addition  of  carbonate  of  potash.^ 

Diethyl  Propenyl  Ether  or  Glycerol  DiUhylin,  C^HgCOH)- 
(OCgHg),,  is  obtained  by  heating  glycerol  with  ethyl  bromide 
and  caustic  potash,^  as  well  as  by  the  action  of  sodium  ethylate  on 
propenyl  dichlorhydrin.^  It  is  an  oily  liquid,  scarcely  soluble  in 
water,  having  a  faint  ethereal  peppermint-like  odour.  It  hoik 
at  191*  and  has  a  specific  gravity  of  0'92, 

Triethyl  Propenyl  Ether,  or  Glycerol  Tridhylin,  G^^ifiCfi^^ 
When  the  foregoing  compound  is  treated  with  phosphorus 
pentachloride,  cJUordiethylin,  GJ3.fi\(pGfi^^,  is  formed.  This 
is  a  body  boiling  at  184*,  and  possessing  a  sweet  smell ;  when 
heated  with  sodium  ethylate  to  120*  it  is  converted  into 
triethylin.  This  latter  is  also  formed  when  diethylin  is  treated 
with  sodium  and  ethyl  iodide.  It  is  a  pleasantly  ethereal  smelling 
liquid,  boiling  at  185*.^ 

*  Gegerfeldt,  Ber,  Ikutsch,  Chem,  Oes.  iv.  919 ;  ToUens,  ib,  v.  68. 

*  ToUenfl  and  Loe,  ib,  xiv,  1946. 

*  Silva,  Compt.  Rgnd.  xciii.  418. 

*  Reboul,  AnTi.  Chim,  Phyft.  [3],  Ix.  6S. 

*  Berthelot,  Ann,  Chim,  Phy$,  [3],  zli.  305. 
<  Keboal,  loe.  cU, 

^  Robool  and  Loaren90|  Compt.  £etui,  lu.  466. 
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MhidemPropmylI!ther,oTAcdo^lyceraJ,Cfif.{OB)02.CK.CB^^ 
is  obtained  when  aldehyde  is  heated  with  glycerol  for  thirty 
hours  to  170*— 180^  It  is  a  liquid  which  boils  at  184*— 188^ 
is  slightly  soluble  in  water,  but  is  easily  decomposed  by  this 
liquid.^ 


Ethereal  Salts  op  Pbopentl. 

70X  a-Propenyl  Chlorhydrin,  CH3CLCH(OH).CH20H,  was 
obtained  by  Berthelot,  by  heating  glycerol  with  hydrochloric 
acid,  and  termed  chlarhydrin,^  In  order  to  prepare  it,  glycerol 
is  saturated  with  hydrochloric  acid  and  heated  for  100  hours  in 
a  water-bath.  The  product  is  then  distilled  in  a  vacuum  in  a 
water-bath,  until  hydrochloric  acid  ceases  to  come  over,  and 
then  fractionated  over  the  naked  flame.*  a-Chlorhydrin  is 
an  oily  liquid  having  a  specific  gravity  at  0**  of  1'338.  It 
is  soluble  in  water,  and  boils,  with  partial  decomposition,  at 
213*.  Under  a  diminished  pressure  of  18  mm.,  it  boils  at 
139^  and  distils  without  decomposition.  By  the  action  of 
sodium  amalgam  on  its  aqueous  solution  it  is  converted  into 
propylene  glycoL* 

fi'Fropenyl  Chlorhydrin,  CH5C0H).CHCl.CHj(0H),  is  formed 
in  smaller  quantity  together  with  the  foregoing  compound,  from 
which  it  may  be  separated  by  fractional  distillation  in  a  vacuum, 
as  under  a  pressure  of  18  mm.,  it  boils  at  146^  At  0""  it  has 
a  specific  gravity  of  1328  (Hanriot).  The  same  compound  is 
also  obtained  by  the  union  of  allyl  alcohol  with  hypochlorous 
acid.  It  is  a  syrupy  liquid,  having  a  slight  smell  and  a  sweet 
taste,  and  boiling  under  ordinary  pressure  at  230 — 235®  * 

a-Prapenyl  Dichlorhydrin,  CH2C1.CH(0H).CH2C1,  was  first 
obtained  by  Berthelot,  by  heating  glycerol  with  an  excess  of 
fuming  hydrochloric  acid  in  the  water-bath,  and  termed  by  him 
dichlorhydrin,^  According  to  Reboul,  a  mixture  of  equal  volumes 
of  glacial  acetic  acid  and  glycerol  is  saturated  with  hydrochloric 
acid  gas  at  100^  and  the  product  fractionally  distilled.^  It  is 
also  formed  when  chloride  of  sulphur  is  gradually  added  to 

1  Harnitzky  and  MeDSchntldn,  Ann.  Chem.  Pharm,  cxxzvL  126. 

9  Ann,  Chim,  Phys.  [3],  xU.  296. 

»  Hanriot,  Ann,  Chim,  Phys,  [5],  xvii  62. 

*  Louren90,  id.  [3],  bcvii.  320  ;  Buff,  Ann,  Chan.  Pharm.  Sappl.  t.  247. 

»  Henry,  J  (mm,  Pmkt,  Chem,  [2],  x.  186.  •  Loty,  eU,  296. 

7  Ann.  Chim.  Phys,  [3],  Iz.  1 ;  Watt,  Ber.  Deutach.  Chem.  Oes,  y.  257. 
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glycerol,  and  the  whole  gently  heated.*  It  is  an  ethereal 
smelling  liquid,  boiling  at  175* — 176^  and  having  a  specific 
gravity  at  16**  of  1*396.  It  is  somewhat  soluble  in  water,  and 
is  converted  by  means  of  sodium  amalgam  into  secondary  propyl 
alcohol  (Lourenqo,  Buflf).  When  oxidized  with  chromic  acid 
solution,  it  yields  symmetrical  dichloracetone  (Part  I.,  p.  571).* 

P'Propenyl  DichUyrhydrin,  CH,C1.CHC1  CH^OH.  According 
to  several  observers,  this  compound  is  formed  together  with  the 
foregoing,  when  hydrochloric  acid  acts  upon  glycerol."  This 
fact  is,  however,  denied  by  others*  It  may  be  obtained  in 
the  pure  state  by  the  union  of  allyl  alcohol  with  chlorine,*  or 
by  the  action  of  hypochlorous  acid  on  allyl  chloride.*  It  is  a 
thick,  faintly  ethereal  smelling  liquid,  boiling  at  182**,  and  having 
a  8i)ecific  gravity  at  0"*  of  1*3799.  Nitric  acid  oxidizes  it  to 
)8-dichlorpropionic  acid. 

Hpichlorhydrin,  CgHgClO,  is  found  amongst  the  products  of 
the  action  of  phosphorus  pentachloride  on  glycerol  (Berthelot). 
It  is  also  formed  by  the  decomposition  of  a-propenyl 
chlorhydrin,^  as  well  as  of  the  /9-compound  by  caustic 
potash:^ 

CHjCl  CH,v^ 

(I)    CH.OH    ^    CK^      +    Ha 


A 


H,C1  CHjCl 

CHj.OH        CHov 
I  I      > 

(2)    CHCl       =    CH/       +    HCL 


CHja  CHji 


CI 

According  to  Reboul,  the  best  method  of  preparing  it,  is  to 
use  the  product  boiling  between  160*  and  220^  obtained  by 
the  action  of  hydrochloric  acid  on  a  mixture  of  glacial  acetic 
acid   and  glycerol,    which,   in  addition  to  the  dichlorhydrin, 

*  Caring,  Ann,  Chsm.  i%arf)i.  cxxiy.  222 ;  Clans,  ib,  dxviii.  42. 

'  Hoermann,  Ber.  DmUeh,  Chem.  Ots,  xiii.  1707,  and  Markownikow.  i«* 
Chem.  Pharm,  ocviii.  849. 

»  Miinder  and  ToUens,  Ber.  Deutsch.  Chem,  Qe$.  1871,  681 ;  Habner  and 
Muller,  Ann,  Chem,  Pharm.  clix.  168. 

*  Markownikow,  Ann,  Chem,  Pharm,  ccviii.  849 ;  Ber,  Deutech.  Chm^  ^'^ 
vi.  1210  ;  Paschke,  Joum,  PrakL  Chem,  [2],  I.  82 ;  Watt,  loc,  at. 

'  Mdnder  and  Tollens.  he,  eU, 

*  Oe«erfeldt,  Ber.  Deutech.  Chem,  Gee,  vi.  720. 

'  Reboul,  loe.  eU.  »  Hiinder  and  Tollens,  loe.  cU. 
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contains  the  acetate  of  propenyl.  500  cc.  of  this  are  dropped 
gradually  into  a  concentrated  solution  of  350  grams  of  caustic 
potash,  care  being  taken  to  keep  the  whole  cool.  Or  the  crude 
chlorhydrin  may  be  added  to  roughly  pounded  caustic  soda, 
but  the  temperature  must  not  rise  above  130V  The  yield  is 
not  more  than  half  the  theoretical  one,  as  a  large  portion  of 
the  dichlorhydrin  is  converted  into  glycerol.' 

Epichlorhydrin  is  an  oily  liquid  insoluble  in  water,  possessing 
an  ethereal  smell,  somewhat  resembling  that  of  chloroform.  It  has 
a  sweet  burning  taste,  boils  at  IIB'^'G,  and  has  a  specific  gravity  at 
0*  of  1*203  (Thorpe).  When  shaken  up  with  fuming  hydrochloric 
acid,  it  combines  with  it  to  form  a-propenyl  dichlorhydrin, 
which  may  be  obtained  in  this  way  in  the  pure  state  very 
readily.  It  unites  still  more  easily  with  hydrobromic  acid, 
and  its  combination  with  hydriodic  acid  takes  place  with  yet 
greater  avidity.  Jf  this  gas  be  passed  over  epichlorhydrin 
cooled  to  0"*,  normal  propyl  chloride  and  some  propyl  iodide 
are  formed.*  It  unites  abo  with  water  at  100*  to  form  the 
monochlorhydrin,  and  with  alcohol  to  form  its  ethyl  ether,  &c. 
In  its  chemical  relation  it  therefore  closely  resembles  ethylene 
oxide. 

When  heated  with  potassium  acetate,  it  forms  the  above 
named  glycide  acetate,  CgHgOj.  C2H3O2,  a,  liquid  boiling  at 
168"* — 169°.  Potassium  cyanide  converts  the  chloride  into 
ejpicyanhydrin,  C3H5O.CN,  a  body  crystallizing  in  tablets  or  prisms, 
melting  at  163*,  and  yielding  when  boiled  with  baryta  water 
or  hydrochloric  acid,  epihydrin  carhoxylic  add,  CgHgCCO^H; 
a  body  crystallizing  in  glistening  needles,  melting  at  225"*.*  This 
body  is  isomeric  with  aceto-acetic  acid,  and  is  reduced  to  butyric 
acid  by  means  of  hydriodic  acid : 

CHyCH.CHj.CO2H  +  4HI  =  CHyCH2.CHyC0,H  +  21^  +  H^O. 

O 

70a  Propenyl  Trichloride,  or  Trichlorhydrin,  CjHgClj,  is  ob- 
tained by  the  action  of  phosphorus  pentachloride  on  propenyl 
dichlorhydrin,*  or  epichlorhydrin.*    It  is  also  formed  by  the 

^  PreTOSt,  Joum.  PraJU,  Chem.  [2],  xii.  160. 
'  ClauB,  Ber.  Deutaeh.  Chem.  Oe$.  x.  666. 

*  Silva,  Compt,  Rend,  zciii.  418. 

*  Paschke,  Joum.  Prakt,  Chem,  [2],  L  97 ;  HartenBtein,  ii.  vii.  296. 
^  Berthelot  and  de  Luca,  Ann.  Chim,  Fhy$,  [3],  lii.  437. 

*  B^hovl,  ib.lL.  Z7. 
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action  of  chlorine  on  propylene  chloride,^  secondary  propyl 
chloride,'  and  propane,'  when  other  substitution-products  are 
also  of  course  formed. 

In  order  to  prepare  it,  a  mixture  of  glycerol  and  glacial  acetic 
acid  is  saturated  with  hydrochloric  acid,  and  the  whole  slowly 
distilled  until  the  boiling  point  reaches  130'' ;  the  residue  is  then 
washed  with  water  and  carbonate  of  soda  solution,  dried  over 
calcium  chloride,  and  the  liquid  then  allowed  slowly  to  flow  into 
phosphorus  chloride.* 

Propenyl  trichloride  is  a  liquid  boiling  at  158^  and  having  a 
smell  resembling  that  of  chloral.  At  0"*  it  has  a  specific  gravity 
of  1*41.  When  heated  with  twenty  times  its  volume  of  water 
it  is  converted  iuto  glyceroL 

a-Dichlorglycide,  or  a-EpidicfUorhydrin,  CgH^Cl^  was  obtained 
by  Berthelot  and  de  Luca,  as  a  by-product  in  the  preparation 
of  trichlorhydrin.'^  Reboul  then  obtained  if,  by  the  action  of 
caustic  potash  on  the  latter  body,  and  described  it  as  an  ethereal 
alliaceous  smelling  body  boiling  at  101'' — 102^^  More  recent 
observations  have  shown  that  two  isomeric  bodies  are  produced 
in  this  reaction :  ^ 

a-Epidichlorhydrin .  i3-£pi<lichlorhydiiii. 

CHg  =1  CCLCHjCL  CHCl  zz  CH.CH,CL 

Of  these  the  a-compound  is  obtained  in  the  lai^r  quantity. 
It  boils  at  94'*,  and  has  a  specific  gravity  at  0"*  of  1  '236.  It 
combines  with  fuming  hydrochloric  acid  at  100**  to  form 
chlordimethylmethylene  chioride,  CH,.CClyCH2Cl,  a  body  also 
obtained  by  the  action  of  chlorine  on  dimethylmethylene  chloride 
(p.  131),  and  boiling  at  123V 

It  also  unites  with  chlorine  to  form  a-teirachlorglyciie,  CgH^Cl^, 
a  body  boiling  at  164^  and  having  an  ethereal  smell  and  a  sweet 
burning  taste. 

fi'IHchlorglycide,  or  fi-Epidiehlorhydrin,  is  formed  in  larger 
quantity  by  the  action  of  phosphorus  oxychloride  or  phosphorus 
pentachloride  on  dichlorhydrin  :  ^ 

CHjCl.CH(OH).CH,Cl  -  CHQ  —  CH.CH,a  +  H,0. 

^  Cahouis,  Compt,  Bmd,  zxxL  292  ;  Bidlohoubek,  Ber.  Deutsch,  Chem.  Oa.  ix. 
924. 

'  Linnemann,  Ann.  Chem.  Pharm.  cxxxvi.  48  ;  czxxiz.  19  ;  Friedel  and  Silra, 
Ccmpt,  Rend.  Ixziv.  805.  '  Schorlemmer,  Proc,  Roy,  Soe.  xrii  872. 

•  Fittigand  Pfeffer,  Ann,  Chem,  Pharm.  czxxv.  859. 

•  Ann.  Chim.  Phy$.  [8],  lii.  488.  •  lb.  Ix.  87. 
7  Friedel  and  Silva,  BM.  Soe,  Chim.  [2],  zriL  886. 

•  Friedel  and  Silva,  ib. 

•  Fittig  and  Pfeffer,  Ann.  Chem.  Pharm.  ezzzv  857. 
^^  Uartenstein,  Joum.  Prokt.  Chem.  [2],  viL  810. 
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It  is  a  mobile  liquid  having  a  sweet,  somewhat  burning  taste, 
and  pleasant  smell ;  it  boils  at  109^  and  at  0"*  its  specific  gravity 
is  1*250.  It  does  not  form  any  compound  with  hydrochloric 
add,  but  combines  with  chlorine  to  form  fi-tetrachlorglycide, 
C,H4C1^  a  body  boiling  at  l71^ 

Propenyl  Mandbnnnh/ydrin,  C^lifir{0'H)^,  is  obtained,  together 
with  other  products,  by  the  action  of  phosphorus  pentabromide 
on  glycerol.  It  is  a  thick  oily  aromatic  tasting  liquid,  which 
boils  under  a  pressure  of  10  mm.  at  180"*  (Berthelot  and  de 
Luca). 

a-Propenyl  Dihrcmihydrin,  CH2Br.CH(OH).CH2Br,  is  formed 
together  with  the  foregoing  compound,  and  is  an  ethereal 
smelling  liquid  boiling  at  219^. 

fi'Propenyl  Dibromhydrin,  or  Dibrompropyl  Alcohol,  CH^Br. 
CHBr.CH2(0H),  is  formed  by  the  combination  of  allyl  alcohol 
with  bromine,  and  is  a  liquid  boiling  at  212^ — 214^^ 

703  JPrapenyl  Trihromide,  or  Tribromhydrin,  CgH^Brj,  is  formed 
together  with  the  mono-  and  dibromhydrins  by  the  action  of 
phosphorus  bromide  on  glycerine  (Berthelot  and  de  Luca).  It  is 
best  prepared  by  treating  allyl  iodide  with  bromine.^  It  is  a  faintly 
ethereal  smelling,  thick  liquid,  which  has  a  specific  gravity  at  10* 
of  2*407,  and  boils  at  219*" — 220^  and  on  cooling  crystallizes  in 
long  glistening  prisms  melting  at  16® — 17^•  When  heated  with 
solid  caustic  potash  fi-epidibromhydrin,  CHBrz:CH.CH2Br.,  is 
produced.  This  is  an  oily  alliaceous  smelling  liquid,  which  boils 
at  151'— 152"*,  and  combines  with  bromine  to  form  tetrdbrom- 
glycide,  CjH^Br^  a  compound  boiling  at  250** — 252',  with 
decomposition.^ 

a-Propmyl  DiAodhydrin,  CH2l.CH,(0H).CHjT,  is  formed 
by  heating  dichlorhydrin  with  a  concentrated  solution  of 
potassium  iodide.  It  is  a  thick  oily  liquid  which  crystallizes 
in  a  freezing  mixture,  and  decomposes  when  heated.^ 

fi-Propenyl  Di-iodhydrin,  CH2l.CHLCH2.(OH),  is  formed 
by  acting  with  allyl  alcohol  on  iodine,  which  are  brought  together 
in  solution  in  chloroform.  The  compound  crystallizes  in  needles 
which  when  exposed  to  light  acquire  a  brown  colour.* 

^  KeknU,  Ann,  Chem.  Pharm.  Suppl.  i.  138 ;  Markownikow,  ZeiUch.  Chem. 
1864,  68 ;  Tollens  and  Mtlnder,  Ann.  Chem,  Pharm.  clxviL  224 ;  Michael  and 
Norton,  Afrur,  Chem.  Jowm.  ii  18. 

«  Wurtz,  Ann.  Chim.  Phy$,  [8],  IL  01. 

*  Henry,  Ber,  Deutach,  Chem.  Oe$.  iii  298. 

*  Reboul,  Ann,  Chim.  Phys.  [3],  Ix.  42. 

*  ClaoB,  Ann.  Chem.  Pharm,  clxviii  24/' 

^  Hubner  and  Lellman,  Ber.  DeuUeh.  Chem,  Oe$.  xiil  460. 
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Propenyl  MoTio-iodhydrin  is  obtained,  according  to  Reboul,  by 
heating  the  chlorhydrin  with  potassium  iodide.  It  is  an  oil 
which  has  not  been  further  investigated. 

Propenyl  tri-iodide  is  not  known. 

By  the  action  of  hydriodic  acid  or  iodide  of  phosphorus  on  an 
excess  of  glycerol,  allyl  iodide,  CjHgl,  is  formed,  together  with 
propylene.  If,  on  the  other  hand,  the  two  first  compounds  are 
present  in  excess,  propylene  and  isopropyl  iodide  are  formed. 
In  this  it  is  possible  that  the  following  reaction  takes  place. 
At  first  propenyl  tri-iodide  is  formed,  and  this  decomposed  into 
iodine  and  allyl  iodide.  This  latter  is  then  reduced  by  the 
hydriodic  acid  to  propylene,  and  this  combines  with  hydriodic 
acid  to  form  isopropyl  iodide.^  According  to  Henry,  some  allyl 
alcohol  is  also  formed,  and  from  this  it  must  be  assumed  that 
di-iodhydrin  is  first  formed,  and  that  this  splits  up  into  iodine 
and  allyl  alcohol,  which  latter  is  then  changed  into  the  iodide.' 

Sulphates  of  Propenyl,  Only  the  acid  ethereal  salts  are  known. 
Pelouze  obtained  one  of  these,  which  he  termed  glycerine  siUpkurie 
acid,  C3H5(OH)^SO^H,  by  dissolving  one  part  of  glycerol  in  two 
parts  of  sulphuric  acid.  He  then  neutralized  with  lime,  and 
obtained  the  easily  soluble  calcium  salt,  crystallizing  in  needles, 
and  by  decomposing  this  with  oxalic  acid  he  obtained  the  free 
acid  in  solution,  which  possesses  an  acid  taste,  but  is  very  un- 
stable, decomposing  by  moderate  concentration  in  a  vacuum 
even  below  O*'  into  glycerol  and  sulphuric  acid.  Its  salts  are 
also  very  unstable.* 

Acid  Propenyl  TrisvlphaU,  C3H5(S04H)j,  is  formed  by  the 
action  of  chlorsulphonic  acid  on  glycerol,  and  is  a  snow-white, 
very  hygroscopic,  crystalline  mass.  Its  acid  solution  is  easily 
converted  into  add  propenyl  disulpfuUe,  CjH5(0H)(S0^H)j. 
Both  acids  form  amorphous  salts.^ 

Propenyl  Mononitraie,  C^11^{0'H)^0^,  is  obtained  by  the 
action  of  dilute  nitric  acid  on  glycerol.  It  is  a  liquid  easily 
soluble  in  water,  and  very  diflScultly  soluble  in  ether,  which  does 
not  explode  on  percussion.* 

704  Propenyl  Trinitrate  or  Trinitrin,  C8H5(N03)j.  This  com- 
pound, which  is  commonly  known  underthe  name  otnitra-glycerine, 
was  discovered  by  Sobrero,  who  obtained  it  by  dissolving  glycerol 

^  Erlenmeyer,  Ann.  Chem.  Pharm.  czxxix.  211. 

•  Ber.  Deulach,  CheTn,  Oes.  xiv.  403. 
»  Ann,  Chim,  Phys.  Ixiii.  21. 

*  Claesson,  Joum,  Prakt.  Chem.  [2],  xx.  4. 
'  Uonriot^  Ann.  Chim,  Phys,  [5],  xtu.  IIS. 
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in  a  mixture  of  nitric  and  sulphuric  acids.  Amongst  its  properties 
he  noticed  that  a  small  quantity,  when  brought  under  the  tongue, 
produces  a  violent  headache.^  The  vapour  produces  the  same 
efTect,  though  it  has  been  noticed  that  this  ceases  after  a  time 
in  the  case  of  workmen  who  are  exposed  to  its  influence.  Nitro- 
glycerine was  for  some  time  employed  in  America,  and  known 
as  glonoin-oil.  The  composition  of  this  substance  was  first 
ascertained  by  Williamson,  who  noticed  that  on  boiling  with 
caustic  potash  it  is  converted  into  nitric  acid  and  glycerine.^ 
Its  properties  were  more  fully  examined  by  de  Vrij'  and 
E.  Eopp/  and  its  use  as  an  explosive  was  suggested  in  1867 
by  Nobel.« 

Preparation. — Many  receipts  are  given  for  preparing  this 
substance.  According  to  Nobel  it  is  best  made  by  allowing  one 
part  of  glycerine  to  flow  in  a  thin  stream  into  a  well-cooled 
mixture  of  four  parts  of  sulphuric  acid  and  one  part  of  pure 
concentrated  nitric  acid,  the  mixture  being  contained  in  a 
wooden  vessel  lined  with  lead,  from  which  the  product  is  allowed 
to  flow  into  a  large  tank  placed  at  a  lower  elevation,  holding 
several  tons  of  water.^  Or  the  mixture  of  acid  and  glycerine 
may  be  allowed  to  stand  quietly,  when  the  nitro-glycerine 
collects  at  the  bottom  as  a  heavy  layer.^ 

In  large  dynamite  works  as  much  as  1,500  pounds  of  nitro- 
glycerine is  made  in  one  operation.  Should  the  chemist  be 
unable  to  control  the  action,  which,  unless  care  be  taken,  is  apt 
to  become  violent,  he  runs  the  charge  into  water,  and  thus  stops 
the  reaction  by  dilution.  During  the  process  of  mixing  the 
acid  and  glycerine,  the  charge  has  to  be  constantly  mixed  by 
stirring,  and  this  is  so  effected  by  machine  power  as  to  be  under 
the  control  of  the  operator,  so  that  neither  speed  nor  quantity 
can  be  exceeded.  The  nitro-glycerine  next  requires  to  be  well 
washed  with  water  to  free  it  from  acid,  and  this  is  effected  by 
blowing  air  through  the  mixture  contained  in  the  washing-tanks. 
Great  care  and  special  precautions  are  necessary  in  this  manu- 
facture, for  until  the  nitro-glycerine  has  been  absorbed  by  the 
Eieselguhr  used  for  the  preparation  of  dynamite  (see  p.  361), 
it  is  a  most  dangerous  substance,  exploding  with  frightful  force 


*  Ccmpi,  Bend.  xxiv.  247.  '  Frve,  Hay.  Soc,  yiL  130. 

*  Ch^m,  Centralb.  1855,  570.  *  Compt,  Bend,  Uiii.  189. 
»  Dtngler's  Polyt.  Journ.  clxrriii.  221.  •  Ih.  ccxxi.  274. 

7  Ber.  Deulseh.  Chem.  Ge$,  iz.  1800 ;  Wagner,  Jahreeb.  1879,  406  ;  1880,  S75  ; 
flee  also  OovemmeiU  Beport  on  Bxploaivee,  1874. 
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on  even  slight  percussion.  In  the  form  of  dynamite  it  is  however 
much  less  liable  to  accidental  explosion. 

Nitroglycerine  is  a  light-yellow,  heavy,  oily  liquid,  having  a 
specific  gravity  of  1-6  at  1 5*.  It  has  a  sweet,  burning  taste,  and  is 
insoluble  in  water,  but  dissolves  in  alcohol,  and  still  more  readily 
in  ether.  It  crystallizes  at  -  20°  in  long  needles  (Champion).  It  is 
poisonous,  but  the  lethal  dose  is  a  considerable  one.  About  ten 
drops  produce  poisonous  symptoms  in  the  human  subject,  though 
they  do  not  act  fetally.^ 

It  is  not  easily  inflammable,  and,  when  ignited,  bums  without 
explosion.  When  poured  on  to  a  tolerably  hot  surface  it 
evaporates,  but  when  dropped  on  to  one  more  strongly  heated, 
a  violent  explosion  takes  place.  A  temperature  of  257^  produces 
the  most  violent  effect,  the  explosion  becoming  less  at  higher 
temperatures,  and  when  dropped  on  to  a  red-hot  plate  the  mass 
becomes  spheroidal,  and  burns  without  explosion.* 

The  explosive  effect  of  nitro-glycerine  on  percussion  is  however 
far  more  violent  than  that  produced  when  it  is  simply  heated 
(Abel).'  The  statement  that  it  is  more  readily  explosive  under 
percussion  in  the  solid  than  in  the  liquid  state  appears  from 
Beckerhinn  s  experiments  not  to  be  correct,*  and  the  frightful 
accidents  which  have  occurred  from  the  explosions  of  the  solid 
mass  appear  to  have  been  simply  brought  about  by  carelessness. 
The  change  which  takes  place  during  the  explosion  is  represented 
by  the  following  equation :  ^ 

2C3H5(N03)3  «  6CO2  +  5H2O  +  3Nj  J-  0. 

Nitro-glycerine,  when  pure,  can  be  preserved  without  decom- 
position, but  if  it  is  not  washed  completely  from  acids  it 
gradually  decomposes  with  formation  of  oxahc  acid,  glyceric 
acid,  and  other  products.^  Caustic  alkalis  cause  the  re-formation 
of  glycerine.  This  is  also  formed,  together  with  nitric  oxide,  by 
the  action  of  concentrated  hydriodic  acid  upon  nitro-glycerine.^ 

705  Nitro-glycerine  was  first  known  in  the  pure  state  under 
the  name  of  Nobel's  earplosive  oil,  used  largely  for  mining  and  other 
operations.     Owing  to  the  many  accidental  explosions  which 

1  Schnchhard,  Jahrei^,  1866,  525. 

■  Kopp,  Dingl,  Polyi,  Joum.  clzzxiL  237 ;  Champion,  Bull.  Soc  Chim,  [2], 
zvi.  369  ;  see  also  Gonip-Besanez,  Jnn.  Chem,  Pharm,  clviL  289. 

•  Phil.  Trans.  1869  ;  Chem.  Soc.  Joum,  xxiii.  41. 

*  Jahresb,  1876,  1106. 

»  Berthelot,  Force  de  la  Poudre,  &c.  160. 

^  Miillerand  Warren  de  la  Rue,  Anii.  Chan.  Pharm.  ciz.  122. 

'  Mills,  Joum.  Prdkt.  Chem.  xciv.  468. 
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occurred  in  its  use  and  during  its  transit,  the  carriage  of  this 
material  was  forbidden  in  many  places,  and  therefore  Eopp 
suggested  that  it  should  be  manufactured  on  the  spot  where 
it  was  to  be  used,  and  Nobel  introduced  a  product  termed 
meihykUed  expUmvs  My  consisting  of  a  solution  of  nitro-glycerine 
in  wood-spirit,  which  will  not  explode  on  percussion.  On  addition 
of  water  or  by  evaporating  oflf  the  wood-spirit,  the  nitro-glycerine 
can  again  be  obtained.  This  being  a  liquid  is  inapplicable  for 
many  purposes,  and  Nobel  succeeded  in  preparing  a  much  more 
useful  material,  which  can  be  forwarded  from  place  to  place 
without  danger,  though  atill  possessing  the  explosive  power 
of  the  original  nitro-glyccrine.  This  substance  is  known  in 
commerce  as  dynamite.  Dynamite  consists  of  a  mixture  of  three 
parts  of  nitro-glycerine  and  one  part  of  Kieselguhr  (Vol.  I.,  p.  566), 
this  latter  being  a  finely-divided,  infusorial,  silicious  earth, 
which  has  a  high  absorptive  power,  and  is  capable  of  taking  up 
the  nitro-glycerine  without  becoming  pasty.*  The  Kieselguhr 
is  first  heated  in  order  to  destroy  organic  matter,  and  on  cooling 
the  nitro-glycerine  is  added,  the  mixture  being  made  in  leaden 
vessels  with  wooden  beaters.  Cartridges  made  of  parchment 
paper  are  filled  with  this  material,  and  the  cartridge  is  fitted  in 
the  ordinary  way  with  a  detonating  fuse.  Dynamite  is  far  safer 
than  the  pure  nitro-glycerine,  as  from  its  softness  it  yields  to  an 
accidental  blow,  and  is  therefore  not  so  liable  to  explode  as 
nitro-glycerine  itself. 

From  recent  experiments  it  appears  that  the  energy  developed 
by  the  explosion  of  one  ton  of  nitro-glycerine  is  equal  to  64,452 
foot-tons,  that  of  dynamite  being  equal  to  45,675  foot-tons. 
According  to  the  above  reaction  the  theoretical  initial  pressure 
exerted  by  nitro-glycerine  on  exploding  is  firom  six  to  seven 
times  that  of  gunpowder. 

In  order  to  exhibit  the  non-explosive  character  of  dynamite 
under  ordinary  percussion,  the  following  experiments  have  been 
made.  A  barrel  containing  540  kilos,  of  dynamite  was  allowed 
to  fall  firom  a  height  of  twenty  feet  on  to  a  paved  road  without 
explosion  occurring.  A  weight  of  ten  kilos,  was  allowed  to  fall 
firom  twenty  feet  on  to  a  dynamite  cartridge,  when  it  was  simply 
flattened.  In  another  experiment  seven  and  a  half  kilos,  of 
dynamite  contained  in  a  cask  was  ignited  by  means  of  a  burning 
cigar.  The  dynamite  burnt  with  a  bright  flame,  but  the  barrel 
was  not  blown  to  pieces  or  even  burnt.  In  the  same  way  a  tin 
^  IHngl,  Polyt,  Joum,  cxa  124. 
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box  containing  dynamite  was  thrown  into  a  common  fire  without 
any  evil  effect  being  produced,  the  dynamite  simply  burning.* 
If,  however,  dynamite  be  exploded  by  means  of  a  percussion 
fuse  containing  fulminating  mercury,  it  produces  powerful 
explosive  effects,  even  when  placed  on  an  open  surface ;  balks 
of  timber,  iron  cylinders,  and  masses  of  granite,  can  in  this  way 
be  broken. 

A  number  of  other  nitro-glycerine  preparations  have  been 
suggested.  These  are  known  under  the  names  of  Lithofiracteur, 
Dualin,  Blasting  Gelatine,  &c.  They  produce  the  same  effects  as 
nitro-glycerine,  and  are  obtained  by  the  addition  of  this  body  to 
nitrated  sawdust,  gunpowder,  nitrates,  guncotton,  and  other 
materials. 

According  to  the  statements  of  Nobel  the  production  of 
dynamite  increased  from  eleven  tons  in  1867  to  3,120  tons  in 
1874.'  At  the  present  moment  it  is  even  larger,  as  appears  firom 
the  fact  that  in  1880  the  total  European  production  of  glycerine 
amounted  to  about  9,000  tons.* 

706  Moiwchlordinitrin,  C^fil{^O^y  This  is  obtained  by  the 
action  of  monochlorhydrin  on  a  mixture  of  concentrated  nitric 
and  sulphuric  acids,  or  by  allowing  concentrated  nitric  acid  to 
drop  into  enichlorhydrin  well  cooled  with  ice : 

CHjCl  CHjCl 


(1)    CHv^     +     NOjOH    =    CH.O.NO, 

CH^OH 


\r 


(Jh/" 


CH,a  CHjCl 

(2)    CH.O.NO,  +  NO,.OH  +  CH.O.NO,  +  H,0 


A 


HjOH  CH,.O.NO, 


It  is  an  oily,  easily.-inflammable,  but  not  explosive  material 

a-Bichlormononitrin,  CH2Cl.CH(N0s)CH^Cl,  is  obtained  by 
the  action  of  a  mixture  of  sulphuric  and  nitric  acids  on  the 
corresponding  dichlorhydrin.    It  is  a  compound  similar  to  the 

^  Ber.  D&utath,  Chem,  Oes,  iz.  1802. 

>  M(ma,  Scwntif,  [8],  vi.  248  ;  see  also  Engels,  Wagner's  Jahresb,  1880,  878. 

*  Wagnei^s  JahretbericlU,  1880,  447. 
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foregoing,  and  boils  with  decomposition  at  a  temperature  of 
180"— 190'.i 

fi.'DicMomitrin,  CHjCLCHCLCH^CNOg),  is  an  oily  liquid 
which  has  a  peculiar  aromatic  smell,  sweet  taste,  and  boils  at  180^' 

The  PhospJuites  of  Propenyl.  Of  these  only  the  dibasic  glycerol 
phosphoric  acid,  C8H5(OH)2PO^Hj,  is  known.  This  was  ob- 
tained by  Pelouze  by  the  action  of  phosphorus  pentoxide  or 
metaphosphoric  acid  on  glycerol'  Gobley  then  observed  that 
this  acid  occurs  in  a  peculiar  compound  contained  in  the  yolk 
of  egg  and  in  the  brain,^  and  since  that  time  it  has  been  found 
that  this  latter  compound  is  not  only  contained  m  the  animal 
but  is  also  widely  distributed  in  the  vegetable  kingdom  (see 
ZecUhin,  p.  370).  Glycerol  phosphoric  acid  is  also  found  in  small 
quantity  in  normal  human  urine,^  and,  together  with  a  large 
quantity  of  lactic  acid,  in  muscular  fibre.*  The  free  acid  which 
is  obtained  by  decomposing  the  easily-soluble  barium  salt  with 
sulphuric  acid  is  only  known  in  dilute  solution,  as  it  decomposes 
on  concentration. 

The  calcium  salt,  C3Hg(OH)2PO^Ca,  is  a  very  characteristic 
one.  It  is  easily  soluble  in  cold  water,  and  separates,  on  warming 
the  solution,  in  snow-white,  pearly,  glistening  tablets  or  scales, 
which  dissolve  again  on  cooling. 

Propenyl  ArseniUfC^^^AsOy  Glycerol  dissolves  large  quantities 
of  arsenic  trioxide.  Such  a  solution  has  been  used  by  calico- 
printers  for  fixing  aniline  colours,  and  this  contains  the  above- 
mentioned  compound,  which  may  be  obtained  in  the  pure  state 
by  heating  nineteen  parts  of  glycerol  with  twenty  parts  of 
arsenic  trioxide  until  no  further  quantity  of  water  is  evolved, 
and  then,  on  cooling,  withdrawing  the  excess  of  glycerol  by 
means  of  acetone.  In  this  way  an  amber-yellow,  fat-like  mass 
is  left,  which  melts  at  SO"",  forming  a  thick  liquid.  It  dissolves 
in  glycerol  as  well  as  in  water,  but  is  decomposed  by  this  latter 
liquid.^ 

^  Hcniy,  Ber.  I>etUach,  Chem.  Ges,  iii.  847.  '  lb.  iv.  701. 

>  C(mpt.  Bend.  zxi.  718.  *  Nm.  Jahrb,  Pharm.  iz.  161  ;  xu  406 ;  xiL  5. 

•  Sotnitschewskj,  Hoppe-Seyler's  Zeitsch.  iv.  214. 

•  Diakonow,  Chem.  CerUralblaU,  1867,  816. 
'  Schiff,  BtUL  Soe.  Chim,  [2],  viii.  99. 
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THE   FATS   OR   GLYCERIDES   (PROPENYL 
ETHEREAL  SALTS  OF  THE  FATTY  ACIDS). 

707  The  existence  of  animal  fats  naturally  attracted  the  atten- 
tion of  even  uncivilized  man,  and  the  ancients  were,  of  course, 
well  acquainted  with  their  peculiar  properties.  Still  we  know 
nothing  about  the  origin  of  this  knowledge  or  when  the  fats 
were  first  used  in  the  arts.  More  remarkable  is  the  acquain- 
tance made  by  man  in  very  early  times  with  the  vegetable 
fats  and  oils,  as  is  shown  by  the  mention  of  the  fact  in  the  oldest 
books  of  the  Old  Testament.  The  Greeks  and  Romans  in  the 
early  centuries  after  Christ  were  well  acquainted  with  olive  oil, 
as  well  as  with  almond  oil,  walnut  oil,  castor  oil,  &c.  These 
were  obtained  by  pressing  or  by  boiling  the  fruit  or  seeds  with 
water.  Herodotus  and  Hippocrates  described,  in  the  fifth 
century  B.C.,  the  butter  (ffovrvpov)  which  the  Scythians  obtained 
from  mare's  milk  by  violent  agitation,  and  Dioscorides  also  relates 
that  the  best  butter  is  obtained  from  the  fattiest  milk,  as 
sheep's  milk^  but  that  it  can  also  be  got  fi:x>m  goat*s  milk. 

So,  too,  the  saponification  of  animal  fats  was  known  in  early 
times  (see  Part  I.,  p.  688).  It  was,  however,  long  believed  that  in 
this  process  the  whole  of  the  fat  combined  with  the  alkali,  and 
the  conclusion  drawn  from  this,  as  well  as  from  the  fact  that 
metals  are  attacked  by  fat,  was  that  these  latter  substances 
contain  an  acid. 

In  the  first  half  of  the  last  century  it  was,  however,  noticed 
that  the  fat  separated  out  from  a  soap  by  means  of  an 
acid  possessed  different  properties  from  that  which  was  em- 
ployed in  making  the  soap,  but  the  proper  explanation  of  this 
was  not  given  until  after  Scheele's  discovery  of  the  sweet 
principle  of  oil.  This  was  however  accomplished  by  the  cele- 
brated investigations  of  Chevreul,  "sur  les  corps  gras,"  begun 
in  the  year  I8I1,  in  which  he  proved  that  the  fats  are  in  fact 
ethereal  salts. 

It  has  already  been  stated  that  most  of  the  natural  fats  are 
normal  propenyl  ethers  of  the  fatty  acids,  or  of  the  acids  of  the 
series,  CgHgn^Oj.  For  these  bodies  Gerhardt  introduced  the 
name  glycerides.  Lastly,  Berthelot  showed  that  not  only  these 
ethers,  but  also  those  which  contain  only  one  or  two  acid  radicals, 
can  be  artificially  prepared.^ 

*  AuTi,  Chim,  Phys,  [3],  xK.  210. 
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Monofomiin,  GfiJiOH)jij>K0^M  obtained  by  heating  glycerol 
and  oxalic  acid  to  190'',  the  prodtict  being  exhausted  with  ether. 
It  is  an  oily  liquid  which  is  soluble  in  water,  and  on  heating  with 
this  liquid  decomposes  into  formic  acid  and  glycerol.  When 
heated  under  ordinary  pressure  it  decomposes  into  allyl  alcohol, 
carbon  dioxide,  and  water,  but  under  a  diminished  pressure 
of  10  mm.  it  may  be  distilled  without  decomposition  at  a 
temperature  of  165°.^ 

IH/ormin,  C^B.gl(0'H)(C'RO^^  When  the  residue  obtained  in 
the  preparation  of  formic  acid,  according  to  Lorin's  method 
(Fart  I.,  p.  270),  is  heated  to  140°  and  then  shaken  up  with  ether, 
deformin  is  obtained  in  solution.  This  substance  is  a  colourless 
liquid  boiling  under  a  diminished  pressure  of  20 — 30  mm.  at 
163° — 166°.  Heated  under  the  ordinary  pressure  decomposition 
begins  about  160^ ;  allyl  formate  is  formed,  together  with  allyl 
alcohol,  formic  acid,  carbon  dioxide,  and  a  small  quantity  of 
carbon  monoxide.  It  is  easily  decomposed  by  water  with 
formation  of  formic  acid  and  glycerol,  and  when  heated  with 
anhydrous  oxalic  acid  it  readily  yields  formic  acid  and  carbon 
dioxide.  Its  formation  is  probably  one  of  the  preliminary 
processes  in  the  preparation  of  formic  acid  from  oxalic  acid.  ^ 

MancLcetin,  C3H5(OH)2C2H,02,  is  formed  in  small  quantity  when 
glycerol  is  allowed  to  stand  for  some  months  in  contact  with 
glacial  acetic  acid,  and  in  large  quantity  when  the  mixture  is 
heated  to  100°  for  114  hours.  The  product  is  treated  with 
carbonate  of  potash  and  a  small  quantity  of  caustic  potash  and 
then  extracted  with  ether.  On  evaporation  of  the  ethereal 
solution  the  compound  remains  behind  as  a  weak,  ethereal- 
smelling  liquid,  having  a  specific  gravity  of  1'20. 

Diacetiii,  C8H4(OH)(C2H302)2,  is  formed  by  heating  glacial 
acetic  acid  and  glycerol  to  200° — 275°,  and  is  purified  in  the  same 
way  as  monacetin.  It  is  a  liquid  possessing  a  biting  taste.  It 
boils  at  280°  and  at  13°  has  a  specific  gravity  of  1-188.  Like  the 
foregoing  compound  it  dissolves  in  a  small  quantity  of  water,  and 
on  addition  of  a  larger  quantity  it  becomes  turbid. 

Triacetin,  G^fjf^jUfi^^,  appears  to  exist  in  small  quantity  in 
certain  fats*  in  cod-liver  oil,*  and  the  oil  of  the  spindle-tree 
{Euonymus  europceus)}    These  oils  yield  on  saponifi«ition  a  small 

1  Tollensand  Henninger,  ZeiUeh.  Chetn.  1869,  88. 

*  Van  Rombnrgh,  Compt.  Bend,  xciii.  847. 

*  Ch«vreul,  Pk,  ciL 

*  de  Jonvh,  Ann.  Chem.  Phann,  xlviiL  862. 

*  Schweizer,  ib.  Izxx.  288. 
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quantity  of  acetic  acid.  Berthelot  obtained  it  by  acting  for  some 
hours  on  diacetin  with  15 — 20  {Murts  of  glacial  acetic  acid  at  250^ 
and  Wlirtz  prepared  it  by  acting  with  silver  acetate  on  propenyl 
tribromide.^  It  may,  however,  be  most  simply  obtained  by 
mixing  one  part  of  glycerol  with  two  parts  of  glacial  acetic  acid, 
allowing  this  to  boil  gently  for  forty  hours  and  then  distilling. 
The  liquid  coming  over  between  ioT — 260*"  is  dissolved  in  water 
and  the  triacetin  extracted  with  ether.*  It  is  a  liquid  tolerably 
soluble  in  water,  possessing  a  weak,  bitter,  pungent  taste,  and 
having  at  8**  a  specific  of  1-174,  and  it  boils  at  267**— 268*. 

Acetochhrhydrin  or  Chlorntoruicetin,  CfigPl{OH.)CJBL^O^  is 
obtained,  together  with  dichlormonacetin,  by  the  action  of  acetyl 
chloride  on  glycerol,*  or  by  heating  epichlorhydrin  with  glacial 
acetic  acid  to  lOOV  It  is  a  liquid  smelling  like  acetic  ether  and 
boiling  at  250**. 

Acetodiddorkydrin,  or  fi-Dichlaractin,  CHjCl.CHCLCH, 
(CjHjOgX  is  best  obtained  by  the  union  of  acetyl  chloride  with 
epichlorhydrin,  and  is  a  pleasantly-smelling  liquid  boiling  at 
202**— 203^*  The  isomeric  a-dichlaracetin,  GKfilCK(C^Hfi^. 
CHgCl,  is  formed  by  the  action  of  acetyl  chloride  on  a-dichlor- 
hydrin,  and  boils  at  194^— 195^• 

Diacetochlorhydrin,  or  Monochlordiacetin,  CH2C1.CH(C2H30^. 
CH2(C2Hjj02),  is  formed  by  the  action  of  acetyl  chloride  on 
equal  volumes  of  glacial  acetic  acid  and  glycerol  (Berthelot  and 
de  Luca),  or  by  heating  epichlorhydrin  with  glacial  acetic  acid 
to  180": 

CILCl  CH.C1 

I  /CjHjO  I 

cHv      +  o<  =  caoaiLO 

I       >0  \C,H,0  I 

CE/  CHj-OCgHjO 

It  is  a  faintly-smelling  liquid  boiling  at  245^ 

The  butyrins  and  Valerius  are  oily  liquids.  TrSnUyrin, 
€3115(0^11702)3,  occurs  in  butter,  and  is  a  neutml  liquid  possessing 
a  sharp,  bitter  taste.  Trivalerin,  03115(058^02)3,  is  contained  in 
dolphin  oil,  and  has  a  weak  but  unpleasant  smell. 

1  Ann.  Chim.  Phys.  [8].  li.  97. 
'  Schmidt,  Liebig'a  Ann,  cc  97. 

*  Berthelot  and  de  Laca,  Ann,  Chim,  Phys,  [8],  lii.  433. 
«  Reboal,  Ann.  Chim,  Phys,  [3],  Ix.  49. 

*  Truchot,  CompL  Rend,  Ixi  1170. 

*  Henry,  Ber,  JMutaeh.  Chem.  Qt».  iv.  704. 
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The  sources  of  the  following  normal  propenyl  ethereal  salts 
will  be  found  under  the  corresponding  fatty  acids  as  well  as 

under  the  fats. 

M.P. 
TrilauHn,  GfiJ^Q^^^O^^  Needles.  45* 
Trtmyristin,    0^^{G^^0^)^        Plates.  55^ 

708  Monopalmitin,  CjH5(CigBLji02)(OH)2,  occurs  when  palmitic 
acid  is  treated  with  an  excess  of  glycerol  and  the  mixture  heated 
for  twenty-four  hours  to  200".  After  removal  of  the  gycerol 
the  product,  which  still  contains  palmitic  acid,  is  fused  and 
mixed  with  ether  and  a  small  quantity  of  slaked  lime  and  heated 
for  an  hour  to  100",  and  the  monopalmitin  is  then  extracted  by 
ether.  This  method  of  purification  is  used  in  the  preparation 
of  other  artificial  glycerides  of  the  higher  fatty  acids  (Berthelot). 
Monopalmitin  crystallizes  in  needles  which  melt  at  58". 

Dipalmitin,  CJ3,^(G^fi^j0^2^^>  was  obtained  by  Berthelot 
by  heating  glycerol  with  an  excess  of  palmitic  acid  for  114 
hours  to  100".     It  forms  microscopic  scales  which  melt  at  59". 

Tripalmitin,  G^Jif^-^^^^fi^^  is  obtained  from  palm  oil,  or, 
better,  from  Chinese  vegetable  wax  (from  Stillingia  uhiferd)  by 
first  pressing  out  and  then  repeatedly  treating  it  with  hot  alcohol 
and  recrystallizing  the  residue  from  ether.^  It  is  also  formed 
when  monopalmitin  is  treated  with  an  excess  of  palmitic  acid, 
and  the  mixture  heated  to  250" — 270"  for  eight  hours.  It  forms 
pearly,  glistening  crystals,  melting  at  60°"5,  which,  on  further 
heating,  again  crystallize  and  then  melt  at  66"'5  (Maskelyne). 

MonosteariUy  Gfi^{G^}i^0^)(P'H.)2f  is  prepared  by  heating 
equal  parts  of  glycerol  and  stearic  acid  for  about  thirty-six 
hours  to  200"  in  a  sealed  tube.  It  forms  white  needles  melting 
at  61"  and  solidifying  at  60"  (Berthelot). 

Distearin,  G^Jifl^^O^jd^.  If  one  part  of  monostearin 
be  heated  with  three  parts  of  stearic  acid  for  three  hours  to 
260",  white  microscopic  lamims  of  this  compound  separate  out. 
These  melt  at  58"  and  solidify  at  55". 

709  Tristeariny  G^f^iG^^j^jB^O^^  occurs  in  a  greater  or  less 
degree  of  purity  in  many  natural  fats  from  which  it  may  be 
obtained  by  repeated  crystallization  from  ether.  The  stearin 
obtaiued  by  Chevreul  by  repeated  crystallization  of  mutton  suet 
consisted  of  a  mixture  of  tristearin  and  tripalmitin.  Lecanu 
found  that  the  melting-point  was  raised  to  62"  when  it  was 

*  Joum.  Prakt*  Chem,  Ixv.  291. 
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recrystallized  from  a  small  quantity  of  ether.  Dufiy  then 
observed  that  the  melting-point  rose  to  Gd""'?  when  large 
quantities  of  ether  are  employed  and  the  whole  recrystallized 
thirty-two  times.^  But  this  product  also  contains,  according 
to  Heintz,  a  certain  quantity  of  tripalmitin,  and  in  order  to 
obtain  tristearin,  stearic  acid  must  be  heated  with  glycerol  in  an 
atmosphere  of  carbon  dioxide  for  twenty-four  hours  to  200^  and 
the  product  then  purified  by  Berthelot's  process,  and  then  heated 
with  a  large  excess  of  stearic  acid  to  270°.*  According  to  Bouis 
and  Pimentel  pure  tristearin  is  obtained  by  reciystallization  of 
the  fat  from  the  seeds  of  Brindonia  indica.^ 

Tristearin  is  artificially  prepared  by  heating  monostearin  with 
from  fifteen  to  twenty  times  its  weight  of  stearic  acid  in  a  tube 
to  270°  for  three  hours.* 

Tristearin  crystallizes  from  boiling  ether  in  tasteless,  inodorous, 
pearly  tablets.  Like  tripalmitin,  it  possesses  both  a  variable 
and  permanent  melting-point,  its  volume  undergoing,  under 
these  circumstances,  remarkable  changes,  which  have  been  in- 
vestigated by  Kopp.  The  stearin  he  employed  was,  however, 
not  perfectly  pure,  and  for  this  reason  he  found  the  melting- 
point  too  low,  and  this  error  has  been  corrected  in  the  following 
remarks. 

When  stearin  is  heated  from  0°  to  55°  it  expands  from  1*0000 
to  1-0308  volume.  It  fuses  at  55°  and  contracts  to  a  volume  of 
1'0076.  On  further  heating  it  again  expands  and  solidifies  at 
7l°*6,  which  is  its  true  melting-point,  when  it  possesses  in  the 
solid  state  a  volume  of  1*0759,  its  volume  in  the  liquid  state  at 
the  same  temperature  being  1*1293.  It  solidifies  again  at  70° 
to  an  indistinctly  crystalline  mass.  When  heated  4* — 5**  above 
its  melting-point  it  solidifies  again  at  55^  and  then  forms  a 
wax-like  mass. 


PATS  AND  OILS. 

7x0  Of  these  we  shall  here  only  mention  the  more  important,  and 
especially  those  which,  in  addition  to  triolein,  contain  glycerides 
of  the  fatty  acids.  The  composition  of  these  fats  and  oils  varies 
considerably.  Some  consist  entirely  of  tripalmitin  and  triolein ; 
as,  for  instance,  olive  oil  and  Chinese  vegetable  wax,  the  latter 
being  obtained  from  the  fruit  of  StUlingia  sebifera,  a  tree  which 

*  Quart,  Joum.  Cfhem.  Soe,  v.  197  •  Ann,  Chem.  Pharm.  xcil.  800. 

s  C<mpl.  RtTuL  xliv.  1355.  «  Berthelot,  Ann,  Chim,  Phys,  [3],  xlL  216. 
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is  now  cultivated  both  in  India  and  America,  and  from  the  fat 
of  which  both  candles  and  soap  are  prepared.  Palm  oil  also 
contains  these  two  glycerides,  and  probably  also  tristearin 
together  with  the  free  acids.  It  is  obtained  from  the  west  coast 
of  Africa,  and  is  derived  from  the  fruit  of  certain  kinds  of  palm, 
as  ElcBis  guineensis,  forming  an  important  article  of  commerce, 
being  imported  in  very  large  quantities  into  this  country  and 
used  for  the  manufacture  of  soap,  candles,  &c.  The  nuts  or 
kernels  of  the  fruit  yield  palm-nut  oil  which,  in  addition  to  the 
three  above-named  glycerides,  also  contains  caproic,  caprylic, 
capric,  lauric,  and  myristic  acids.  ^ 

Mutton  suet  consists  chiefly  of  tristearin  with  a  small  quantity 
of  olei'n  and  palmitin,  whilst  human  fat  contains  the  latter 
with  some  ole'in  and  stearin.  Beef  suet  contains  the  same 
glycerides  and  the  same  quantity  of  ole!n  as  mutton  suet,  whilst 
the  percentage  of  palmitin  and  stearin  stands  in  about  a  mean 
between  the  latter  fat  and  human  fat  (Heintz).  Lard  consists 
of  these  three  glycerides,  which  are  ako  contained  in  bassia  fat, 
obtained  in  India  from  the  seeds  of  various  species  of  Bassia, 
used  in  India  as  food,  and  in  Europe  for  candle-  and  soap- 
making. 

Shea  butter,  or,  as  it  was  named  by  Mungo  Park,  galam  butter, 
is  said  to  consist  entirely  of  stearin  and  olein  ; '  this  has  a  very 
pleasant  taste,  and  maybe  kept  for  a  considerable  length  of  time 
without  becoming  rancid.  It  is  prepared  from  the  seeds  of  Bassia 
parhii,  which  has  become  an  article  of  commerce  of  considerable 
importance  in  Sierra  Leone. 

Coco-nut  oil,  obtained  from  the  fruit  of  Cocos  nxtcifera,  which 
grows  in  ail  tropical  countries,  consists  to  the  largest  extent  of 
laurin,  together  with  the  glycerides  of  myristic,  palmitic,  capric, 
caprylic,  and  caproic  acids.'  The  latter  five  are  also  contained  in 
butter,  together  with  tributyrin,  tristearin,  and  a  small  quantity 
of  triarachin  (Heintz).*  Goose-fat  contains  the  glycerides  of 
the  same  volatile  acids  together  with  palmitin,  stearin,  and 
clem.* 

^  Oademsns,  Jcthreth,  1870,  862. 
»  Ih.  1863,  383. 

*  Fehling,  Ann,  Chem,  Pkarm,  liii.  899  ;  G«igey,  ib.  Irvi.  290 ;  Oudemazis, 
Jahreab,  1860,  822 ;  1868,  311 ;  Bizio,  ib,  1864,  340. 

*  Lercb,  Ann.  Chem,  Pharm,  xlix.  212;  Hehner,  Frcs,  Zeitseh,  xvi.  145; 
Fleischmann  and  Vieth,  ib.  xvii.  287  ;  Beichert,  ib.  xviii.  70. 

'  Gottlieb,  Ann.  Chem.  Pharm.  Ivii.  43. 
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THE   LECITHINS. 

711  Yauquelin  was  the  first  to  observe  that  the  substance  of 
the  brain  contains  a  phosphoretted  fat.^  Fremy  then  showed  that 
this  yields,  on  decomposition  with  alkalis,  oleic  acid,  glycerol, 
and  phosphoric  acid,  and  to  it  he  gave  the  name  of  dec- 
phosphoric  add.^  He  and  Valenciennes  also  found  a  similar 
phosphoretted  fat  in  the  flesh  of  fish,^  and  Qobley  gave  to  this 
body  the  name  of  lecithin  (from  \iict,6o^,  yolk  of  egg),  inasmuch 
as  this  same  compound  occurs  in  this  material,  and  it  is  also  con- 
tained in  ox-bile,  venous  blood,  and  other  substances.  He  was 
not  able  to  obtain  it  in  the  free  state,  but  he  showed  that  it  yields 
glycerol-phosphoric  acid,  margaric  acid,  and  oleic  acid  as  pro- 
ducts of  decomposition.  Hoppe-Seyler  was  the  first  to  obtain 
lecithin  in  the  crystalline  condition  from  the  yolk  of  egg  and 
from  caviare,^  and  he  showed  that  this  substance  occurs  widely 
distributed  in  nature,  not  only  in  the  animal-  but  also  in  the 
vegetable-world,  occurring  in  cells  in  process  of  growth.  He 
found  it,  amongst  other  sources,  in  yeast  and  various  fungi,  in 
many  seeds,  in  all  the  organs  and  liquids  of  the  human  body, 
with  the  exception  of  the  urine,  gastric  fluid,  saliva,  and 
pancreatic  secretion ;  in  the  electrical  organs  of  the  torpedo,  and 
in  large  quantities  in  the  blood  of  the  higher  forms  of  Leuco- 
cythaemia.*  It  has  been  shown  by  Diakonow*  and  Strecker^ 
that  lecithin  decomposes  on  boiling  with  baryta-water  into 
choline,  glycero-phosphoric  acid,  and  fatty  acids,  of  which 
palmitic  acid,  stearic  acid,  and  oleic  acid  have  already  been 
found.  Hence  it  would  appear  that  several  different  lecithins 
exist,  of  which  di-stearyl  lecithin  has  been  prepared  tolerably 
pure.  From  the  analysis  of  this  body  Diakonow  gives  to 
it  the  formula  C^^H^^NPO^,  whilst  Strecker  gave  the  formula 
C^jHg^NPOg  to  a  lecithin  which  on  decomposition  yielded 
palmitic  and  oleic  acids  together  with  a  little  stearic  acid. 

*  Ann,  Chim,  Ixxx.  27,  60. 

«  Ann.  Chim,  Phys.  [8],  iL  474.  »/6.  1.  172. 

*  Med.  Chem.  UnUra,  216. 
»  lb.  1866-71. 

*  lb.  ii.  221 ;  iiL  405. 

'  Ann.  Chem.  Fhann.  exlviii.  77. 
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The  following  formulae  represent  the  chemical  constitution  of 
di-stearyl-lecithin : 

/    (OC„H„0),  C,H,-0C,3H„0 

\OH.N(CH,), 

Preparation. — In  order  to  prepare  lecithin,  yolk  of  egg  is  shaken 
up  with  ether  until  this  ceases  to  be  coloured,  the  residue  treated 
with  water,  quickly  washed  on  a  filter,  and  then  digested  with 
alcohol  at  50** — 60*.  The  solution  is  quickly  evaporated  down  to  a 
syrupy  consistency,  dissolved  in  a  small  quantity  of  absolute  al- 
cohol, and  the  filtered  solution  cooled  in  a  freezing  mixture.  After 
some  time  stearin-lecithin  separates  out  in  nodular  masses  or 
less  frequently  in  fine  crystalline  tablets,  whilst  olem-lecithin 
remains  in  solution.  On  drying  the  former  compound  remains 
as  a  wax-like,  imperfectly-crystalline  mass,  which  is  very  hygro- 
scopic, and  dissolves  easily  in  ether-chloroform  and  the  fatty 
oils.  When  the  ethereal  solution  of  this  mass  is  shaken  up 
with  dilute  sulphuric  acid  the  latter  substance  extracts 
choline,  and  the  ether  contains  distearylglyceroUphosphoric  add, 
C^H^(G^H^O^^Ofii,  The  potassium  salt  of  this  acid  is  a 
crystalline  body  (Diakonow). 

Strecker  also  prepared  his  lecithin  firom  yolk  of  egg,  extract- 
ing it  with  a  mixture  of  ether  and  alcohol,  distilling  off  the 
ether,  and  adding  alcohol  to  the  residue  in  order  to  precipitate 
the  fatty  oils  contained  in  the  egg.  On  addition  to  the  filtrate 
of  an  alcoholic  solution  of  platinic  chloride  containing  hydro- 
chloric acid  a  fiocculent,  yellow  precipitate  was  thrown  down, 
which  was  purified  by  repeated  solution  in  ether  and  preci- 
pitation with  alcohoL  Analysis  then  gave  the  formula 
(C4,H33PNOgCl)2PtCl4.  On  passing  sulphuretted  hydrogen  into 
the  ethereal  solution  it  was  decomposed,  and  after  evaporation 
of  the  hydrochloric  acid  the  lecithin  remained  as  a  wax-like 
mas&  The  solution  of  this  in  alcohol-ether,  on  being  shaken 
with  silver  oxide,  lost  its  hydrochloric  acid,  silver  oxide  however 
being  dissolved,  which  was  removed  by  sulphuretted  hydrogen. 
On  evaporating,  the  lecithin  remained  as  a  homogeneous, 
translucent  mass. 

This  body  and  its  compounds  are  very  easily  decomposed. 
When  an  ethereal  solution  of  the  platinum  salt  is  allowed  to 
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stand,  choline,  platinum  chloride  separates  out  gradually,  and  the 
alcoholic  solution  of  the  hydrochloride  of  lecithin  decomposes 
after  some  time  with  separation  of  fatty  acids.  The  solution  of 
free  lecithin  decomposes  slowly  in  the  cold  hut  quickly  on 
heating.  Lecithin  when  brought  into  contact  with  water 
increases  in  bulk  and  the  starch-Uke  mass  exhibits  under  the 
microscope  various  forms  of  filaments,  spherules  and  drops. 

Similar  gelatinous  forms  were  first  observed  by  Virchow 
when  nerve  fibres  are  exposed  to  the  action  of  water  for  some 
length  of  time,  and  are  known  as  myeline  forms. 

712  Protagon,  Ci^Hj^jgNgPOjg.  This  very  complicated  com- 
pound must  be  mentioned  here  because  it  was  formerly  confounded 
with  lecithin  and  was  afterwards  regarded  as  being  a  mixture 
of  this  body  with  cerebrin,  a  phosphoretted  substance 
contained  in  the  brain.  Protagon  (irptorayo^  leading  the  van) 
was  first  discovered  by  Liebreich,  who  gave  to  it  the  formula 
^116^41^4^^22-^  Its  existence  was  afterwards  corroborated  by 
Qamgee  and  Blankenhom,  who  assigned  to  it  the  above  com- 
position, remarking,  however,  that  a  definite  formula  can  only  be 
obtained  from  an  examination  of  its  decomposition-products. 

The  highest  percentage  of  phosphorus  found  in  this  body 
by  Liebreich  was  1*5.  Qamgee  and  Blankenhom,  who  prepared 
the  substance  with  great  care  and  determined  the  phosphorus 
with  accuracy,  found,  on  the  other  hand,  as  a  mean  of  five  well 
agreeing  analyses,  the  number  1*068.* 

In  order  to  prepare  protagon,  perfectly  fresh  ox  brains  are  freed, 
as  completely  as  possible,  from  blood  and  adhering  membrane, 
and  are  then  digested  for  many  hours  (18 — 24)  in  85  per  cent, 
alcohol  in  a  large  incubator  kept  constantly  at  45^  The  fluid 
is  filtered  whilst  hot  and  the  insoluble  matter  again  treated  with 
a  fresh  mixture  of  spirit,  the  proceeding  being  repeated  four  or 
five  times,  as  long  in  fact  as  the  filtrate  cooled  to  0"*  deposits  a 
fair  quantity  of  a  white  flocculent  precipitate.  This  precipitate 
is  collected  on  a  filter,  and  being  thence  transferred  to  a  stoppered 
bottle  is  thoroughly  and  repeatedly  agitated  with  ether  in  order 
to  dissolve  cholesterin  and  other  bodies  soluble  in  ether.  The 
ether  having  been  removed  first  by  decantation  and  then  by 
filtration,  the  substance  left  undissolved  is  first  of  all  dried 
between  sheets  of  filter-paper  in  air  and  afterwards  over 
sulphuric   acid  or  phosphorus  pentoxide.     The  resulting  mass^ 

*  Ann.  Chem.  Pharm.  cxxxiv.  29. 

*  Proc  Koy,  Soc  xxix.  151 ;  xxx.  111. 
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which  is  snow-white,  is  reduced  to  powder,  moistened  with  a 
Uttle  water  and  digested  for  many  hours  with  alcohol  heated 
to  45^  From  the  filtered  liquid,  if  this  be  allowed  to  cool 
very  gradually,  the  protagon  separates  in  the  form  of  micro- 
scopic needles  mostly  arranged  in  rosettes,  the  appearance  and 
arrangement  of  which  differ  somewhat,  as  Liebreich  has  very 
exactly  pointed  out,  according  to  the  degree  of  concentration  of 
the  solution. 

The  once  crystallised  protagon  thus  obtained  is  collected  on  a 
filter,  washed  with  ether,  and  dried  first  of  all  in  air  and 
ultimately  over  phosphorus  pentoxide.  It  is  then  recrystjillised 
as  many  times  as  required,  the  process  always  beginning  by 
pulverizing  and  thoroughly  shaking  with  cold  ether.^ 

•  Like  lecithin,  protagon  produces  with  water  myeline  forms, 
and  like  this  it  is  also  very  easily  decomposed  ;  and  amongst  its 
products  of  decomposition  Liebreich  noticed  choline,  fatty  acids, 
and  glycerol-phosphoric  acid. 


SULPHUR  COMPOUNDS  OF  PROPENYL. 

713  Propenyl  Hydrosviphides  or  Sulphhydrins  are  formed 
by  the  action  of  the  chlorhydrins  on  an  alcoholic  solution  of 
potassium  hydrosulphide.' 

Monomdphhydrin,  C3H5(OH;^SH,  is  a  thick,  colourless  liquid 
which  possesses,  when  warmed,  a  peculiar  disagreeable  smell. 
It  is  scarcely  soluble  in  water  and  forms  amorphous  mercaptiJes. 

Disidphhydrin,  CgH50H(SH)a,  is  a  liquid  similar  to  the  above 
and  contains  two  atoms  of  hydrogen  easily  replaceable  by  metals. 

Trisulphhydrin,  C^Hg^SH)^,  is  a  colourless  liquid  much  more 
mobile  than  glycerol  and  possessing  an  unpleasant,  ethereal 
smell.  The  salts  of  the  heavy  metals  yield  flocculeut  precipitates 
with  its  alcoholic  solution. 

Propenyl  Monosidphonic  Acid,  C^U^(OE)^SO^B.,  it  obtained  by 
oxidizing  monosulphhydrin  with  nitric  acid.  It  is  a  gum-like, 
deliquescent  mass,  whose  salts  crystAllize  with  difficulty  (Carius). 

Propenyl  Disulphonic  Add,  CjH50H(S03H)2.  The  potassium 
salt  is  easily  formed  when  a  concentrated  solution  of  normal 

*  Gamgee,  Physiological  Chemistry  qf  the  Animal  Body^  vol.  i.  427. 

•  CAriiu  and  Ferreln,  Ann.  Chem,  Fharm,  cxxii.  71 ;  Carius,  ib.  cxiiv.  221. 
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potassium  sulphite  is  boiled  with  dichlorhydrin  *  or  epichlor- 
hydrin.^  It  forms  large  rhombic  crystals  having  the  formula 
CsHgO(S03K)2+2H20.  When  its  concentrated  solution  is  treated 
with  barium  chloride  the  barium  salt,  C8HaO(S03),Ba+2HjO, 
separates  out,  on  standing,  in  warty  concretions.  If  this  be 
decomposed  with  sulphtiric  acid  and  neutralized  with  lead 
carbonate,  the  lead  salt,  C3HeO(SO,)jPb+2H20,  is  obtained, 
crystallizing  in  large,  easily-soluble  crystals.  By  the  action  of 
sulphurreted  hydrogen  on  the  lead  salt  the  free  acid  is  obtained 
as  a  hygroscopic  syrup. 

Propenyl  Trimlphonic  Acid,  G^^KSO^^,  When  trichlor- 
hydrin  is  boiled  with  a  solution  of  potassium  sulphite,  it  gradually 
dissolves,  and  on  evaporation  an  imperfectly  crystalline  mass 
separates.  This  contains  chlorine,  and  is  probably  a  double  salt 
of  potassium  chloride  and  potassium  propenyl  trisulphonate,  and 
it  is  not  decomposed  into  its  constituents  by  recrystallization. 
When  heated  with  sulphuric  acid  in  order  to  drive  off  the 
hydrochloric  acid  and  neutralized  with  barium  carbonate,  barium 
propenyl  trisulphoTiate,  (C8H5)2(S03)^aj,  is  deposited  as  a  diflS- 
cultly-soluble  powder  (Schaiiffelen). 

Chlorhydrin  Sulphonic  Acid,  CjH5Cl(OH)S08H,  is  formed 
by  heating  epichlorhydrin  with  acid  sodium  sulphite.  The 
sodium  salt,  C8H5Cl(OH)SO,Na  +  2H2O,  thus  obtained  forms 
large,  monoclinic  crystals.  The  free  acid  is  obtained  by  decom- 
posing the  alcoholic  solution  of  the  sodium  salt  with  oxalic  acid. 
It  is  a  deliquescent  syrup  which  forms  salts  usually  crystal- 
lizing well.^  When  the  sodium  salt  is  heated  with  sodium 
sulphite,  sodium  propenyl  disulphonate  is  formed  (Pascbke). 


NITROGEN  COMPOUNDS  OF  PROPENY 

714  Propenyl  Eydroxydiamine  or  Diamidohydrin,  CgH^ 
(NH2)20H.  This  body  is  formed,  together  with  glycidamine, 
C3H5(NH2)0,  when  dichlorhydrin  is  heated  with  a  one-per-cent. 
solution  of  alcoholic  ammonia.  When  the  solution  is  evaporated 
the  hydrochloride  of  the  first  base  is  formed.  In  order  to  separate 
it,  the  liquid  is  allowed  to  stand  over  ether  until  the  free 

*  Schaflffelen,  Ann.  Okem,  PhArfn.  cxlviiL  111. 

*  Paschke,  Joum,  Prakt.  Chem.  [2],  L  82. 

*  Darmstadter,  Ann,  Chem,  Pharm,  cxlviiL  125. 
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ammonia  has  disappeared.  If  more  ether  be  gradually  added,  a 
small  quantity  of  sal-ammoniac  is  first  thrown  down,  then 
hydrochloride  of  diamidohydrin,  and  lastly  the  glycidamine  salt, 
which  crystallizes  in  needles  or  prisms  if  the  materials  are 
anhydrous ;  otherwise  it  is  formed  as  a  syrup,  as  it  is  excessively 
hygroscopic* 

If  dichlorhydrin  be  heated  with  strong  alcoholic  ammonia, 
chlarhydrinimide,  C^jH^yNgClO^,  is  formed,  a  white  amorphous 
mass  which  swells  up  with  water  to  form  a  voluminous  jelly.' 

Ptopenyl  Triamine,  C,|Hr(NH^)jp  is  obtained  by  the  reduction 
of  the  corresponding  nitro-compound,  to  be  described  hereafter. 
It  is  an  oily,  unpleasantly-smelling  liquid,  the  hydrochloride 
forming  a  white  crust  and  yielding  a  platinichloride  crystallizing 
in  octohedrons. 

Propenyl  Trimethyl  Ammonium  Chloride,  N(CHj)8C,H5(OH)2Cl, 
is  formed  by  heating  chlorhydrin  with  trimethylamine.  It  is 
deposited  in  needles  easily  soluble  in  water  and  its  platinichloride 
crystallizes  in  orange-red,  rectangular  tables.' 

Triniiropropane,  C^5(N0,),,  is  formed  by  the  action  of  silver 
nitrite  on  tribromhydrin.  It  is  a  heavy,  yellow  oil,  boiling 
between  190*'  and  200^  and  yielding  with  alcoholic  potash  the 
compound  C,H2Kg(N02)5  which  is  a  white  powder  soluble  in 
water.* 


GLYCERIC  ACID,  or  DIOXYPROPIONIC  ACID, 

7x5  This  substance  was  obtained  by  Debus  ^  and  Sokolow,^ 
by  oxidizing  glycerol  with  nitric  acid.  It  is  also  formed  when 
glycerol  is  heated  with  bromine  and  water,  or  when  calcium 
chlorlactate  is  treated  in  aqueous  solution  with  silver  oxide  :^ 

ClCH^CH(OH)CO,v 

>Ca    +    Ag-0    +    H,0    « 
ClCHj.CH(OH)CO/ 

(OH)CH^CH(OH)CO-v 

>Ca    +    2AgCl. 
(OH)CHyCH(OH)CO/ 

^  Clanfl,  JnTL  Chem.  Pharm,  clxyiii  29. 

^  V.  Meyer,  Ber,  Deutach,  Chem.  Oea.  iL  186 ;  Hanriot,  Ann.  Chim.  Phys,  [5]. 
zvU.  99.  *  BrBokeboflch,  Ber.  IkvUeh.  Chan,  Ges.  tL  1289. 

*  Aim,  Chem.  Pharm.  cyL  79 ;  dz.  227.  *  Jb,  en.  95. 

*  Fnnk,  lb.  cctL  888. 
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In  order  to  prepare  glyceric  add  a  long  cylinder  is  filled  with 
equal  parts  of  nitric  acid,  ^yoerol,  and  water,  and  the  reaction  I 

which  takes  place  after  some  little  time  is  allowed  to  go  on  { 

without  the  aid  of   heat    The  product  of  this  reaction  is  | 

concentrated  on  a  water-bath  and  then  converted  into  the 
calcium  salt  (Debus)  or  lead  salt,^  firom  which,  by  means  of 
oxalic  acid  or  sulphuretted  hydrogen,  as  the  case  may  be,  the 
free  acid  is  separated*  This  remains,  on  evaporating  the  . 
solution,  as  a  strongly-acid  syrup,  which  on  standing  deposits 
small  needles  of  the  anhydride  C^H^O,,  whose  molecular 
formula  is  doubtless  a  midtiple  of  this.  This  is  difficultly 
soluble,  even  in  boiling  water,  and  crystallizes  from  it  in  thin 
six-sided  prisms.  Boiling  water  converts  this  anhydride  onfy 
slowly  into  glyceric  acid,  and  this  takes  place  more  quickly  in 
presence  of  a  small  quantity  of  milk  of  lime.'  On  dry  distil- 
lation, water,  formic  acid,  acetic  acid,  and  pyroracemic  acid  are 
first  given  off;'  and  then  pyrotartario  acid,  its  anhydride  and 
other  poducts.^ 

When  distilled  with  acid  potassium  sulphate,  pyroracemic 
acid  is  formed  in  large  quantity :  ^ 


CH,.OH  CH, 

CBLOH    ==    CO        +    H,0. 

CO,H  CO,I 


Glyceric  acid  is  monobasic,  and  forms  salts  which  usoally 
crystallize  well. 

Calcium  Glycerate^  (CJS.fi^fiek-^iHfi,  is  deposited  in  cmsts 
tolerably  soluble  in  water.  Strontium  Olyeerate,  (C^Tlfi^^, 
is  almost  insoluble  in  cold  water,  but  dissolves  readUy  in  hot 
water,  and  deposits  in  crystals  united  in  warty  concretions.  Zead 
GlycercUe,  {Cfifi^^h,  is  difficultly  soluble  in  cold,  but  readily 
soluble  in  hot  water,  and  crystallizes  in  hard  crusts. 

7x6  Mhyl  Olyeerate,  CjH^O/C^g),  is  formed  when  glyceric 
acid  is  heated  for  some  hours  to  170* — 190*  with  four  times  its  bulk 
of  absolute  alcohol     It  is  a  thick  liquid  having  a  bitter  taste,  and 

^  BeilBtein,  Ann.  Chem,  Pharm,  cxz.  226 ;  Haider,  Ber.  Ikuttch,  Chm,  O0, 
ix.  1902. 
s  Sokolow,  Ih.  XL  679. 

*  Moldenhauer,  Ann.  Chem.  Pharm,  ezzzL  828. 
«  Bottinger,  ib.  ezcvi  92. 

*  Erlenmeyer,  Ber,  Deutaeh,  Chenu  Ota,  ziy.  820. 
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boiling  between  230** — 240*.  By  the  action  of  nitro-sulpburic 
acid  it  is  converted  into  the  nitrate,  CJB^(SO^fiO^Cfi^  a 
heavy,  oily,  easily-combustible  Uquid.^ 

fi-DiMarprcpianie  Acid,  CH,CLCHCLCO,H,  is  formed  by 
oxidizing  the  corresponding  chlorhydrin,  and  its  chloride  is 
obtained  by  the  action  of  phosphorus  chloride  on  glyceroL  It 
crystallizes  in  small  needles,  melts  at  50^  and  boils  with  decom- 
position at  210^  On  acting  with  absolute  alcohol  upon  the 
chloride  e^%Z  finiiohlorpropiomU,  C^Hfilfi^C^B.^,  is  formed,  a 
Uquid  boiUng  at  183*— 184*. 

fi-Dibromprcpionic  Acid,  CHjBr.CHBr.CO^,  is  obtained  by 
oxidizing  ^-propenyl  dibromhydrin  with  nitric  acid,^  and  it  is 
also  formed  when  a-dibrompropionic  acid  is  heated  to  100*  for 
eight  days  with  fuming  hydrobromic  acid.^  It  is  tolerably  soluble 
in  water,  and  ciystallizes  in  two  forms  which  can  be  produced  at 
pleasure  by  bringing  the  fused  acid  in  contact  with  the  one  or 
the  other.  The  more  stable  form  crystallizes  in  tables,  which 
melt  at  64*.  Heated  to  a  higher  point,  the  second  modification 
is  formed,  and  this  melts  at  51*;  it  forms  compact  prisms,  which 
when  kept,  pass  into  the  first  form.^  Both  modifications  belong 
to  the  monoclinic  system.^  The  salts  of  the  acid  are  but  slightly 
stable,  and  are  easily  converted,  with  formation  of  a  metallic 
bromide,  into  bromacrylic  acid. 

Amidoglycerol  or  Serin,  C^(OH)(NHj)CO,H,  is  formed  by 
boiling  serecin  or  silk-substance  with  dilute  sulphuric  add.  It 
crystallizes  from  hot  water  in  hard  oblique  prisms  having  a  fSunt 
sweet  taste.  In  its  chemical  relations  it  agrees  with  the  other 
amido-acids ;  it  yields  glyceric  acid  on  treatmeut  with  nitrous 
acid.* 


BUTENYL  ALCOHOL,  C^Hy(OH),. 

7x7  It  has  already  been  stated  (p.  166)  that  acetaldehyde  is 
converted,  with  loss  of  water,  into  crotonaldehyde,  and  that  this 
unites  with  hydrogen  to  form  crotonyl  alcohol,  CE[3.CHII 
CH.CH2.0H^,  butyraldehyde  and   normal   butyl  alcohol  also 

^  Henry,  Ber,  Peuitiek.  Ckem.  Gea.  iv.  705. 

>  Munder  and  ToUens,  ^mt.  Chem.  Fharm,  clxvii.  222* 

>  Phillipi  and  ToUenB,  ib.  obud.  8S7. 

*  Linnenumn  and  Penl,  Ber.  JknUach.  Cham,  Ges,  yiii.  1099 ;  Tollens,  ib.  1448, 
1452. 

*  ZepharoTicli,  Jahrenh.  Chem.  1878,  698. 

*  Cramer,  Jahntb.  1865,  655. 
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being  formed.  The  crotonaldehyde,  which  will  be  described 
later  on,  combines  with  a  molecule  of  bromine  to  form  hutenyl 
dibramhydHn,  CH3.CHBr.CHBr.CHjOH,  and  this  when  heated 
with  a  large  quantity  of  water  is  converted  into  buienyl-^lycerd, 
CH3.CH(OH).CH(OH).CBjOH.  This  is  a  thick,  sweetish- 
tasting  liquid,  which  boils  under  a  diminished  pressure  of  27  mm. 
at  172*^— 175^  When  heated  with  acetic  anhydride  to  150" 
the  triacetin,  C^H7(CjH302)3,  is  formed,  a  somewlmt  thick  liquid, 
having  a  weak  but  pleasant  smell,  and  boiling  at  261*'*8.  When 
butenyl  alcohol  is  heated  with  hydriodic  acid  it  is  reduced  to 
secondary  butyl  iodide.* 


PENTENYL  ALCOHOL,  C^HjCOH), 

718  This  is  obtained  from  tiglic  aldehyde,  C^'Sfi,  and  forms 
a  sweet-tasting  syrup.' 


HEXENYL  ALCOHOL,  C«Hu(OH)y 

7x9  The  point  of  departure  for  this  glycerol  is  crotonyl  methyl 
carbinol,  CH,=CH.CH:jCH:jCH(OH)CHj,  a  body  which  will  be 
described  hereafter.  The  acetic  ether  of  this  carbinol  combines 
with  a  molecule  of  bromine,  and  the  product  heated  with  acetic 
acid  and  silver  acetate  to  120'*  yields  the  triacetin,  a  thick  liquid 
boiling  at  280'' — 285^  This  when  boiled  with  water  and  lead 
oxide  yields  a  glycerol  possessing  the  following  constitation, 
HO.CH:,.CH(OH).CHyCH,.CH(OH).CH,.  It  is  a  very  thick 
liquid,  haviog  a  sweetish-bitter  taste,  and  boiling  under  a 
pressure  of  10  mm.  at  181V 

^  Lieben  and  Zeisel,  Monatsh,  Chem,  i.  818. 

^  Herzig,  Monatsk.  Cfum,  iii.  118. 

*  Markownikow  and  Kablokow,  £er,  Deutseh,  Ckem,  Ges,  zilL  1842 ;  zir.  1711* 
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COMPOUNDS  OF  THE  MONAD  ALCOHOL  RADI- 
CALS, C.Hto-1,  AND  OF  THE  ACID  RADICALS, 
CA.-.0. 

720  The  triad  radicals  can  also  act  as  monad  radicals  when 
two  atoms  of  carbon  are  linked  together  by  two  combining  units. 
Hence  the  compounds  of  these  radicals  stand  to  the  defines  in 
the  same  relation  as  the  monad  radicals  of  the  fatty  acids  do  to 
the  para£Bns.  Like  the  defines,  these  hydrocarbons  combine 
directly  with  the  elements  of  the  chlorine  group,  with  their 
hydradds  and  so  forth.  Their  compounds  may  be  classed  as 
primary,  secondary,  and  tertiary. 

The  first  of  these  classes  contains  aldehydes  and  mono- 
basic acids.  Of  these  several  occur  in  nature  partly  as  gtycerides 
in  a  variety  of  fats,  whilst  many  of  them  can  be  artificially 
prepared.  This  group  of  adds  is  termed,  from  its  first  member, 
the  Acrylic  Series.  The  members  of  this  series  maybe  obtained 
by  the  action  of  alkalis,  silver  oxide,  or  lead  oxide  on  the 
monosubstituted  fatty  acid;  thus  /3-iodopropionic  acid  yields 
acrylic  acid : 

CH,I        CH, 

CH,    =    CH    +    HI. 

I  I 

COjH        COjH 

The  oxyadds  in  which  the  hydroxyl  is  not  attached  to  the 
carbon  next  to  carboxyl,  decompose  on  distillation  into  water  and 
an  acid  of  this  group.  Thus  /8-oxybutyric  add  yields  crotonic 
acid: 

CH,  CH3 


i: 


H.OH         CH 

I  -      II 
CH,  GH 

I  I 

CO,H  CO,H 


+    H,0. 
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The  ethereal  salts  of  the  oxyacids,  which  can  be  obtained  from 
oxalic  acid  by  replacement  of  one  atom  of  hydrogen  by  an  alcohol 
radical/  and  which  are,  therefore,  at  the  same  time  tertiaiy 
alcohols  (see  p.  16),  are  converted  by  phosphorus  trichloride  into 
ethereal  salts  of  the  acrylic  acid  series,  or  bs  Duppa  and  Frankland 
term  them,  iso-acrylic  acids.^  The  ethyl  salt  of  iso-oxybdtyric 
acid  is  thus  converted  into  that  of  methacrylic  acid  : 

CH,  CH,  CH,  CHj 

3    "^doH      -h   PCls    =    3  \^     +    P(OH),    +    3Ha 

OOyCjHj  C0j.C,H5 

On  fusion  with  caustic  potash  the  adds  of  this  group  are 
decomposed  into  two  molecules  of  a  £Ettty  add,  inasmuch  as  the 
molecule  splits  up  at  the  point  of  double  linkage ;  thus  crotonic 
acid  decomposes  into  two  molecules  of  acetic  acid : 

CHyCH=iCRCO,H  +  2K0H  -  2CH,.C0jK  +  H^ 

The  constitution  of  these  acids  may  in  many  cases  be  a8ce^ 
tained  by  this  reaction,  though  not  in  all  cases,  as  isomeric  adds 
may  yield  the  same  products  of  decomposition.  Thus,  for 
instance,  the  two  following  acids,  having  the  formula  C^H^qO^, 
yield  normal  butyric  and  acetic  acids : 

Hydrosorbic  acid,     CHs.CH=CH.CHyCH^COgH 

CH3.CH 
Ethyl-crotonic  acid,  ^C.COjH 

In  addition  to  this,  many  of  these  acids  are  converted  by 
heating  into  isomeric  modifications.  For  example,  isocrotonic 
acid,  CHj  ZZ  CH.CH^COgH,  is  thus  converted  into  crotonic 
acid,  and  therefore,  when  fused  with  caustic  potash  yields  only 
acetic  acid. 

In  their  physical  characters  these  acids  resemble  the  group  of 
the  fatty  acids.  The  first  terms  of  the  series  are  miscible  with 
water  and  easily  volatile.  With  increase  of  molecular  weight 
the  solubility  in  water  diminishes  and  the  boiling-point  in- 
creases. The  higher  members  of  the  series  are  oily  liquids  at 
the  ordinary  temperature  and  not  volatile  without  decomposition, 
and  these  when  acted  upon  with  even  a  small  quantity  of  nitric 

^  Joum.  Chem,  Soc  xriiL  188. 
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acid  are  converted  into  crystalline  isomeric  modifications.  Their 
glycerides  exhibit  similar  properties.  They  are  distinguished 
from  the  corresponding  fatty  acids,  inasmuch  as  their  lead  salts 
are  easily  soluble  in  ether,  and  by  this  means  they  can  be 
readily  separated  from  the  latter  series  with  which  they  occur. 

72Z  The  secondary  and  tertiary  alcohols  belonging  to  thia 
series  are  obtained  by  reactions  similar  to  those  employed  for 
the  preparation  of  the  corresponding  compounds  of  the  fatty 
group.    The  members  ahready  known  are  described  on  p.  411. 


THE  ALLYL  COMPOUNDS. 

J22  In  1844  Wertheim  proved  that  the  chief  constituent  of  oil 
of  garlic  obtained  from  the  bulbs  of  Allium  sativum  is  the  sulphide 
of  a  radical  to  which  he  gave  the  name  of  Allyl,  CgH^.^  At  the 
same  time  Will  showed  that  the  volatile  oil  of  mustard  (Sinapis 
nigra)  may  be  looked  upon  as  the  sulphocyanide  of  the  same 
radical,^  and  Wertheim  then  made  the  interesting  observation 
that  by  distilling  the  roots  of  garlic  mustard  (Alliaria  officinalis), 
a  plant  which,  like  the  mustard  plant,  is  a  crucifer,  the  volatile 
oil  of  mustard  can  be  obtained,  whilst  the  leaves  of  the  plant 
yield  a  volatile  body  which  smells  exactly  like  garlic  oil.' 
Shortly  after  he  showed  that  garlic  oil  can  be  converted  into 
mustard  oil,  and  vice  versd} 

By  the  action  of  iodide  of  phosphorus  on  glycerol,  Berthelot 
and  de  Luca  in  1854  obtained  the  compound  CJB.^,  to  which 
they  gave  the  name  of  iodopropylene,^  and  they,  as  well  as 
Zinin,^  found  that  this  body  can  be  converted  into  mustard  oil 
by  heating  it  with  potassium  thiocyanate  or  silver  thiocyanate.^ 
Other  allyl  compounds  were  then  prepared  by  these  chemists,^ 
as  well  as  by  Hofmann  and  Cahours.* 

Allyl  Alcohol,  C3H5.OH.  Cahours  and  Hofinann  obtained  this 
body  by  treating  the  iodide  with  silver  oxalate,  and  then  passing 
dry  ammonia  into  the  allyl  oxalate,  when  oxamide  separates  out 
rapidly : 

(Cfifi)fifi^  +  2NH3  «  2C3H^,OH  +  C,0,  (NH,)^ 

^  Ann.  Chem.  Fharm.  IL  289.  ^  Jb.  Hi.  1. 

»  lb.  liL  52.  *  Jb.  It.  297. 

*  lb.  zdi.  807.  *  lb.  xcv.  128. 

^  Jb.  zcTiL  126.  «  lb.  c  859.  •  76.  c.  355  ;  eii.  285. 
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The  ally!  alcohol  is  then  distilled  off  by  heating  in  a  bath  of 
chloride  of  calcium. 

Allyl  iodide  can  also  be  converted  into  the  alcohol  by  the 
methods  already  described  (Part  I.  p.  154).  The  simplest  plan 
is,  however,  to  heat  glycerol  with  oxalic  add,  when  monoformin 
(p.  365)  is  obtained,  and  this  decomposes  as  follows : 

CH^OH  CHj 


H.OH       =        CH  +    CO,    +    H,0. 

I 
HjO.COH  CHyOH 


For  this  purpose  4  parts  of  glycerol  and  1  part  of  crystallized 
oxalic  acid  are  heated  in  a  retort  to  195^  the  receiver  changed, 
and  the  temperature  allowed  to  rise  to  260^  The  distillate  is 
rectified,  warmed  with  caustic  potash,  re-distilled,  and  dried, 
first  over  caustic  potash,  and  finally  over  caustic  baryta.  If  the 
oxalic  acid  contain  alkali,  as  is  almost  always  the  case,  from 
half  to  one  per  cent  of  sal-ammoniac  must  be  added  in  order  to 
get  a  good  yield.* 

Allyl  alcohol  is  also  found  in  small  quantity  in  crude  wood* 
spirit.* 

It  is  a  mobile  liquid  which  possesses  a  pungent  odour,  boils 
at  96''-6,  and  at  0^  has  a  specific  gravity  of  08706  (Thorpe).  It 
retains  water  very  strongly,  and  when  mixed  with  this  liquid 
the  boiling-point  is  lowered.'  When  heated  with  solid  caustic 
potash  to  150^  propyl  alcohol  is  formed  together  with  ethyl 
alcohol,  formic  acid,  propionic  acid,  and  other  compounds.^ 
Chromic  acid  solution  oxidizes  it  to  acryl  aldehyde,  formic  add 
also  being  produced.' 

Its  compounds  with  the  halogens  and  their  hydracids  have 
already  been  described.  These  may  be  looked  upon  as 
propenyl  compounds,  or  as  substitution-products  of  primary 
propyl  alcohol 

^  Tollens,  Ann,  Chem,  Pharm^  dvL  129. 

*  Aioiiheim,  Ber,  J)eut$ch.  Chem,  Qts,  ni.  1881 ;  GrcnlBki  and  Earmer,  t6.  viL 
1492. 
>  IMttmar  and  Stewart,  Chem,  Kews^  xzziii.  58, 
«  Tollena,  Ann.  Chem,  Pharm.  olix.  92. 
^  Rinne  and  ToUena,  i6.  diz.  110. 
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ALLYL  ETHERS. 

723  Allyl  Oxide  or  Dindlyl  Ether,  (C^R^fi,  wbs  obtained  by 
Berthelot  and  de  Luca,  by  acting  with  mercuric  oxide  on  allyl 
iodide,^  and  Gahours  and  Hofmann  also  obtained  it  by  the 
same  method,  as  well  as  by  dissolving  sodium  in  allyl  alcohol, 
and  treating  the  product  with  allyl  iodide.*  It  is  a  liquid 
smelling  like  horse-radish,  and  boils  at  82^ 

JSthyl  AUyl  Ether,  Cfifi(Cfi^,  boils  at  66*— 6r,  and  has  a 
specific  gravity  of  0*7651  at  20''  (Briihl). 


ETHEREAL  SALTS  OP  ALLYL 

724  Allyl  Chloride,  C^fHi,  is  obtained  by  heating  the  iodide 
with  mercuric  chloride,  or  by  warming  the  oxalate  with  calcium 
chloride  and  alcohol  at  100^.'  It  is,  however,  best  obtained  by 
the  action  of  phosphorus  trichloride  on  the  alcohol.^  It  is  a  liquid 
possessing  a  pungent  smell,  boiling  at  44**6,  and  at  0*  having  a 
specific  gravity  of  0*9547.  It  combines  with  hypochlorous  acid 
to  form  /?-dichlorhydrin. 

AUyl  Bromide,  C^H^Bn  This  compound,  which  serves  for 
the  preparation  of  the  trimethylene  compounds,  is  best  obtained 
by  pouring  a  mixture  of  equal  volumes  of  sulphuric  acid  and 
water  on  to  potassium  bromide,  and  dropping  allyl  alcohol 
into  the  warmed  mixture.^  It  is  a  pungently  smelling  liquid, 
having  at  O"*  a  specific  gravity  of  1*461,  and  boiling  at  70** — 71* 
(ToUens). 

These  two  ethereal  salts  of  allyl  unite  with  chlorine  or  bromine 
to  form  propenyl  compounds,  and  with  the  hydracids,  according 
to  the  conditions,  to  form  propylene  or  trimethylene  compounds. 

AUyl  Iodide,  C^H^I.  In  order  to  prepare  this,  160  parts  of 
allyl  alcohol  are  mixed  with  254  parts  of  iodine  and  twenty  parts  of 
phosphorus,  and  the  mixture,  after  standing  twenty-four  hours,  is 
distilled  in  a  stream  of  carbon  dioxide  (ToUens  and  Henninger). 

^  Ann,  Chim,  Fhyf.  [8];  xMii.  288. 
>  Ann.  Chem,  Fharm,  ciL  285. 

*  Oppenheim,  lb,  cxl.  205. 

^  ToDens  and  Henninger,  lb.  oIti.  154. 

*  OroeLeints,  Bull  Soe,  Chim.  xxu  98. 
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To  prepare  it  from  glycerol,  fifteen  parts  of  this  liquid,  which 
must  be  well  dried,  are  mixed  with  ten  parts  of  iodine  in  a 
retort,  and  three  parts  of  white  phosphorus  gradually  added,  the 
mixture  being  then  distilled  in  an  atmosphere  of  carbon  dioxide.^ 
The  product  thus  obtained  usually  contains  secondary  propyl 
iodide  and  allyl  alcohol  (p.  358).  In  order  to  purify  it,  it  is 
dissolved  in  alcohol  and  shaken  up  with  mercury,  by  which 
means  aUyl  mercwry  iodide,  CJB.^Hgl,  is  formed,  and  this  is 
crystallized  out  from  boiling  alcohol,  and  then  decomposed  by 
water  and  the  theoretical  quantity  of  iodine.' 

Allyl  iodide  is  a  liquid  having  a  pungent  alliaoeous  smell, 
boiling  at  lOl^'S — 102^  and  having  at  12"*  a  specific  gravity  of 
1*848.  When  heated  with  20  parts  of  water  to  100^  it  gradually 
dissolves  with  formation  of  allyl  alcohol*  Bromine  converts  it 
into  tribromhydrin. 

The  above-mentioned  mercury  compound  crystaHizes  in  white 
scales,  and  is  converted  by  moist  silver  oxide  into  ailyl  mercury 
hydrande,  C,HgHg(OH),  which  is  a  syrupy  alkaline  liquid, 
forming  salts  with  acids.^ 

If  allyl  iodide  be  added  to  an  alcoholic  solution  of  potassium 
nitro-ethane,  allyl-nitro-ethane,  CgH^NO,,  is  formed*  This  is 
volatile  not  without  decomposition,  and  it  is  converted  by  zinc 
and  hydrochloric  add  into  the  amine,  C^HgNH^  boiling  at  85V 

725  AUyl  NUraU,  CJEL^O^  is  formed  by  the  action  of  silver 
nitrate  on  allyl  bromide.  It  is  a  pungent  mobile  liquid  boiling 
at  106^• 

Allyl  BoraU,  (CgH^sBO,,  is  formed  by  heating  allyl  alcohol 
with  boron  trioxide  to  130^  It  is  a  liquid  giving  a  pungent 
vapour  which  causes  a  flow  of  tears,  and  boils  at  168^ — 175^ 
It  combines  with  six  atoms  of  bromine  to  form  a  thick 
liquid,  which  is  decomposed  by  water  into  boric  acid  and 
/SHdibromhydrin.^ 

Allyl  Formaie,  C3H5CHO2,  is  formed  in  the  preparation  of 
formic  acid  from  glycerol  and  oxalic  acid.  It  is  a  liquid 
possessing  a  sharp  mustard-like  smell,  and  boiling  at  82^ — 83^* 


1  Eannonikow  and  Saytsew,  Arm,  Chem.  Pharm,  ckxzT.  191. 

*  Linnemaiiii,  tft.  Snppl.  UL  268. 

»  Niedcrist,  Ann,  Chem.  Pharm,  cxcvi.  860. 

*  Knwowsky,  ZettKch.  Chem.  1870,  627. 

*  Gal,  Bull  Soe,  Chim,  [S],  xx.  18. 

*  Henry,  Ber,  Dtutaeh,  Chem,  Oes.  v.  468. 

y  Counder,  Jaum,  Prakt,  Chem  [2],  xviii.  876. 

*  ToUens,  ZciUieh.  Chem.  1866,  618 ;  1868,  Ail. 
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Alljfl  Acetate,  C3H(.C2H30,  is  an  aromatic  pungent-smelling 
liquid,  having  a  sharp  taste,  and  boiling  at  lOS"" — 104^^ 

AUyl  Oxalate,  (GJB^JOfi^  is  an  oily  liquid  which  has  a  smell 
resembling  both  mustard  and  ethyl  oxalate,  and  boils  at  207" 
(Cahours  and  Hofmann). 

AUyl  Cyan/armate,  CjH^.O.CO.CN.  Cyanogen  gas  is 
absorbed  by  allyl  alcohol  with  evolution  of  heat,  the  compound 
C^IigKCN)fiH.  being  formed.  This  is  a  colourless  liquid, 
smelling  like  acetonitril,  and  boiling  at  150"* — 151^*  It  is 
decomposed  by  fuming  hydrochloric  acid  with  formation  of 
sal-ammoniac,  oxamide,  allyl  chloride,  and  allyl  cyanformate. 
This  last  is  a  liquid  having  a  mustard-like  smell,  and  boiling  at 
135V 

726  Substitution produde  of  AUyl  Alcohol  and  of  its  Ethers  and 
Btkereal  Salts.  The  ethers  are  obtained  by  the  action  of  alcoholic 
potash  on  the  isomeric  epichlorhydrins  or  epibromhydrins,  and 
the  ethereal  salts  are  produced  when  the  latter  compounds  are 
treated  with  potassium  acetate,  silver  nitrate,  &c.,  whilst  the 
alcohols  can  be  obtained  from  the  ethereal  salts.  It  is  usual  to 
distinguish  as  a-compounds  those  containing  the  group 
CH2Z:CX.CH2  and  as  /S-compounds  those  containing  the 
group  CHXlZCILCHi,  in  which  X  signifies  a  halogen. 

^  /3-bromaIlyl  alcohol, 

*  a-chlorallyl  ethyl  ether, 

*  )9-chlorallyl  ethyl  ether, 

'  a-bromallyl  ethyl  ether, 

®  i3-bromallyl  ether, 

*  ^-bromallyl  nitrate, 
^  o-chlorallyl  acetate, 

*  /8-chlorallyl  acetate, 

lodaUyl  Alcohol,  C3HJ.OH,  is  formed  by  the  action  of  a  dilute 

solution  of  carbonate  of  soda  on  /9-propenyl  di-iodhydrate,  and 

it  oystallizes  in  needles  which  melt  at  160^^ 

1  Zindn,  Antu,  dkem,  Pharm,  xcTi.  861 ;  Gahotin  and  Hoftnaan,  toe  eit, ; 
Briiia  Liebiff't  Ann.  cc.  179.  *  ToUens,  £er.  Dmtseh.  Cfhem.  0€S.  v.  621. 

*  Wagner  and  ToUena,  ib.  ▼.  1045. 

*  Henry,  Ber.  DetOaeh,  Chem.  Oes,  y.  449.  •  Ib.  t.  189. 

*  Fiiedel  and  SUya,  Jahreab.  1872,  824. 

y  Heniy,  Btr,  Deutteh.  Chem.  Ges.  t.  188.  •  Henry,  ib.  vL  729. 

*  Hiibner  and  T<ftllTnann,  ib.  ziii.  461. 


C,H«Br.OH 

B.P. 
155* 

""'c^}^ 

110' 

'•c^;}^ 

120'— 125" 

'-m^ 

180'— 133' 

(C,H,Br),0 

212'— 215° 

C,H,Br.NO, 

140—150° 

CjH^aCCj^O^ 

140—145' 

CgH^CKCAO^ 

136"- 159' 
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SULPHUR  COMPOUNDS  OP  ALLYL. 

7^7  Allyl  HydroBtdphide,  CgH^.SH.  This  mercaptan  was  first 
obtained  by  Cabours  and  Hofioiann  by  the  action  of  the  iodide 
upon  an  alcoholic  solution  of  potassium  hydrosulphide.  It  is  a 
liquid  boiling  at  90%  and  possessing  a  smell  resembling  that  of  oil 
of  garUc,  though  being  somewhat  more  ethereal.  It  unites  with 
mercuric  oxide  to  form  a  mercaptide,  which  crystaHizes  from 
alcohol  in  pearly  glistening  scales. 

AUyl  Sulphide,  (CgHJ^S.  Oil  of  garlic  was  first  investigated 
by  Cadet,  and  that  of  onions  (AUium  lepa)  by  Fourcroy  and 
Vauquelin,  and  in  this  the  latter  chemists  proved  the  presence 
of  sulphur.^  Wertheim  then  showed  that  the  first  of  these  oils 
consists  principally  of  allyl  sulphide,  and  Cahours  and  Hofmann 
obtained  it  artificially  by  the  action  of  allyl  iodide  on  an  alcoholic 
solution  of  potassium  sulphide.  In  addition  to  garUc,  various  other 
plants,  as  the  herb  and  seeds  of  TMaspi  a/rvense^  IherU  amara^ 
and  other  crucifers,  yield  allyl  sulphide  on  distiUation  with 
water,  together  usually  with  oil  of  mustard.* 

Both  allyl  sulphide  and  mustard-oil  are  products  of  decom- 
position of  more  complicated  compounds.  That  which  yields 
mustard-oil  ia  known,  but  not  that  from  which  the  allyl  sulphide 
is  derived.  That  this  latter,  for  example,  is  not  contained  ready- 
formed  in  the  seeds  of  Thlaspi  arvense  is  shown  by  the  fact  that 
when  they  are  bruised  dry  they  are  odourless,  and  that  it  is  only 
when  they  are  macerated  and  bruised  in  water  that  the  smell 
becomes  evident.  Further  particulars  of  this  will  be  given  under 
Mustard-oiL 

Allyl  sulphide  is  a  poweriuUy  refracting  liquid,  which  does 
not  possess  so  unpleasant  a  smell  as  the  crude  oil  of  garlic,  and 
boils  at  140^  If  mixed  with  an  alcohoUc  solution  of  silver 
nitrate,  a  precipitate  of  (C8H^2S(AgN03)j  is  thrown  down,  and 
this  crystalliases  from. hot  alcohol  in  needles.  Precipitates  are 
also  produced  with  mercuric  chloride,  platinic  chloride,  &c. 

The  ethereal  oil  of  assafcetida  appears  also  to  contain  allyl 
sulphide,  as  its  mercury  compound  yields  mustard-oil  on  distilla- 
tion with  potassium  thiocyanate.* 

>  Omelin,  ffandb.  Chetn,  is.  872. 

»  Wertheim,  Ann,  Chem.  Pharm,  li.  289 ;  Iv.  297. 

»  Pleas,  ib.  Iviii.  36. 

^  Hlaaiwetz,  Ann,  Chem,  Fharm,  had.  28. 
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NITROGEN  BASES  OF  ALLYL. 

728  Allylamine,  C^HgNH,,  was  prepared  by  Hofmann  and 
Cahours  firom  allyl  isocyanate  and  from  ally!  iodide.  It  is  best, 
however,  prepared  from  mustard-oil  by  treating  it  with  zinc  and 
hydrochloric  acid^  or  vdth  sulphuric  acid  containing  some  water  :^ 

^{c^^*   +   H3O   =   n|&^*  +  cos. 

Allylamine  is  a  liquid  possessing  a  strong  anmioniacal  odour, 
and  causing -sneezing  and  a  flow  of  tears.  It  boils  at  58^  and 
has  a  specific  gravity  at  IS"*  of  0*864.  It  is  miscible  with  water 
with  evolution  of  heat,  and  precipitates  many  metallic  salts. 
The  sulphate  forms  feathery  crystals,  and  the  hydrochloride  is 
deposited  in  deliquescent  needles,  whilst  the  platinichloride 
forms  orange-coloured  monoclinic  tablets. 

Triallylamine,  (CgHJ^N,  is  obtained  by  distilling  tetrallyl- 
ammonium  hydroxide  (Cahours  and  Hofmann),  or  more  simply 
by  distilling  the  corresponding  bromide  vdth  an  excess  of  freshly 
fused  caustic  potash.'  Its  formation  from  allyl  chloride  and 
potassium  cyanide  is  remarkable.  If  an  alcoholic  solution  of 
these  bodies  be  allowed  to  stand,  the  tertiary  base  is  formed 
together  with  the  nitril  of  ethoxybutyric  acid,  pyrotartaric  acid 
and  its  nitril,^  the  following  reactions  taking  place : 

(1)  CH^CH.CH,a  +  KCN  +  OH.CA  = 

CH,.CH(0C^5)CH^CN  +  KCL 

(2)  CH^CH.CH,C1.  +  2KCN  +  H,0  = 

CHyCH(CN)CH^CN  +  KCl  +  KOH. 

(3)  CHyCH(CN)CHj.CN  +  2K0H  +  2H,0  = 

CH^CH(CO,K)CHyCO,K  +  2NH,. 

(4)  SCjHjCl  +  4NH,  -  (CjHOaN  +  SNH^. 

Triallylamine  is  a  Hght,  unpleasantly  pungent-smelling  Hquid, 
boiling  at  150**— 15r 

1  Oeier,  Ann,  Chem.  Pharm.  ezzxiv.  S. 

*  Hofmann,  Ber,  DmUaeh,  C%«m.  Oea.  I  182 ;  Rinne,  Ann,  Chem  Pharm. 
clzviiL  262. 

*  Grosheinti,  Bull  Soc  Chim.  xzxi.  891. 

«  Pinner,  Ber,  Jkutteh,  Chem.  Gee.  xil  2(MS4. 
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TetrallylamTtuminm  Iodide,  1S(C^B.^J.  This  is  the  chief 
product  of  the  action  of  ammonia  on  allyl  iodide.  Indeed,  at 
ordinary  temperatures  crystals  of  this  compound  separate  oat, 
the  quantity  being  increased  by  the  addition  of  caustic  potash 
as  the  salt  is  insoluble  in  concentrated  caustic  ley.  Freshly 
precipitated  silver  oxide  converts  it  into  the  strongly  caustic  and 
alkaline  hyidroxide. 

739  Mixed  AUylamines.  The  two  following  have  been  obtained 
by  Binne  ^  by  heating  allylamine  with  ethyl  iodide : 

Ethyl  allylamine,     N  -{  CjUl  84r 


line,     N-J  CLHj 
iine,N^C,Hj 


Diethyl  allykmine,  N  {  C^H^        100*— 103" 

DimofioclUorcdliflamirie,  (C3H^C1),NH,  is  formed  by  heatbg 
trichlorhydrin  with  alcoholic  ammonia.  It  is  an  oily  liquid 
which  boils  with  decomposition  at  194^  and  possesses  a  character- 
istic smell  and  an  alkaline  reaction.' 

Tribromhydrin  yields  a  corresponding  compound,'  whilst 
o^tetrachlorglycid  forms  tetraMordiallylamine,  (GJELJCl^^E, 
a  strongly  alkaline  oily  liquid  which  evaporates  in  a  current  of 
steanu^ 


CYANOOBN  COMPOUNDS  OP  ALLYL. 

730  Allyl  CarlamvM,  CN.C3H5,  is  obtained  by  heating  allyl 
iodide  with  silver  cyanide.  It  is  a  mobile  liquid  which  boils  between 
96"^  and  106^.  Its  smell  is  so  penetrating  and  ui^leasant  that 
when  a  bottle  containing  it  is  opened  the  air  of  the  room  is 
offensive  for  many  days,  and  so  much  is  this  the  case  that  it 
could  not  be  carefolly  further  examined.' 

Allyl  Carbimide,  or  Allyl  Isocyanate,  CO.NC5H5,  was  obtained ' 
by  Cahours  and  Hofmann  by  acting  with  aUyl  iodide  on  silver ' 

^  Ann»  Cfhem,  Pharm.  elxTiii.  261. 

'  Engler,  Ann,  Chem.  Pharm,  exlii.  77. 

*  Simpson,  Ann.  Chim.  Phys.  [8],  Ivi.  129 ;  Bebotil,  Ann.  Chtifk  Pharm' 
Snp^.  i  282. 

*  Tittig  and  Pfeffer,  Ann.  Chem.  Pharm.  cxzxv.  868. 

*  Lieke,  Ann.  Chen^  Pharm.  czii.  816. 
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cyanate.     It  is  an  unpleasantly  smelling  liquid  which  causes 
a  flow  of  tears  and  boils  at  82^ 

AUyl  Thiocjfanaie,  NCSC^H^.  As  soon  as  oil  of  mustard 
had  been  artificially  prepared  by  heating  allyl  iodide  with 
potassium  thiocyanate  or  silver  thiocyanate,  this  oil  was  naturally 
looked  upon  as  allyl  thiocyanate.  Further  examination  proved 
that  it  is  not  this  compound  but  its  isomeride,  allyl  thiocarbimidey 
and  its  formation  by  the  above  reaction,  by  which  it  must  be 
remembered  the  other  iodides  of  the  alcohol  radicals  yield  the 
true  ethereal  salts  of  thiocyanio  adki,  remained  unexplained  until 
Billeter^  and  Qerlich'  showed  that  allyl  thiocyanate  possesses 
the  remarkable  property  of  being  easily  converted  into  the 
isomeric  oil  of  mustard,  whilst  all  the  other  ethereal  salts  of 
thiocyanic  acid  are  very  stable  compounds.  Billeter  obtained  the 
thiocyanate  by  the  action  of  lead  allyl  mercaptide  on  an  ethereal 
solution  of  cyanogen  chloride : 

(C,H^  APt  +  2CNa  «  2C3Hj.SCN  +  PbCl^ 

According  to  Qerlich  it  is  obtained  when  a  solution  of 
ammonium  thiocyanate  in  three  parts  of  alcohol  is  mixed  with 
allyl  bromide,  and  the  whole  allowed  to  stand  in  a  vessel 
surrounded  by  ice,*  and,  when  the  reaction  is  complete,  pre« 
dpitating  with  ice-cold  water. 

Allyl  thiocyanate  is  a  colourless,  strong  refracting,  oily  liquid 
possessing  an  alliaceous  odour,  at  the  same  time  remindiing  one 
of  that  of  hydrocyanic  acid.  It  appears  to  exert  a  poisonous 
action,  inasmuch  as  on  working  with  the  substance  for  some  time 
headache,  nausea,  and  nervous  excitement  are  noticed.  It  begins 
to  boil  at  161^  but  the  boiling-point  soon  sinks,  and  an  intense 
smell  of  mustard-oil  is  evolved ;  the  whole  of  the  allyl  thio* 
cyanate  being  completely  converted  into  this  substance  if  an 
inverted  condenser  be  employed,  and  the  liquid  heated  until 
the  boiling-point  sinks  to  liS"" — 149^  This  molecular  inter- 
change takes  place  slowly  at  the  ordinary  temperature.  Alcoholic 
potash  converts  it  into  potassium  thiocyanate  and  allyl  mer- 
captan,  and  when  brought  in  contact  with  sodium  amalgam  it  is 
converted  by  a  violent  reaction  into  allyl  carbamine. 

73  X  Allyl  ThiocarHmide,  CS.NCsH^.  The  Attic  Greek 
comedians  mention  mustard  as  a  biting  substance  which  causes  a 
flow  of  tears,  but  is  an  excellent  substance  for  giving  a  relish  to 

^  Ber.  Deutach.  Chem,  Oe$,  Till.  464.  *  Ih.Tm.  eSO, 

*  Ann.  Chem,  Pharm.  dzjcviii.  80. 
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certain  kinds  of  food.  That  this  well  known  property  of  musUid 
is  due  to  the  presence  of  a  volatile  oil  appears  to  have  been  first 
observed  by  Lefebre  in  1660.  Boerhave  also  mentions  the 
same  fact  in  1732,  and  Thibieige  in  1819  proved  that  this  oil 
contains  sulphur/  whilst  Boutron  and  Bobiquet,'  as  well  as 
Faur^,'  found  in  1831  that  the  mustard  seeds  do  not  contain 
it  ready  formed.  Boutron  and  Fremy  then  showed  that  the 
mustard  seeds  contain  a  peculiar  albuminoid  substance,  whicb 
when  brought  in  contact  with  the  odourless  aqueous  extract 
obtained  from  mustard-flour,  which  has  previously  been  treated 
with  hot  alcohol,  brings  about  the  formation  of  the  volatile  oiL 
Bussy  next  isolated  the  compound  from  which  the  mustaid-^S 
is  obtained  by  this  decomposition,  and  found  that  it  is  the 
potassium  salt  of  an  acid  to  which  he  gave  the  name  of  myronio 
acid  (jivpov,  perfume  or  balsam)  and  that  when  placed  in  contact 
with  water  and  with  the  above-named  ferment,  termed  myiodn, 
it  yields  the  essential  oil.^  Will  and  Komer  investigated  this 
subject  more  fully. 

In  place  of  common  mustard  seeds  those  of  Binapis  jtmcea 
are  much  used.  This  kind  of  mustard  is  grown  in  India^  Central 
Asia,  and  South  Russia,  and  also  yields  oil  of  mustard,  as  also 
do  horse-radish,^  the  roots  of  Beseda  odoruta,''  and  other  plants 
which  have  been  mentioned  (p.  386). 

In  order  to  prepare  mustard-oil  the  seeds^  freed  from  feitty 
oil  by  pressure,  are  mixed  with  from  3  to  6  parts  of  water  to 
form  a  paste,  and  then  an  aqueous  extract  of  white  mustard  is 
added,  this  not  yielding  any  mustard-oil,  but  being  rich  in 
myrosin.  The  water  must  be  cold,  as  hot  water  coagulates 
myrosin,  like  albumen,  and  renders  it  inactive.  After  24  hours 
the  whole  is  distilled,  the  oil  separated  from  the  water,  and  the 
latter  used  for  another  preparation  as  it  contains  some  dis- 
solved oiL  A  thousand  parts  of  black  mustard  seed  macerated 
with  fresh  water  yield  from  2  to  7  parts  of  the  oil,  but  if  water 
saturated  with  the  oil  by  previous  distillations  be  used,  the 
product  may  amount  to  from  11  to  12  parts. 

Oil  of  mustard  is  now  also  artificially  prepared  by  the  action  of 
potassium  thiocyanate  on  allyl  iodide  at  50" — 60^  This  usually 
also  contains  the  isomeric  allyl  thiocyanate.^ 

»  Jaiim,  Pharw.  v.  489.  •  lb.  xviL  294.  •  Jh.  xviL  299 ;  xxi  4S4. 

*  lb.  xxvi  468.  »  Jb.  xxvL  39. 
'  Hubatka,  Ann.  Chem.  Pharm,  xlvii  153. 

7  YoUrath,  Jahresb,  1871,  408. 

*  Billeter,  Ber.  J}euUck,  Chem.  Ocs,  viii.  820. 
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Wertheim  found  that  the  mercmic  chloride  compound  of  oil 
of  garlic  when  heated  with  potassium  thiocyanate  to  120'* — 130° 
is  converted  into  oil  of  mustard ;  and  vice  vend,  the  latter  is 
converted  into  oil  of  garlic  when  heated  with  potassium  sulphide 
to  100". 

The  composition  of  oil  of  mustard  was  first  exactly  deter- 
mined by  Will,  who  also  completely  investigated  its  derivatives. 

Properties. — Oil  of  mustard  is  a  colourless,  highly-refracting 
liquid,  boiling  at  ISO"*'?,  and  at  0*"  having  a  specific  gravity  of 
1'036.  Its  taste  and  smeU  are  penetrating  and  pungent,  causing 
a  flow  of  tears,  and  it  produces  blisters  on  the  skin,  for  which 
reason  it  is  used  in  medicine  as  an  excitant.  On  exposure  to 
light  it  gradually  becomes  yellow,  depositing  a  deep-yellow 
amorphous  powder  which  contains  nitrogen  aud  sulphur  and 
closely  resembles  pseudosulphocyanogen  (Vol.  I.,  p.  674). 

Robiquet  and  Bussy  observed  that  when  crude  oil  of  mustard 
is  heated  for  some  time  to  100^  in  a  distillation-apparatus  a 
light  ethereal-smelling  oil  passes  over.^  This  was  shown  by 
Will  to  be  crotonitril,  CjH^.CN.  It  is  formed  by  the  action  of 
water  on  oil  of  mustard,  this  substance  losing  sulphur.  It 
occurs  in  commercial  oil  of  mustard  in  varying  quantities  which 
may  amount  to  as  much  as  50  per  cent.^ 

Chlorallylthioearbimide,  CS.NCjH^Cl,  is  formed  by  heating 
epichlorhydrin  with  potassium  thiocyanate  and  alcohol.  It  is 
a  very  pungent-smelling  liquid  boiling  at  l85^  The  correspond- 
ing bromine  compound  boils  at  200**.* 

Myronic  Acid,  Cy^Tl^gT^Sfi^^^ 

73a  This  is  scarcely  known  in  the  free  state.  Its  potassium 
salt,  as  has  been  stated,  is  contained  in  the  seeds  of  black  mustard, 
and  it  was  first  obtained  by  Bussy.  Other  chemists  did  not  suc- 
ceed in  preparing  it,  but  its  existence  was  corroborated  by  Ludwig 
aud  Lange,^  and  its  formula  ascertained  by  Will  and  Komer.^ 

In  order  to  prepare  potassium  myronate,  black  mustard  pul- 
verised, but  not  freed  from  oil  by  pressure,  is  heated  to  the 
boihng-point  with  alcohol  in  order  to  render  the  myrosin  inac- 
tive.   The  dried  and  pressed  residue  is  then  extracted  with 

*  Ann.  Ckim.  Phya.  Ixxii.  828. 

'  Arm.  Chem.  Pkarm,  cxxv.  278. 

'  Henrv,  Ber,  DetUseh,  Chem.  Oes,  v.  198. 

*  Zeitsch.  Pharm.  iii.  403  and  577. 
^  Ann.  Chem,  Pharm*  cxzv.  257. 
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cold  water  and  the  extract  treated  with  barium  carbonate  and 
evaporated  on  a  water-bath,  the  residue  extracted  with  alcohol 
and  the  solution  thus  obtained  allowed  to  evaporate,  when 
potassium  myronate,  CiQHigKNSgOi^,  separates  out.  This  is 
purified  by  recrystallization  from  strong  boiling  alcohol,  when 
the  salt  separates  out  in  silky  needles,  whilst  from  an  aqueous 
solution,  in  which  it  is  much  more  readily  soluble,  it  is  deposited 
in  the  form  of  short,  glassy,  four-sided  prisms,  which  are  odour- 
less and  have  a  cooling,  bitter  taste.  When  the  concentrated 
solution  is  decomposed  by  tartaric  acid  and  alcohol  added,  a 
solution  of  free  myronic  acid  is  obtained,  but  as  yet  the  acid  has 
not  been  prepared  in  the  pure  state, 

Myronic  acid  is  also  found  in  the  seeds  of  Brassica  rapa,  whilst 
it  does  not  occur  in  those  of  Brassica  napus.  If  the  meal  of  the 
latter  be  rubbed  up  with  water,  a  peculiar  smell,  different  from 
that  of  mustard-oil,  is  noticed,  from  which  the  occurrence  of 
another  sulphur  compound  is  rendered  probable.^ 

When  a  solution  of  myrosin  or  an  extract  of  white  mustard 
is  added  to  an  aqueous  solution  of  the  potassium  salt,  this  latter 
decomposes  into  oil  of  mustard,  acid  potassium  sulphate,  and 
glucose : 

C,oHi3KNS  Ao  =  C^H^NS  +  HKSO,  +  C,H,,0,. 

At  the  same  time  a  part  of  the  oil  is  converted  into  sulphur 
and  crotonitril. 

When  silver  nitrate  is  added  to  a  solution  of  potassium  my- 
ronate a  white  precipitate  of  C^H^NAg^SjO^  is  thrown  down 
and  glucose  remains  in  solution : 

CioH^KNS  Ao  +  2AgN0,  =  C,H,NAg,SA  +  O.U^O,  + 
KNO,  +  HNO,. 

The  silver  compouud  is  decomposed  on  heating  it  with  water 
into  silver  sulphate  and  oil  of  mustard : 

C,H,NAg^A  =  C.HjNS  +  Ag^O,. 

In  this  case  silver  sulphide  and  crotonitril  are  also  fonnedt 
and  these  products  are  also  obtained  together  with  free  sulphur 
and  sulphuric  acid  by  the  action  of  sulphuretted  hydrogen. 
The  constitution  of  myronic  acid  is  not  known. 

733  SinalHn,  CsoH^NgSjOj^  This  compound,  which  is  con- 
tained in  white  mustard  seed  (Sinapis  alba),  may  here  be  mentioned 

*  Ritthausen,  Joum,  Prakt,  Chem.  [2],  xxiv.  278. 
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owing  to  its  analogy  to  potassium  myronate,  althougli  the  pro- 
ducts of  decomposition  which  it  yields  belong  to  another  group 
which  will  bo  afterwards  described.  It  has  long  been  known 
that  powdered  white  mustard  when  rubbed  up  with  water 
possesses  a  sharp  taste  but  evolves  no  smelL  The  substance 
from  which  this  sharp-tasting  compound  is  produced  was  isolated 
by  Robiquet  and  Boutron,^  but  more  accurately  examined  by 
Will,  who  gave  to  it  the  above  name  and  proposed  that  the 
corresponding  potassium  myronate  should  be  termed  sinnigrin,^ 
This  chemist,  together  with  Laubenheimer,  then  investigated 
sinalbin  more  exactly.'  In  order  to  prepare  it,  the  seeds,  freed 
from  the  fatty  oils  by  pressure,  are  dissolved  in  spirits  of  wine, 
and  the  crystalline  mass  which  separates  on  cooling  is  dissolved 
in  a  small  quantity  of  water.  The  filtered  solution  is  precipitated 
by  alcohol  and  the  precipitate  recrystallized  from  boiling  spirit. 
Sinalbin  is  easily  soluble  in  water,  less  so  in  alcohol,  and  crystal- 
lizes in  small,  pearly  needles.  Myrosin  converts  it  in  aqueous 
solution  into  sinalbin-mustard  oil,  acid  sulphate  of  sinapine  and 
glucose : 

C«^^N^As  -  C,HyO.NCS  +  C,eH^NO,.H,SO,  +  C,H^O,. 

Sinalbin-mustard-oil  is  an  oily,  non-volatile  liquid,  possessing 
an  exceedingly  sharp  taste  and  producing  blisters  on  the  skin, 
though  not  acting  so  energetically  as  mustard-oil  As  in  the 
case  with  the  latter  compouiid  it  also  easily  loses  sulphur, 
yielding  the  nitril  of  an  oxyphenylacetic  acid,  C^H^(OH) 
CHyCOjH. 


CARBAMIDE  COMPOUNDS  OF  ALLYL. 

734  Allyl  Urea,  C0.1^^((u^^,  is  obtained  by  acting  with 
aqueous  ammonia  on  allyl  carbimide  *  and  also  by  boiling  oxalyl- 
thiosinamine  with  a  solution  of  silver  nitrate.*^  It  deposits  in 
large  prisms  which  are  easily  soluble  in  water  and  melt  at  241^ 

Diallyl  Ureay  C0(NH.C,H5)^  was  discovered  in  1840  by 
Simon,  who  obtained  it  by  acting  with  lead  oxide  and  water 
on   mustard  oil,  and  termed  it  sinapoline.    It  was  afterwards 

*  Joum.  PAarw.  xviL  270. 

»  Wien.  Akad,  Ber,  [2],  Ixi.  178. 
'  Liebig*8  Ann.  czciz.  150. 

*  Cahours  and  Hofmann,  Ann.  Chem,  Pharm,  di.  290. 
«  Maly,  ZcUsch.  Chem.  1869,  261. 
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investigated  by  Will,  who  prepared  it  by  boiling  oil  of  mustaid 
with  baryta  water : 

N(CS)C3H5  +  H,0  =  N(C0)C3H,  +  H^S 
2N(CO)C3H,  +  H,0  =  CO(NH.C3H5)j  +  CO^ 

Diallyl  carbamide  is  also  formed  when  allyl  carbimide  is 
heated  with  water  (Cahours  and  Hofmann).  It  crystallizes  from 
hot  water  in  glistening  saponaceous  lamina,  which  melt  at  100^ 
It  has  an  alkaline  reaction  and  volatilizes  in  a  current  of  steauL 

Allyl'thiO'Urm,  CS.N2Hj(CjH5),  was  obtained  in  1834  by 
Dumas  and  Pelouze  by  the  action  of  ammonia  on  oil  of  mustard. 
It  was  then  examined  by  Will,  who  proposed  for  it  the  name  of 
tkia-sinamine  in  place  of  that  which  had  been  hitherto  used, 
namely  mustard-oil  ammonia.  In  order  to  prepare  it,  oil  of 
mustard  is  mixed  with  four  volumes  of  aqueous  ammonia,  and 
ammonia  gas  passed  in  to  saturation,  when  the  thio-carbamide 
gradually  crystallizes  out.  It  forms  glistening  crystals  which  are 
tolerably  soluble  in  water  and  easily  soluble  in  alcohol,  and  melt 
at  74**.  When  given  in  moderate  doses  it  produces  palpitation 
and  sleeplessness,  ammonium  thiocyanate  being  found  in  the 
urine.i  It  acts  as  a  weak  base  and  resembles  the  other  carba- 
mines  in  combining  with  salts.  When  bromine  is  added  to  its 
alcoholic  solution  the  dibromide,  C4H8NjSBrj,  is  formed.  This 
crystallizes  in  six-sided  prisms  and  contains  one  atom  of  bromine 
much  more  intimately  united  than  the  other.  It  is  converted 
by  treatment  with  moist  silver  chloride  into  chlorobromide, 
whilst  freshly-precipitated  silver  oxide  converts  it  into  the 
hydroxide,  C^H8N2SBr(OH),*a  syrup  having  an  alkaline  reaction 
and  a  bitter  taste.  Thio-sinamine  unites  also  with  a  molecule 
of  iodine,  and  when  cyanogen  is  passed  into  its  alcoholic  solution 
the  following  reaction  takes  place : 

/NH,  CN  /NH C-NH 

ca  +    I      =  cs         I 

XNHCCjHg)  CN  \NCC3H5)C:=NH 

The  compound  thus  obtained  is  deposited  in  golden-yellow 
scales,  and  on  heating  with  dilute  sulphuric  acid  is  converted 
into  oxalylthiosinamine,  the  imido-groups  being  replaced  by 
oxygen.  This  crystallizes  from  hot  water  in  lemon-yellow 
needles,  melting  at  SO""— 90^    When  warmed  with  a  solution  of 

^  Wohler  and  Frehiichs,  Ann.  Ch&in.  Pharm,  Ixv.  835. 
*  Maly,  ZeiUch.  Cfiem,  1867,  42. 
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silver  nitrate,  silver  sulphide  and  allyl-oxyalyl-urea  are  formed. 
If  however  the  nitrate  be  present  in  excess,  silver  oxalate  and 
allyl-urea  are  produced  (Maly). 

735  Allyl  Cyanamide  or  Sinamine,  CN.NH(C8H5),  is  obtained 
by  heating,  on  a  water-bath,  thio-sinamiDO  with  freshly-pre- 
cipitated lead  hydroxide.  The  residue  is  extracted  with  alcohol, 
and  this  on  evaporation  leaves  a  syrup  from  which,  after  some 
months,  hard,  glistening,  monoclinic  prisms  separate,  having  the 
composition  (C^H^Nj),  -|-  H,0.  These  melt  at  100°  with  loss  of 
water,  yielding  an  imperfectly  crystalline  mass  which  quickly 
absorbs  moisture  from  the  air.  The  syrupy  sinamine  contains 
less  water  than  the  crystalline  hydrate.  Sinamine  possesses 
a  powerfully-bitter  taste,  has  a  strong,  alkaline  reaction, 
decomposes  ammonia  salts,  and  combines  with  acids,  though  it 
does  not  form  solid  salts  with  the  exception  of  the  oxalate.  It 
precipitates  many  metallic  salts  and  combines  with  the  chlorides 
of  mercury  and  platinum  (Will).  According  to  Hofmann 
sinamine   is  probably  tricdlyl  cyanuramide,   C8Nj(NH.C3H5)3.^ 

Mhyl  Allyl  Mcmothiocariamate,  CS(NH.C8H5)OC,H5,  is  formed 
by  heating  mustard-oil  with  alcohol  It  is  an  alliacepus-smelling 
oil  boiling  at  210°— 215°.^ 

Allyl  Dithiocarbamic  Acid,  08(101.08115)811.  This  acid,  of 
which  the  salts  only  are  known,  was  termed  by  Will  mustard-oil 
sulphuretted  hydrogen.^  Its  constitution  was  first  determined 
by  Gerhardt.*  The  potassium  salt,  C^H^N8,K,  is  formed  by 
adding  mustard-oil  to  an  alcoholic  solution  of  potassium  hydro- 
sulphide  until  the  smell  disappears.  It  is  then  allowed  to 
evaporate  in  a  vacuum,  when  it  deposits  in  latge  rhombic  tables. 
If  a  solution  of  potassium  sulphide  be  employed,  the  salt 
C8(NKC8Hg)SK  deposits  as  a  white,  granular  precipitate. 
Other  soluble  hydrosulphides  and  sulphides  give  similar  com- 
pounds, and  all  these  salts  easily  decompose  with  liberation  of 
oil  of  mustard, 

Triethyl  phosphosinamine,  SCl^{G^H^)T(C2H.^^y  is  formed  by 
the  direct  union  of  mustard-oil  with  triethyl  phosphine.  It 
crystallizes  from  ether  in  tables  which  are  isomorphous  with 
thiosinamine.  They  melt  at  68°  and  decompose  at  a  higher 
temperature  into  trie  thy  Iphosphine  sulphide  and  allyl  carbamine.* 

1  Ber.  Deutach.  Chem.  Ges.  il  608. 

*  Hofmann,  Ber.  Deutsch.  Chem,  Ots,  ii.  119. 

•  Ann,  Chem.  Pharm.  xciL  69,  *  Traits  Chim,  Org,  ii.  403. 

0  HofmaBn,  An%^  Chem,  Pharm,  SnppL  L  57 ;  Btt,  Deutteh,  Chem,  Oes.  iii. 
766, 
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THE  ACRYL   COMPOUNDS. 

736  Acrylald^hyde,  or  Acrolein,  GJELfi.  It  has  long  been  known 
that  when  the  fats  are  heated  a  liquid  body  is  formed  possessing  an 
intensely  pungent  and  very  irritating  smell.  Buchner  endeavoured 
to  isolate  it  by  distilling  lard,  and  he  thus  obtained  a  Tery 
volatile  liquid,  and  he  states  that  a  mouse  placed  for  one 
minute  in  air  containing  some  of  the  vapour  of  the  com- 
pound died  in  fifteen  minutes  after  taking  it  out.^  Hess, 
who  prepared  this  compound  from  oil  of  hemp,  concluded 
from  certain  reactions  that  it  was  aldehyde  (lampic  acid),  and 
states  that  it  is  so  volatile  and  attacks  the  eyes  and  oigans  of 
respiration  so  violently  that  any  idea  of  working  for  a  length  of 
time  upon  the  substance  must  be  given  up.*  Brande8,who 
prepared  it  from  cocoa-nut  oil  and  other  fats,  could  not  obtain  it 
in  the  pure  state.'  He  gave  some  of  his  product  to  Beizelins, 
who  ascertained  that  it  is  an  aldehyde  and  termed  it  acrolm. 
Bedtenbacher  then  noticed  that  this  body  is  not  the  product  of 
decomposition  of  the  &tty  acids  but  of  fats,  and  is  therefore  to 
be  regarded  as  a  decomposition  product  of  glycerol,  and  he 
pointed  out  that  the  production  of  this  pungent  substance  might 
serve  as  the  best  proof  that  the  fats  contain  glycerol.  He  also 
proved  that  it  is  impossible  to  prepare  pure  acrolein  from 
the  fats,  but  that  it  may  be  readily  obtained  in  the  pure 
state  when  glycerol  is  distilled  with  dehydrating  agents  such  as 
phosphorus  pentoxide,  or  acid  potassium  sulphate,  and  that  it 
is  the  aldehyde  of  a  monobasic  acid  to  which  he  gave  the  name 
of  acrylic  acid.* 

Acrolein  is  formed  from  glycerol  by  the  removal  of  the 
elements  of  water : 


CHj.OH  CH, 

11 

H.OH      =     CH    +    2H,0. 


A 

.  CH^OH        Oho 

In  order  to  prepare   it,   one  part  of  anhydrous  glycerol  is 

1  Gmelin,  ffandbook,  ix.  865.  '  Ann,  Chem.  Pharm,  xx.  9. 

*  Gmelin,  loc.  cit.  *  A7in,  Chem,  Pharm,  xlriL  118. 
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distilled  with  two  parts  of  acid  potassium  sulphate.^  To 
obtain  it  in  the  anhydroiis  condition,  and  to  free  it  from  acrylic 
acid,  it  is  collected  in  a  receiver  containing  calcium  chloride 
and  lead  oxide  and  rectified  over  calcium  chloride.^  Acrolein 
is  also  obtained  in  large  quantity  as  a  by-product  in  the  pre- 
paration of  oenanthol  from  castor-oil  (Schorlemmer).  It  may 
likewise  be  prepared  by  the  oxidation  of  allyl  alcohol. 

Aciyl  aldehyde  is  a  mobile,  powerfully-refracting  liquid, 
boiling  at  52'''4,  and  having  a  vapour  density  of  1*897  (Redten- 
bacher).  Its  vapour  attacks  the  mucous  membranes  of  the 
nose  and  eyes  in  a  frightful  manner.  Bedtenbacher  remarks : 
"  In  a  very  highly  diluted  condition  the  smell  is  not  altogether 
unpleasant,  being  somewhat  ethereal,  but  a  few  drops  of 
acrolein  brought  into  a  room  soon  bring  the  company  to  tears. 
It  chiefly  acts  upon  the  eyes,  the  vapour  producing  a  burning 
sensation  and  a  copious  flow  of  tears.  The  eyes  remain  red, 
without,  however,  other  evil  consequences ;  but  on  repeated 
exposure  to  the  action  of  acrolein,  inflammation  sets  in,  and  this 
lasts  for  some  days.  The  action  cannot  however  be  said  to  be  a 
poisonous  one,  inasmuch  as  even  although  insensibility  may 
be  produced,  no  further  effects  are  noticed.  Its  taste  is  a 
pungent  and  burning  one.''  When  exposed  for  some  length 
of  time  to  an  atmosphere  containing  small  quantities  of  the 
vapour  of  this  body  a  peculiar  feeling  is  experienced  similar  to 
that  which  is  felt  after  indulgence  in  moderate  quantities  of 
alcohol  (Schorlemmer). 

737  In  the  pure  state  it  may  be  preserved  without  alteration, 
but  in  the  impure  condition  it  is  soon  converted  into  a  white  amor- 
phous body  which  is  probably  a  polymeric  modification,  and  has 
been  termed  disacryl.  Oaustic  alkalis  convert  it  into  .a  resin, 
and  alcoholic  potash  or  sodium  ethylate  transforms  it  into 
monobasic  amorphous  hexacrolio  acid,  CjgH240Q,  whose  salts  are 
amorphous.'  Acrolein  absorbs  hydrochloric  acid,  a  crystalline 
compound  being  formed  to  which  Geuther  and  Cartmell  gave 
the  name  of  acrolein  hydrochloride,  C3H5CIO.*  On  oxidation  it 
is  converted  into  /9-chIorpropionic  acid,  and  it  is  therefore  the 
aldehyde  of  this  substance.^    It  forms  white  silky  needles,  which 

^  Geuther  and  Cartmell,  ib.  czii.  1 ;  Geuther  and  Hiibner,  ib,  cxiv.  85  ;  Clans, 
ZeiiKh.  Chem.  iv.  156. 
>  Aronstein,  Ann,  Chem.  Pharm,  Suppl.  iii.  180. 

•  Claus,  Ann,  Chem,  Pharm.  Suppl.  ii.  117 ;  Alsberg,  Zeitsch.  Chem,  i.  89. 

*  Ann,  Chem,  Pharm,  cxiL  8. 

^  Krestowuikow,  Ber,  DeuUah,  Chem,  Gea,  z.  1104. 
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have  a  faint  rancid  smell,  are  insoluble  in  water,  but  dissolve  in 
alcohol.  On  heating  with  caustic  potash  it  yields  a  poljrmeride 
of  acrolein  termed  metacrolein.  This  is  slightly  soluble  in  hot 
water,  but  dissolves  in  alcohol,  and  crystallizes  in  long  needles 
which  melt  at  50°  and  have  a  peculiar  aromatic  smell  and  a 
cooling  and  afterwards  burning  taste.  On  distillation  it  decom- 
poses with  partial  re-formation  of  acrolein,  and  it  is  also  con- 
verted into  this  substance  by  heating  with  aqueous  hydrochloric 
acid,  whilst  it  unites  the  gaseous  acid  forming  chlorpropion- 
aldehyde.  Phosphorus  pentachloride  acting  on  the  latter  com- 
pound yields  /8-chlorpropidene  chloride,  CHjCLCH^CHClf,  a 
liquid  boiling  at  146° — 148°.  It  can  also  be  obtained  in  a 
similar  way,  together  with  other  products,  from  acrolein.^  When, 
however,  hydrochloric  acid  acts  on  an  alcoholic  solution  of 
acrolein,  diethyl  chlorhydrin  is  formed,^  and  when  heated  with 
alcohol  and  acetic  acid,  propenylethyl  ether  is  produced  ( Alsberg) : 

CHj  CH,.OaH, 

II  I 

CH    +    SHO.C^Hfi    ^    CH.OCgHj    +    H^O. 

CHO  CH2.0CjH^ 

Some  doubt  has,  however,  been  lately  thrown  upon  the  last 
statement.* 

Acrolein  is  reduced  in  presence  of  zinc  and  hydrochloric  acid  to 
allyl  alcohol  and  acropinacone,  CH:2=CH(0H).CH(0H).CH- 
CHj;  this  latter  body  is  a  camphor-like  liquid  boiling  at  160°— 180* 
(Linnemann).  Acrolein  absorbs  oxygen  on  exposure  to  air  and  is 
converted  into  acrylic  acid,  a  body  which  is  also  obtained  by  the 
action  of  silver  oxide  or  an  ammoniacal  silver  solution,  with 
deposition  of  a  silver  mirror,  though  it  is  not  obtained  when 
more  violent  oxidizing  agents  are  employed,  such  as  dilute  nitric 
acid,  which  yields  glycollic  acid  and  oxalic  acid.* 

If  ammonia  gas  be  led  into  an  ethereal  solution  of  acrolein,'^  or 
if  acrolein  be  dissolved  in  concentrated  ammonia,*  an  amor- 
phous body  termed  acrolein  ammonia  is  formed,  which  has  the 
formula  2(CeH9N0)  -|-  HgO.  This  is  insoluble  in  cold  alcohol 
and  ether,  and  combines  with  acids  to  form  amorphous  salts. 

*  Van  Romburgh,  Bull  Soe.  Chim,  zzzvi.  459 ;  xzzvii.  98. 
»  Alsberg,  Jiihresh.  1864,  496. 

*  Tawildarow,  Ber.  DeiUwh,  Chtm.  Qes.  xii.  1487. 

*  Claus,  Ann.  Chem,  Pharm,  Suppl.  il  118. 

*  Redtenbacher  ;  Hiibner  and  Geuther. 

'  Claos,  Ann,  Ckem,  Pharm,  cxxx.  185. 
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It  therefore  probably  belongs  to  the  family  of  the  aldines  (p.  75). 
It  decomposes  oq  distillation,  and  amongst  the  -productB  picoUne, 
C^H^N,  is  found,^  a  body  occurring  in  animal  oils* 


Allidene  Compounds. 

738  like  other  aldehydes  acrolein  acts  in  certain  respects  as  the 
oxide  of  a  dyad  radical  termed  ddHdene^  OgH^.  The  following 
compounds  are  known  belonging  to  the  series.  They  are  obtained 
in  a  similar  way  to  the  ethidene  compounds^  (see  p.  67). 

B.P. 
AUidene  diethyl  ether      ^  3^  f  OaH,      ^^qo_^^^. 
or  Acrolem  acetal,     ^»    *  (  OCjHg 

Allidene  dichloride,  OjH^  |  q}  85* 

AUidene  chlorethylate,     C^^  {  OC  H        US*— 120* 
AlUdene  diaoetate,  OgH^  |  qc^O        ^®°* 

Sodium  SyJphallidene'8ul]ilhite,  or  Sulphacrolein  Potamum 
Sulphite,  C3H5(OH)(S08Na)2.  This  compound  is  obtained 
by  adding  acrolein  to  a  concentrated  solution  of  acid  sodium 
sulphite  until  its  smell  disappears.  The  compound  has  the 
following  constitution : 

CH3 
CH.SO2.ONa 


in/^H 


XCSOgNa 

Alcohol  precipitates  it  as  a  gummy  mass,  solidifying  to  a  wart- 
like solid.  Acids  liberate  from  it  sulphur  dioxide  but  no  acro- 
lein, and  an  ammoniacal  solution  of  barium  chloride  precipitates 
barium  sulphite,  whilst  the  solution  contains  the  sodium  salt  of 
a-mlphopropianaldehyde,  CH3.CH(S03H).CHO.  On  oxidation 
with  silver  oxide  it  is  converted  into  a-sulphopropionic  acid,  a 
body  which  is  also  obtained  by  the  action  of  fuming  sulphuric 
acid  on  propionitril.  Sodium  amalgam  added  to  its  solution 
forms  oxypropaTte-mlphonic  acid,  CH3CH(S08H).CH2.0H.    This 

»  Baeyer,  i&.  dv.  288. 

'  Hubner  and  G«Dt}ier ;  Aronabeim  ;  Tan  Rombargh. 
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ifl  also  obtained  by  the  action  of  sulphur  trioxide  on  propyl 
alcohol,  and  its  potassium  salt  is  easily  produced  by  heating 
allyl  alcohol  with  a  concentrated  solution  of  acid  potassium 
sulphite.    It  forms  white,  pearly  needles.^ 


AcRTLio  Acid,  CgH^y 

739  This  acid  was  obtained  by  Bedtenbacher  by  heating  im- 
pure acrolein  with  silver  oxide,  purifying  the  silver  salt  thus 
obtained,  and  then  decomposing  this  with  sulphuretted  hydro- 
gen. According  to  Claus  the  best  method  of  preparation  is 
to  place  the  freshly  precipitated  oxide  in  a  flack  provided 
with  inverted  condenser,  and  gradually  to  add  a  solution  of 
1  part  of  acrolein  in  3  parts  of  water,  the  operation  being 
conducted  in  the  dark.  After  the  reaction  is  complete  the  whole 
is  warmed  to  the  boiling  point,  and  sodium  carbonate  added  to 
alkaline  reaction,  the  filtrate  evaporated,  and  the  residue  dis- 
tilled with  sulphuric  acid.  To  prepare  the  anhydrous  acid,  the 
pure  lead  salt  is  mixed  with  sand  and  decomposed  at  ITO""  in  a 
current  of  sulphuretted  hydrogen.* 

Acrylic  acid  is  also  easily  obtained  by  intimately  mixing 
/8-iodopropionic  acid  with  the  equivalent  quantity  of  lead  oxide, 
covering  the  mixture  with  lead  oxide  and  distilling.'  It  is  like- 
wise produced  when  ^-iodopropionic  acid  is  treated  with  an 
alcoholic  solution  of  caustic  potash,*  as  well  as  by  the  action  of 
zinc  and  dilute  sulphuric  acid  on  ^-dibrompropionic  acid/  and 
also  by  the  distillation  of  the  salts  of  hydracrylic  acid.* 

It  is  a  liquid  possessing  a  pungent,  acid  smell,  boiling  at  140^ 
and  solidifying  at  low  temperatures  to  crystals  which  melt 
between  7**  and  8**  J  When  boiled  with  zinc  and  dUute  sulphuric 
acid,  or  treated  with  water  and  sodium  amalgam,  it  is  converted 
into  propionic  acid.^  Fused  with  caustic  potash  it  yields  acetic 
and  formic  acids :  ^ 

CH2=CH.C02K  +  KOH  +  H20=CH0.0K  -h  CHj-COjE  -f-  Hj. 

1  M.  Miiller,  Ser.  Beutsch.  Chem.  Ges,  vi.  1441. 

•  Ann.  Chem.  Phann,  Suppl.  ii.  123. 

•  Wislicenus,  ib.  clxvi.  2. 

^  Erlenmeyer  and  Schneider,  Ber.  Deutseh,  Chem.  Ges,  iii.  839. 

•  Caspary  and  Tollens,  Ann,  Chem,  Pkarm,  clzvii.  241. 

•  Beifstein,  ib.  cxxii.  872. 

'  Linnemann,  Ann,  Chem,  Pharm,  clxzi.  294. 

■  Ib,  cxxv,  317.  •  Erlenmeyer,  ib,  cxcL  876. 
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It  combines  with  bromine  to  form  ^S-dibrompropionic  acid, 
"with  hydriodic  acid  to  form  /9-iodopropionic  acid,^  and  with 
hypochlorous  acid  to  form  chlorolactic  acid.*  When  hydro- 
chloric acid  is  led  into  its  alcoholic  solution  the  ethyl  salt  of 
/9-chlorpropionic  acid  is  formed.' 

Potassium  acrylate,  G^Hfi^K,  forms  deliquescent  needles. 
Sodium  acrylate,  C3H302Na,  crystallizes  in  microscopic  needles, 
difficultly  soluble  in  absolute  alcohol  but  easily  soluble  in  strong 
spirit.*  Calcium  acrylate,  (C^B^fi^fiek,  forms  thick  needles 
which  easily  lose  acid.  Zinc  acrylate,  (GJELfii)^^^*  crystallizes 
in  glistening  scales.  Zead  acrylate,  (C^HgO^jPh,  is  a  very 
characteristic  salt,  and  crystallizes  from  water  in  glistening 
needles  soluble  in  alcohol.  Silver  acrylcUe,  C^fi^kg,  is  a 
curdy  precipitate,  and  crystallizes  from  hot  water  in  needles  or 
prisms. 

Ethereal  Salts  of  Acrylic  Add.    Of  these  the  following  have 

been  prepared  by  Oaspary  and  Tollens/  by  acting  with  zinc 

and    sulphuric  acid    upon   the    corresponding    compounds  of 

/3-dibrompropionic  acid : 

B.P. 

Methyl  acrylate,  80^— 85* 

Ethyl  acrylate,        101'— 102** 

Allyl  acrylate,         11^—12^ 


Substitution-Products  of  Acrylic  Acid. 

740  These  have  been  obtained  from  the  dichlor-  and  dibrom- 
propionic  acids  and  from  the  trisubstituted  lactic  acids 

M.P.         B.P 

*  a-Chloracrylic  acid, 

CHjZzCCLCOgH  Liquid.  —       176M8r 

^  )8-Chloracrylic  acid, 

CHC1=CH.C0,H  Plates.  84^85'        — 

®  o-Dichloracrylic  acid, 

CjHjjCajOg  Rhombic  prisms.    85^^-86^        — 

*  Wislicenns,  iJ.  ckTL  1. 

*  Melikow,  Ber,  Deutseh.  Chem,  Oes,  xii  2227. 
>  linnemann,  Ann,  Chem,  Pharm.  clxiiL  96. 

*  V.  Zotta,  Ann.  Chem,  Pharm.  cxciL  105 

*  Ann.  Chem.  Pharm.  clxyii.  241. 

*  Beckurtfl  and  Otto,  Ber.  DeiUach.  Ch&m.  Oes,  x.  1948. 

^  Pinner,  Ann.  Chem,  Pharm.  clxxix.  85  ;  Wallach,  i&.  cxciii  28 ;  cciiL  94 ; 
Werigoand  Melikow,  Ber.  Deutsch.  Chem,  Oes.  x.  1499. 

*  Bennet  and  Hill,  Ber.  DeiUsch.  Chem.  Oes.  xii.  656. 
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M.P.  B.P. 

^  )8-Dichloraciylic  acid, 

CjHsClgO,  Monoclinic  prisms.     IQ^'-IT        — 

*  a-Bromacrylic  acid, 

CH^nCBr.CO^H    RectaDgulax  tables.    69"-7r        — 

*  fl-Bromacrylic  acid, 

CHBr=:CH.C02H         Needles.  115''-116^        — 

*  Dibromacrylic  acid, 

CgHaBrjOj  Rhombic  prisms.       85-86^     243-25(r 

/8-Bromacrylic  acid  and  its  ethyl  salt  easily  undergo  convert 
sion  into  amorphous  bodies  possessing  the  formula  (CjH^O,)^) 
and  termed  acryl  colloids.  They  are  insoluble  in  water,  but 
swell  up  with  this  liquid  to  form  a  gelatinous  mass. 

CROTYL  COMPOUNDS. 

741  Crotyl  Alcohol,  CHjCH— CH.CHjOH,  is  formed  together 
with  butyraldehyde  and  normal  butyl  alcohol  when  croton- 
aldehyde  (p.  403)  or  butyl  chloral  (p.  166)  is  treated  with 
iron  filings  and  acetic  acid.  It  is  also  obtained  together  with 
carbon  dioxide  and  formic  acid  by  heating  butenyl  alcohol 
(p.  377)  with  oxalic  acid.  It  is  a  pungent-smelling  liquid 
boiling  at  118**  to  120**,  and  is  converted  by  hydriodic  acid  into 
secondary  butyl  iodide. 

Crotyl  Iodide,  C^H^I,  is  obtained  by  acting  with  iodine  and 
phosphorus  upon  butenyl  alcohol.  It  boils  at  131"* — 133^ 
smells  like  allyl  iodide,  and  like  this  body  forms  a  crystalline 
compound  with  mercury.^ 

Isocrotyl  Mustard  OH,  (CHj^aCzrCH.N.CS.  When  iso- 
butylene  dibromide  is  heated  with  ammonia,  isocrotylamine, 
(CH«\CZ:CH.NH2.  a  body  boiling  at  75**— 78"  is  formed, 
together  with  isobutylene  diamine,  and  the  former  body  is 
converted  into  isocrotyl  thiocarbimide  by  treatment  with  carbon 
disulphide  and  distillation  of  the  product  with  corrosive  sub- 
limate. This  body  is  a  liquid  smelling  like  mustard  oil,  boiling 
at  179^  and  yielding  when  treated  with  ammonia  a  thio-urea 
resembling  thio-sinamine  (p.  394)  but  melting  at  85°.' 

1  Wallach,  loe,  cU. 

*  Wagner  and  Tollens,  Ann,  Chem.  Fharm.  clxad.  SiO  ;  Wallaoh,  loe,  cU, 
»  Wallach,  ib. 

*  Jackson  and  Hill,  Ber.  Drnttch.  Chem.  Qes.  xL  167S ;  Hill,  i&.  xii.  060; 
Petri,  Ann.  Chem.  Pharm.  cxcv.  70. 

B  Liebcn  and  Zeisel,  MoTtaish,  Chem.  i.  818,  840. 

*  Hofmann,  Ber,  DeiUseh.  Chem,  Ges.  vii.  516 ;  xiL  092. 
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The  Crotonic  Acids,  Cfifi^ 

74a  In  1858  Schlieppe  gave  the  name  of  crotonic  acid  to  an 
oily  liquid  which  he  obtained  from  croton  oil  {Groton  tiglium)} 
Other  chemists,  however,  were  not  able  to  obtain  this  again.^  It 
probably  does  not  always  occur  in  the  oil,  and  perhaps  is  identical 
with  the  /S-K^rotonic  acid,  mentioned  below.  The  name  crotonic 
acid  was,  however,  retained  to  designate  the  solid  acid  which 
was  obtained  from  the  nitril  and  aldehyde,  now  to  be  described. 

a-Crotonaldehyde,  C^HgO.  By  heating  acetaldehyde  with 
certain  saline  solutions,  Lieben  obtained  a  liquid  possessing  the 
above  composition,  to  which  he  gave  the  name  of  aldehyde-ether ;  * 
whilst  Bauer  found  that  a  very  pungent  smelling  liquid  is  obtained 
by  the  action  of  zinc  chloride  on  aldehyde,  and  he  considered 
this  to  be  a  polymeric  modification,  and  termed  it  acrcUdehyde,^ 
Eekul6  then  showed  that  these  two  bodies  are  identical,  and 
that  they  are  crotonaldehyde,*  giving  the  following  equation  for 
its  formation : 

CH0.CH3        cacH, 

II  -f    HoO. 

CH3.CHO  CH.CHO 

It  is  probable  that  aldol  (p.  168)  is  first;formed,  and  that  this 
then  decomposes  into  water  and  crotonaldehyde.  The  latter 
compound  is  also  formed  when  acetylene,  C^Hj,  is  dissolved  in 
concentrated  sulphuric  acid,  and  the  liquid  distilled  with  water.* 
Berthelot  considered  the  body  thus  obtained  to  be  vinyl  alcohol, 
C2H3.OH.  Instead  of  acetylene,  bromethylene  may  also  be  em- 
ployed.^ Crotonaldehyde  also  occurs  in  the  products  of  distillation 
of  crude  spirit.®  In  order  to  prepare  it,  pure  aldehyde  is  heated  with 
a  small  quantity  of  zinc  chloride  and  a  few  drops  of  water  for  one 
or  two  days  to  100**.  The  unaltered  acetaldehyde  is  distilled  oflf 
and  the  crotonaldehyde  obtained  from  the  residue  by  distillation 
with  water  (Kekul^).  It  is  also  easily  obtained  when  ten  volumes 

*  Ann,  (Them.  Pharm.  cv.  24. 

*  Geuther,  Zeitsch,  Chem.  1870,  26  ;  Geuther  and  FrOhlich,  tb,  549. 
»  Ann,  Chem.  Pharm^  SuppL  i.  117. 

«  lb.  cxvu.  142.  »  lb.  clxii.  92,  309. 

*  Lagennark  and  Eltekow,  Ber.  DetUseh.  Chem.  Ges.  x.  687 ;  ziL  693. 
^  Zoiael,  Liebeg*s  Ann.  czci.  869. 

'  Kiiimei  and  Pinner,  Bcr.  Deutsch,  Chem.  Ges,  iii.  70. 
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of  acetaldehyde  are  heated  for  twenty-four  hours  to  100**  with 
one  volume  of  concentrated  solution  of  sodium  acetate  and  the 
product  fractionated.^  It  may  also  be  readily  prepared  by  dis- 
tilling aldol  under  the  ordinary  atmospheric  pressure.* 

Orotonaldehyde  is  a  mobile  liquid  possessing  at  first  a  firuit- 
like,  but  afterwards  a  very  pungent  smell.  It  boils  at  104* — 
105^  and  at  0**  has  a  specific  gravity  of  1033.  It  combines 
with  hydrochloric  acid  to  form  )8-chlorbutyraldehyde.  On  ex- 
posure to  air  or  in  contact  with  silver  oxide  it  yields  a-crotonic 
acid. 

CrotonitrU,  C^HjN,  is  formed  by  the  action  of  water  on 
mustard-oil,  and  it  is  often  contained  in  this  substance  in  laige 
quantity.  It  is  also  easily  formed  by  heating  allyl  iodide 
with  potassium  cyanide.*  If,  however,  allyl  chloride  be  brought 
in  contact  with  potassium  cyanide  and  alcohol,  the  nitril  of 
/S-ethoxybutyric  acid  is  formed,  a  liquid  boiling  at  ITS'* — 174V 

Crotonitril  is  an  unpleasantly  alliaceous-smelling  liquid, 
boiling  at  119^  and  at  O''  having  a  specific  gravity  of  0*8491. 
It  is  converted  by  hydrochloric  acid  into  )8-chlorbutyric  acid 
(Pinner). 

743  a-Crotonie  Acid,  CHj.CHzzCH.COjH.  This  compound, 
which  is  also  termed  solid  crotonic  acid,  was  obtained  by  Will 
and  Komer  by  heating  its  nitril  with  alcoholic  potash.'  It 
likewise  is  formed  by  distilling  /8-oxybutyric  acid,*  or  by  heating 
alcoholic  potash  with  /8-chlorbutyric  ^  or  with  the  ethyl  salt  of 
a-brombutyric  acid.®  It  is  also  a  constituent  of  crude  pyrolig- 
neous  acid.^  It  dissolves  in  12  parts  of  cold  water,  more  easily 
in  boiling  water,  and  crystallizes  from  this  on  cooling  in  fine 
woolly  needles,  whilst  on  slow  evaporation,  its  solution  deposits 
large  monoclinic  prisms,  melting  at  72^  and  easily  subliming  in 
tablets.  Its  smell  resembles  that  of  butyric  acid,  and  it  boils 
at  ISO"*.  When  treated  with  sodium  amalgam  and  water  it 
remains  unaltered,  but,  on  the  other  hand,  it  combines  with 
hydrobromic  and  hydriodic  acids  to  form  substituted  butyric 


1  Lieben  and  Zeisel,  MoruUsh.  Chem.  L  820. 

•  Newburg,  Comptes  Jtendtts,  xcii,  196. 

•  Olaus,  Ann.  Chem.  Pharm,  cxzzi.  68  ;  Rinne  and  Tollene,  ih.  clix.  105. 
^  Rinne,  Ber*  Deviach,  Chein,  Ot$.  vi.  889 ;  Pinner,  ib.  zii.  2063. 

•  Ann.  Chem.  Pharm.  cxxv.  272  ;  Claua,  ib.  ozzxi.  68. 
«  Wislicenus,  Zeitaeh.  Chem.  1869,  826. 

'  Balbiano,  Ber.  DeiUach.  Chmi.  Oes.  xi  848. 

•  Hell  and  Lauber,  ib.  vii  660. 

•  Kr&mvr,  Ber.  DetUseh.  Chem.  Ges.  zi.  1356. 
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acids,  which  are  converted  in  presence  of  nascent  hydrogen  into 
normal  butyric  acid.^  On  oxidation  with  chromic  acid,  it  yields 
acetaldehyde  and  acetic  acid.  This  decomposition,  as  well  as  its 
formation  from  aldehyde,  leave  no  doubt  concerning  its  con- 
stitution. On  the  other  hand,  we  should  expect,  from  its 
synthesis  from  allyl  iodide,  that  its  formula  would  be  CHj— 
CH-CH^COgH.  Only  one  acid  of  this  constitution  is  known, 
namely  /8-crotonic  acid,  which  will  be  described  further  on. 
This  is  easily  converted  on  heating  into  the  o^ompound,  and 
the  same  is  probably  also  the  case  with  the  nitril,  which  is 
doubtless  first  formed  from  mustard-oil  or  allyl  iodide,  and  in 
favour  of  this  view  is  the  fact  that  crotonitril  yields  acetic  acid 
on  oxidation,  whilst  this  acid  is  not  obtained  in  the  same  way 
from  the  allyl  compounds.'  Its  constitution,  therefore,  must  be  ' 
CH3.CH=CH.CN.  On  the  other  hand,  Pinner  gives  to  it  the 
following  constitution,  CHj— CH.CHj.CN,  and  assumes  that  by 
the  action  of  hydrochloric  acid  or  caustic  potash,  /S-crotonic 
acid  is  first  formed,  and  that  this,  by  the  action  of  hydro- 
chloric acid  or  water,  combines  to  form  /8-chlorpropionic  acid, 
CH8.CHCl.CHyC0jH,  or  /S-oxybutyric  acid,  CH3.CH(0H).CHy 
COgH,  which  then  decompose  further  with  formation  of 
o-chlorcrotonic  acid. 

onCJUorcrotonie  Acid,  CHg.CH— CCI.CO2H,  is  formed  when 
trichlorbutyric  acid  is  treated  with  zinc  and  hydrochloric  acid,* 
or  with  zinc-dust  and  water,*  or  when  butyl  chloral  (p.  166)  is 
boiled  with  a  solution  of  yellow  prussiate  of  potash.*^  It  crystal- 
lizes in  long  needles,  melting  at  12'*-5,  and  dissolves  in  49*8 
parts  of  water ;  the  solution  producing  blisters  when  brought  on 
to  the  skin.  The  acid  melts  at  9T'b,^  boils  at  212*,  and  com- 
bines with  nascent  hydrogen  to  form  a-crotonic  acid. 

744  ^'Crotonic  Acid,  CHj=CH.CHjj.C02H.  This  compound, 
which  was  first  described  by  Geuther,  is  sometimes  termed 
liquid  crotonic  acid  or  isocrotonic  acid ;  it  was  obtained  by  him 
from  acetacetic  ether  J  If  this  be  treated  with  an  excess  of 
phosphorus  pentachloride,  the  chlorides  of  two  crotonic  acids 
are  formed.     K  these  be  decomposed  by  water  and  distilled,  the 

^  Hemilian,  AntL  Chem.  Pharm,  cbcxiy.  324;  Albert!,  Ber,  DetUsch,  Ch^nu 
Qes.  u.  1195. 
'  Eeknl^  and  Rinne,  Ber.  Ikuiach.  Chem,  Qta.  vi.  386. 

*  Kr&mer  and  Pinner,  Ann,  Chem,  Phartn,  clviii.  37. 

*  Samow,  Aim.  Chem,  Fhann.  clxiy.  98. 

*  Wallach,  Ber.  Deuleck,  Chem.  Oea.  z.  1530. 

*  Eahlbanm,  i&.  zii.  2338. 

^  Frohlick  and  Genther,  Zeiiach.  Chem.  1869,  270;  Genther,  ih.  1871,  242. 
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first  distillate  contains  c/Uoriaoorotofiic  acid,  GHj— CCLCHj.COgH, 
and  the  second,  fi-cfUorcrotonic  add,  or  chlortUracrylic  acid, 
CHj-CCl— CH.COjH,  crystallizing  in  monoclinic  prisms  or 
needles,  melting  at  Q*** — 94'*o,  and  at  12''-5  dissolving  in  44-4 
parts  of  water  (Kahlbaum).  It  boils  at  206"*— 211**,  and  is 
converted  by  sodium  amalgam  and  water  into  o-crotonic  acid 
The  chlorisocrotonic  acid  melts  at  59°'5  and  crystallizes 
from  water  in  four-sided  prisms  having  oblique  terminal  faces. 
It  boils  at  194^'8,  but  volatilizes  easily  at  the  ordinary  tem- 
perature, and  it  dissolves  at  T  in  79  parts  of  water.  It  is 
converted  by  sodium  amalgam  and  water  into  isocrotonic 
acid,  a  liquid  having  a  pungent  smell  resembling  butyric  acid. 
This  is  miscible  in  every  proportion  with  water,  does  not 
solidify  at  — 15**,  and  boils  at  171'''9,  a  large  portion  of  it 
passing  into  solid  crotonic  acid.  This  change  takes  place  more 
completely  when  it  is  heated  to  180°  in  a  closed  tube.^  This 
same  substance  is  also  formed  when  isocrotonic  acid  combines 
with  hydrobromic  acid,  and  the  brombutyric  acid  thus  formed 
is  decomposed  by  alkalis.  The  latter  acid,  but  not  isocrotonic 
acid,  combines  with  nascent  hydrogen  to  form  butyric  add. 
Isocrotonic  acid  occurs  also  in  crude  pyroligneous  acid  (Kramer 
and  Qrodski). 

745  Methacrylic  acid,  ^g2^C.C0,H.    The  ethyl  salt  of  this 

acid  was  obtained  by  Frankland  and  Duppa  by  heating  ethyl 
ozyisobutyrate  with  phosphorus  trichloride.  It  is  a  mobile  liquid 
which  has  an  unpleasant  smell  of  mouldy  fungus.  It  is  easily 
decomposed  by  alcoholic  potash,  and  from  the  potassium  salt 
thus  obtained  methacrylic  acid  is  readily  got  by  distillation  with 
sulphuric  acid.^  This  same  compound  is  also  formed,  together 
with  large  quantities  of  oxyisobutyric  acid,  when  bromisobutyric 
acid  is  heated  with  20  parts  of  water.®  It  is  best,  however, 
prepared  by  boiling  citrabrompyrotartaric  ax^id,  C8H5Br(C02H)j, 
a  body  to  be  described  under  citric  acid,  with  carbonate  of  soda 
solution.^  It  is  found  also  in  small  quantity  as  an  ethereal  salt 
in  Koman  cumin  oil.^  It  is  tolerably  soluble  in  water  and 
crystallizes  in  long  prisms  which  melt  at  16''  and  boil  at  IGO'^'o. 
It  combines  with  nascent  hydrogen  to  form  isobutyric  acid,  and 

*  Hemilian,  Ann.  Chem.  Phamu  clxxiv.  822, 
'  Joum.  Chem,  Soc,  xviii.  139. 

*  Thomsen,  Ann.  Chem,  Pharm.  cc.  86. 

*  Fittig  and  Landolt,  ib.  clxzxviii.  81.  •  •  Kopp,  tJ.  cxct.  82. 
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on  fusion  with  caustic  potash  decomposes  into  formic  and  pro- 
pionic acids.  When  heated  to  ISO""  it  is  converted  into  a  poly- 
meric modification,  which  is  also  formed  when  the  acid  is  allowed 
to  remain  in  contact  with  hydrochloric  acid,  and  gradually  when 
it  is  kept  in  a  closed  vessel.  This  is  a  porcelain-like  mass, 
which  Ls  insoluble  in  all  indifferent  solvents.  It  gelatinizes  in 
water,  forming  a  transparent  thick  liquid  from  which  a  white 
stringy  mass  separates  out  on  heating.  It  dissolves  slowly  in 
ammonia,  and  from  this  solution  calcium  chloride  or  barium 
chloride  precipitates  an  elastic  gummy  mass,  which  on  heating 
with  water  becomes  hard,  but  on  cooling  again  assumes  an 
elastic  condition.  It  is  scarcely  attacked  by  fuming  nitric  acid, 
concentrated  sulphuric  acid,  or  by  caustic  potash,  and  is  decom* 
posed  above  300"^  without  forming  methacrylic  acid.^ 


ACIDS  HAVING  THE  COMPOSITION,  C.HgOg. 

Angelic  Acid,  CgHgO^, 

746  Tliis  acid  was  discovered  by  Buchner  in  the  roots  of  An- 
gelica archangelica,^  and  investigated  more  completely  by  Meyer 
and  Zeuner,  who  found  that  the  roots  also  contain  valeric  acid.' 
Angelic  acid  is  also  found  in  large  quantities  in  the  sumbul-  or 
moschus-  root  *  {Eurangium  mmbtd),  a  plant  growing  largely  in 
Turkistan  and  on  the  Amur,  and  the  roots  of  which  have  been 
long  used  as  an  excitant.  Qerhardt  found  that  angelic  acid  can  be 
easily  obtained  when  the  Roman  oil  of  cumin  {Anthemis  nobilis) 
is  treated  with  alcoholiCi  potash,  and  he  believed  that  the  oil 
contained  the  aldehyde  of  angelic  acid,  which,  however,  he  did 
not  succeed  in  isolating.^  Demar9ay,  in  another  investigation 
of  this  oil,  came  to  quite  other  conclusions.  According  to  him, 
it  is  essentially  a  mixture  of  valeric  acid  and  the  angelic  salts  of 
butyl  and  amyl.^  That  it  does  contain  ethereal  salts  has  been 
shown  also  by  Kobig ;  no  valerate  is,  however,  contained  in  it, 

^  Engelhorn,  Liebirfs  Ann,  cc.  70.  '  Ann,  Chem,  Pharm,  zUi.  226. 

•  Ann.  Chem.  Pharm,  Iv.  817. 

*  Reinflch,  Jahrb.  pr.  Pharm,  yii  79;  Beinsch  and  Hopf,  ib,  xL  217  ;  Reizisch 
and  Bicker,  ib,  xvi.  12. 

"  Ann.  Chem.  Pharm.  IzyL  235.  *  Compt.  Send.  Izzyii.  860. 
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but  an  ethereal  salt  of  an  acid,  tiglic  acid,  isomeric  with  angelic 
acid.^    By  fractional  distillation  he  obtained  the  following : 

B.P. 
Isobutyl  isobutyrate,   C^H^O^CC^H^)     14r— 148' 
Isobutyl  angelate,        CgH^OjCC^H^)    nT—lTTb 
Amyl  angelate,  G^KjO^iC^U^^)   200"— 20r 

Amyltiglate,  C^1I^0^{C^R^^    204^—205' 

Of  these  the  isobutyrate  is  contained  only  in  small  quantity. 
In  addition  to  these  the  oil  contains  tiglates  and  angelates  of  an 
hexyl  alcohol,  which  cannot  be  distilled  without  decomposition, 
and  of  anthemol,  Cn)Hi5(0H). 

In  order  to  prepare  angelic  acid,  100  grams  of  Roman  oil  of 
cumin  is  distilled  in  a  water-bath  with  a  reversed  condenser 
with  200  grams  of  ordinary  alcohol  and  56  grams  of  caustic 
potash  for  eight  to  ten  hours.  The  liquid  is  then  distilled  off, 
water  added  to  the  residue,  and  the  whole  again  distilled,  in 
order  to  remove  hydrocarbons,  the  liquid  acidified  with  sulphuric 
acid,  and  the  distillation  again  continued  until  no  further  acid 
comes  over.  The  oil  which  swims  upon  the  top  is  removed,  and 
the  acid  distillates  which  follow  neutralized  with  carbonate  of 
soda,  the  solution  evaporated,  and  the  residue  decomposed  with 
sulphuric  acid,  when  again  an  oil  separates  out  which  is  united 
with  the  first  portion.  By  fractional  distillation  the  acid  may 
be  partly  separated,*  but  a  quicker  method  is  to  collect  the 
fractions  boiling  between  181*  and  195"*  and  convert  these  into 
the  calcium  salt.  The  cold  saturated  solution  on  warming  to 
60"* — 70**  deposits  calcium  angelate,  which  may  be  purified  by  a 
repetition  of  this  process.' 

Angelic  acid  is  difiicultly  soluble  in  cold,  but  readily  soluble 
in  hot  water,  and  crystallizes  in  long  monoclinic  prisms,  which 
have  an  aromatic  smell  and  melt  at  '44" — 44*'5.  It  boils  at 
185°,  and  when  boiled  for  some  time,  as  well  as  when  heated 
with  sulphuric  acid  to  100"*,  is  converted  into  tiglic  acid.  On 
fusion  with  caustic  potash  it  decomposes  into  acetic  and  pro- 
pionic acids,  and  it  combines  with  bromine  and  hydrobromic 
acid  to  form  brominated  valeric  acids.  Sodium  amalgam  and 
water  do  not  alter  it,  but  when  heated  with  hydriodic  acid  and 
red  phosphorus  to  180** — 200"*  it  is  converted  into  a  valeric  acid,* 

1  Liebig's  Ann,  cxcv.  92.  •  Kopp,  Liebi^s  Ann,  cxcT.  81. 

•  Pagenatecher,  Liebig's  Ann,  cxct.  108. 
^  Aacher,  Ber.  Deutach.  Chcm.  Gcs,  ii.  685. 
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which  according  to  Schmidt  is  methyl-ethyl-acetic  acid.  If  the 
dibrom-valeric  acid  he  heated  with  sodium  amalgam  and  water 
the  bromine  is  removed,  but  instead  of  angelic  acid  its  isomeride 
tiglic  acid  is  formed.  The  change  from  angelic  to  tiglic  acid 
also  takes  place  slowly,  simply  on  keeping  the  first-named  acid.^ 
Calcium  AngelcUe,  {C^B^0^jSsk+2Tifi,  dissolves,  as  has  been 
stated,  more  readily  in  cold  than  in  hot  water,  and  the  solution 
saturated  at  IT'S  contains  23  parts  of  the  anhydrous  salt ;  but 
when  heated  to  35* — 40^  splendid  glistening  long  needle-shaped 
crystals  separate  out,  the  quantity  increasing  with  the  rise  of 
temperature,  so  that  at  60"* — 70*  a  thick  crystalline  semi-solid 
mass  is  formed,  and  if  the  experiment  be  carried  out  in  a  closed 
tube  the  whole  dissolves  again  completely  on  cooling  (Kopp). 


747  Tiglic  Acid,  CgHgO^, 

was  first  prepared  by  Frankland  and  Duppa  by  the  action  of 
phosphorus  trichloride  upon  ethyl  metho-ethoxalate.*  It  was 
termed  by  them  methyUcrotonic  acid.  Geuther  and  Frdhlich  ^ 
obtained  an  acid  of  this  composition  from  croton  oil  (Croton 
tiglium),  which  contained,  together  with  the  glyceride  of  this 
acid,  those  of  other  volatile  and  non-volatile  acids.  This  acid 
they  considered  to  be  identical  with  methyl-crotonic  acid,  and 
the  correctness  of  this  supposition  was  proved  by  Schmidt  and 
Berendes.^  It  is  also  obtained  by  the  distillation  of  a-methyl- 
/8-oxybutyric  acid,  CH3.CH(OH).CH(CH3).C02H «  or  when 
this  acid  is  heated  with  concentrated  hydriodic  acid.^  It  is, 
however,  best  prepared,  together  with  angelic  acid,  from  Roman 
cumin-oil.  Tiglic  acid  dissolves  with  some  difficulty  in  cold,  but 
readily  in  hot  water,  and  crystallizes  in  triclinic  tables  or  prisma, 
which  melt  at  64**5,  whilst  a  mixture  of  this  acid  with  somewhat 
more  than  a  molecular  proportion  of  angelic  acid  is  liquid  at 
the  ordinary  temperature.  It  possesses  an  aromatic  smell  re- 
sembling that  of  benzoic  acid,  and  boils  at  198*'5,  yielding  a 
vapour  which  causes  violent  coughing.  When  heated  with 
iodine  and  phosphorus  to  160*  it  is  transformed  into  methyl- 
ethyl-acetic  acid,  whilst  treated  with  bromine  and  hydrobromic 

'  Schmidt,  Aim,  Chtm,  Pharm,  ccTiii.  249 

•  Ann.  Chem.  Pharm.  cxxxvi.  9.  •  ZeiUeh.  Chem,  1870,  469. 

^  Ann.  Chem.  Pharm.  cxci.  94. 

»  Rohrbeck,  ib.  clxxxviii.  235.  •  Riicker,  ib.  cct  61. 
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acid  it  yields  the  same  products  as  does  angelic  acid,  and  like 
this  latter  acid  it  yields  acetic  and  propionic  acids  on  fusing 
v^ith  caustic  potash. 

Ccdmcm  Tiglate,  (CgHyO^jCa  +  SH^O,  is  more  diflBcultly 
soluble  in  cold  water  than  calcium  angelate,  100  parts  of  the 
solution  saturated  at  17^  containing  6  05  parts  of  the  anhydrous 
salt.  It  is  much  more  soluble  in  hot  water,  and  crystallizes  on 
cooling  in  white  plates  (Kopp). 

The  several  reactions  by  which  tiglic  acid  is  formed  leave  no 
doubt  as  to  its  constitution,  but  that  of  angelic  acid  has  not  yet 
been  definitely  fixed.  That  angelic  acid  yields  the  same  reac- 
tions as  tiglic  acid  does  with  bromine,  hydrobromic  acid,  hydriodic 
acid,  &c.,  is  explained  by  the  fact  that  it  is  readily  converted 
into  this  latter  acid.  It,  therefore,  seems  probable  that  the  two 
acids  stand  to  one  another  in  the  same  relation  as  the  two 
crotonic  acids  do.  The  following  formulse  would  then  represent 
their  constitution : 

Angelic  Acid.  Tiglic  Add. 

CH2=:C(CH8)CH2.C02H.  CH3.CH-C(CH3)C02H. 

748  Tiglicaldehyde,  CgHgO.  Deville,  in  1843,  found  amongst 
the  products  of  the  dry  distillation  of  guiacum  resin,  a  liquid 
of  the  above  composition  to  which  he  gave  the  name  otgtiajacen, 
adding  that  when  exposed  to  the  air  this  liquid  absorbed  oxygen, 
being  converted  into  a  body  crystallizing  in  fine  plates.^  This 
body,  which  was  afterwards  known  as  guajol,  was  considered  by 
Qerhardt  ^  to  be  angelicaldehyde,  but  Hlasiwetz  and  v.  Gilm  ^ 
disproved  this  supposition,  since  on  fusing  with  caustic  potash 
it  yielded  no  angelic  acid.  That  guajol  is  the  aldehyde  of 
tiglic  acid  was  then  recogniased  by  Herzing,  who  showed  that 
the  crystals  produced  by  the  absorption  of  oxygen  when  the 
liquid  is  exposed  to  the  atmosphere,  are  those  of  tiglic  acid.* 

Tiglicaldehyde  has  also  been  prepared  by  Lieben  and  Zeisd 
by  the  condensation  of  a  mixture  of  acetaldehyde  and  propion- 
hyde.*  It  is  a  liquid  boiling  at  about  118^  having  a  sweet,  burning 
taste  and  a  narcotic  smell  resembling  that  of  bitter  almouds. 

Allyl-acetie  Acid,  CH2=CH.CH,.CH,.C0,H.  The  ethyl 
salt  of  this  acid  is  obtained  when  allyl  acetacetate  is  heated 
with  dry  sodium  ethylate  to  150"* — 160^•    The  acid  prejMured 

1  Compt,  Rend.  xvii.  1148  ;  xiz.  184.  '  ib,  zzvi  226. 

'  Ann.  Chem.  Pkarm.  vi.  879.  *  M<matseh.  Oiem.  iii.  118. 

»  Ber.  DetUsch,  Chan,  Oes.  xiv.  982. 

•  Zeidler,  Ann,  Chem,  Pharm,  clxxzril.  tO. 
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from  this  is  an  oily  liquid  boiling  at  187* — 189V  possessing 
an  odour  resembling  that  of  valeric  acid.  It  is  also  formed  by 
heating  allyl-malonic  acid.*  Dilute  nitric  acid  oxidizes  it  to 
succinic  acid.  Its  calcium  salt,  (C^HjO^fisk  -f  2HaO,  forms 
pearly  glistening  plates  which  dissolve  readily  in  water. 

Dimethyl-acrylic  Acid,  (CHj)2C~CH.C02H,  was  first  obtained 
by  Semljanizin  and  Saytzew  by  the  action  of  phosphorus  tri- 
chloride on  yS-oxyvaleric  acid,  and  supposed  to  be  angelic  acid.* 
Miller  then  obtained  it  by  distilling  the  oxyacid  with  dilute 
sulphuric  acid.^  It  is  readily  soluble  in  water  and  forms 
monoclinic  prisms  which  melt  at  BD'^'S — 70*. 


ALCOHOLS  HAVING  THE  FORMULA  C^HJ). 

Only  secondary  and  tertiary  alcohols  of  this  group  are  known. 

749  Methyl'isocrotyl  Carbinol  or  Butallyl-methyl  Carhinol, 
CH2=CH.CH2.CHj.CH(OH).CH3.  By  the  action  of  aUyl  iodide 
on  ethysodacetacetate,  ethyl-aUyl-acetojcetate,  CH3.CO.CH(C8H5) 
COyC^g,  is  obtained,  a  liquid  boiling  at  206**  and  yielding  a 
beautiful  crimson-red  colour  with  ferric  chloride.  Alcoholic 
potash  decomposes  this  with  formation  of  allyl-acetic  acid  (p.  410), 
and  allyl-acetone  or  methyl-isocrotyl  ketone,  CH^— CH.CH2.CH^ 
CO.CH3,  which  boils  at  128"* — 130**,  and  has  a  characteristic 
unpleasant  smell.*  When  this  is  mixed  with  water  and  ether, 
and  sodium  gradually  added,  the  secondary  alcohol  is  formed ; 
this  boils  at  138"— 139^  has  at  16"*  a  specific  gravity  of  0842, 
and  possesses  a  characteristic  sweet  smell  somewhat  resembling 
that  of  allyl  alcohoL  On  heating  with  acetic  anhydride  the 
acetate  is  formed,  boiling  at  147** — 149*.*  The  compound 
described  as  diallyl  hydrate,  whose  formation  is  referred  to 
under  diallyl,  is  doubtless  identical  with  the  secondary  alcohol. 

Dimethyl-aUyl  Carbinol,  C8Hg.C(CH3)20H.  To  prepare  this 
compound,  a  mixture  of  equal  molecules  of  acetone  and  allyl 

^  Meflsenchmidt,  %b.  ccviiL  92. 

*  Conrad  and  Bischoff,  Ann,  Chem.  Pharm.  cciv.  170. 

'  Lieb.  Ann.  cxcvii.  73.  *  /ft.  ec  261. 

"  Zeldler,  Lieh,  Ann.  clzxxviL  80. 

*  J.  £.  Crow,  Lieb.  Ann.  cd.  42. 
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iodide  is  brought  very  slowly  into  contact  with  zinc  cooled  with 
ice,  and  the  product  distilled  with  water : 

(1)  do    +    CH.I    +    Zn    =  C<g^ 

.  CH3  CH3 

CH3  CH3 

C^9.&    +    2H,0    =    C{9??^ 


[\0Z^    +    2H,0    =    C<;-3-5    +    Zn(OH)L 
CH,  CH3 

Dimethyl-allyl  carbinol  is  a  liquid  possessing  a  faint,  pleasant, 
camphor-like  smelL  It  boils  at  llQ^'o,  has  at  0""  a  specific 
gravity  of  0'8438,  and  combines  with  water  to  form  the  hydrate, 
CeHjjO  +  HjO,  boiling  at  116''— 117V  On  oxidation  with 
chromic  acid  solution  it  first  forms  /8-oxyvaleric  acid,  formic 
acid,  and  acetone,  whilst  potassium  permanganate  yields  a  larger 
proportion  of  ^-oxyvaleric  acid,  together  with  formic  and  oxalic 
acids.^ 

When  the  alcohol  is  heated  with  acetic  anhydride  to  150"*  the 
acetate  is  formed.  This  is  a  liquid  possessing  a  fruit-like  smeU, 
boiling  at  137*'5,  and  having  at  0**  a  specific  gravity  of  0*9007. 

DimethyUisoodlyl  Carbinol,  CH3.CH=CH.C(CHj)20H,  is  ob- 
tained by  the  action  of  a-crotonyl  chloride  on  zinc-methyl,  and 
is  a  thick  oily  liquid  which  boils  between  110""  and  115"  ^ 


ACIDS  HAVING  THE  COMPOSITION,  C^^fi^ 

750  Pyroterehic  Acid,  or  Isapropyl-acrylic  Acid,  (CK^fi'^CZ, 
CHg.COjH.  Terebic  acid,  CyH^jjO^,  which  is  formed  by  the  oxi- 
dation of  oil  of  turpentine  with  nitric  acid,  is  converted  on  beat- 
ing, as  was  found  by  Babourdin,  into  carbon  dioxide  and  a  new 
compound  which  he  termed  acidepyroterebiliqiLe.^  This  last  acid 
was  further  examined  by  several  chemists,^  who,  finding  that 

1  M.  and  A.  Saytsew,  Ann.  Chem,  Pharm.  cbrxxy.  151, 175. 

2  Schirokow,  Joum.  Prakt,  Chem.  [2],  xxiii.  205. 

*  Pawlowsky,  Ber.  Deutsck.  Chem.  Ois.  y.  331. 

*  JV.  Journ.  Pharm,  vi  196. 

*  Chautard,  Ann,  Chem,  xzviii.  192 ;  Carleton -Williams,  Chem,  Soc  Joum, 
zxviL  70;  Mielek,  Lieb,  Ann,  dxzx.  51 ;  Bredt  and  Fittig,  co.  58. 
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the  substance  has  a  constant  boiling-point,  considered  it  to  be  a 
definite  chemical  compound.  Bredt  and  Fittig,  however,  after- 
wards proved  that  it  is  a  mixture  of  the  lactone  of  oxyisocaproic 
acid  with  an  acid,  for  which  they  retained  the  name  of  pyroterebic 
acid.^  This  latter  is  an-  oily  liquid,  possessing  a  characteristic, 
somewhat  acrid,  smell,  solidifying  at  —15^  and  being  transformed, 
partly  on  distillation  and  completely  on  continued  heating,  into 
the  isomeric  lactone^'  This  remarkable  change  is  explained  by 
the  following  equation : 

>CziCH.CH,     «  >C.CHyCH- 

cu/  I  ck/    I     I 

HO.CO  0-CO 

The  characteristic  calcium  salt,  (C^ELfi^jDa,  +  SHgO,  crystal- 
lizes from  hot  water  in  glistening  prisms, 

Pyroterebic  acid  combines  with  bromine  to  form  dibroT/i" 
isocaproic  add,  C^H^^Br^O^  forming  large  crystals  melting  at 
99"* — 100*.  According  to  Williams,  acetic  and  isobutjrric  acids 
are  formed  on  fusing  crude  pyroterebic  acid  with  caustic  potash. 

751  EihyJrcroUmic  Acid,  ck^.GE—G{C^^QO^  The  ethyl 
salt  of  this  acid  is  produced  when  diethyloxalic  ether  is  heated 
with  phosphorus  trichloride.  It  is  a  liquid  boiling  at  165^  having 
at  13^  a  specific  gravity  of  0*9203,  and  smelling  like  pepper- 
mint.' This  ethereal  salt  is  also  formed  when  diethyloxalic  ether 
is  treated  with  phosphorus  pentachloride,  and  the  chlordiethyl 
acetic  ether,  {C^^juCLCO  ju^^  thus  produced,  subjected  to 
distillation.^  By  conversion  into  the  potassium  salt  and  dis- 
tilling this  with  dilute  sulphuric  acid,  the  acid  is  obtained,  which 
crystallizes  from  ether  in  oblique  prisms,  melts  at  41"*,  and  boils 
at  209*;  it  volatilizes,  however,  at  the  ordinary  temperature 
and  has  an  odour  resembling  that  of  benzoic  acid.  It  is  also 
produced  by  the  distillation  of  ethyl-^-oxybutyric  acid,*  whilst 
it  is  a  remarkable  fiact  that  the  isomeric  diethyloxalic  acid  when 
heated  by  itself  does  not  yield  ethyl-crotonic  acid  but  an  isomeric 
compound,  a  liquid  boiling  at  198**,  and  not  solidifying  at— 18*. 
Fuming  hydrobromic  acid  converts  this  at  once  into  ethyl 
crotonic  acid,  and  the  same  change  is  produced  on  heating  with 

*  Lieb.  Aim,  cc.  259.  *  lb.  Fittig  ftnd  Oeisler,  ib.  ccviii.  87. 

'  Frankland  and  Duppa,  Chem,  Soc  Joum.  Z7iii.  133;  Fittig  and  Howe,  Lielk 
Ann.  cc.  21. 

*  Markownikoff  and  Drobjaskin,  B^.  Deutseh.  Chftm,  Cfes,  yt  1175. 

*  Waidsdunidt,  Ann.  Ckem,  Pharm,  clzxxviiL  245. 
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dilute  sulphuric  acid  or  caustic  potash,^  whilst  both  acids  when 
fused  with  the  latter  substance  yield  acetic  and  butyric  acids. 
It  seems  probable,  therefore,  that  the  isomerism  of  these  two 
acids  is  similar  to  that  of  crotonic  and  isocrotonic  adds. 

Ethyl-crotonic  acid  is  not  affected  by  sodium-amalgam  and 
water.  It  combines  slowly  with  concentrated  hydrobromic  acid, 
forming  bromkydro^hyl-erotanic  acid,  C^HuBrOg,  a  crystalline 
mass  melting  at  25^  and  yielding  with  sodium-amalgam  and 
water  a  fatty  acid  of  the  composition  GJ3.^0^  From  its  moile 
of  formation  this  should  be  diethylacetic  acid,  but,  as  in  some 
points  it  differs  from  this  acid,  Fittig  and  Howe  have  given  to 
it  the  provisional  name  of  hydro-ethylrcroUmic  acid. 

The  brominated  acid  easily  splits  up  in  alkaline  solution  into 
carbon  dioxide  and  a-methyl-ethyl-ethylene,  a  metallic  bromide 
being  at  the  same  time  formed. 

Ethyl-crotonic  acid  combines  with  bromine  to  form  dUbrom- 
hydro-ethyl-crotonicacid,  CgHi^^BrjO^  which  separates  from  solu- 
tion in  carbon  disulphide  in  large,  transparent  crystals,  melting  at 
SC'S.  When  heated  with  water  to  100^  brom-methyl-ethylene 
is  formed,  together  with  Jiexeric  acid,  CH,.CH(OH).C(OH) 
(C2H5).C02H.  This  latter,  which  is  an  homologue  of  glyceric 
acid,  dissolves  readily  in  water,  and  crystallizes  from  ether  in 
needles  or  rhombic  prisms,  melting  at  141°. 

Methylethylacrolein,  C^HgCH  —  C(C^)COH,  was  obtained 
by  Lieben  and  Zeisel  by  acting  on  propionaldehyde  with  a  solu- 
tion of  sodium  acetate.  It  is  a  liquid  having  a  sharp  penetrating 
odour,  boiling  at  137**,  and  combining  with  acid  sodium  sulphite 
to  form  a  crystalline  compound.  With  bromine  it  combines  to 
form  a  dibromcaproic  aldehyde.*  When  acted  on  by  acetic  acid 
and  iron  filings  it  yields,  together  with  the  corresponding  alcohol, 
propyl-methyl  alcohol  and  also  the  aldehyde  of  methyl-propyl- 
acetic  acid.  Hence  its  constitution  is  established,  and  its 
formation  is  as  follows : 

CH,  ^CH3 

CH3.CH2.CHO  +    I       =  CH3.CHj.CHi=C<(^  +   H^O. 


Ac 


30H 

75a  Hydrcmrhic  Acid,  or  Propyl-acrylic  Acid,  CH^GE^CH^CK 

=  CHCOjH,  is  formed  by  the  action  of  sodium-amalgam  and 

^  Erlenmeyer,  Ber.  Deuisch.  Chem.  Oes.  ziL  1854. 


Crlenmey( 
lofuUsck. 


'  Monatsck,  Chem.  iv. 


Digitized  by 


Google 


TERACRYLIC  ACID.  416 


water  on  sorbic  acid,  C^HgOj,  which  is  obtained  as  a  by-product 
in  the  preparation  of  malic  acid  from  mountain-ash  berries.  It 
is  a  liquid,  boiling  at  208**,  having  at  19**  a  specific  gravity  of 
0*969,  and  not  solidifying  in  a  freezing  mixture.^  On  long- 
continued  heating  the  boiling-point  rises  considerably,  without, 
however,  a  product  of  constant  boiling-point  being  obtained. 
An  acid  occurring  in  small  quantity  in  croton  oil  is  probably 
identical  with  hydrosorbic  acid.* 

On  fusion  with  caustic  potash,  hydrosorbic  acid  splits  up 
into  acetic  and  ncMinal  butyric  acids.  It  combines  with  bromine 
to  form  a  liquid  dibroracaproic  acid,  whilst  sorbic  acid  combines 
with  hydrobromic  acid  to  form  a  dibromcaproic  acid  which  forms 
large  compact  colourless  transparent  crystals,  fusing  at  68^ 
Hydrosorbic  acid  also  combines  readily  with  hydrobromic  and 
hydriodic  acids,  forming  substitution-products  of  normal  caproic 
acids,  which  are  converted  into  the  latter  by  nascent  hydrogen. 

Calcium  HydrasorbcUe,  (C^li^O^)fisk  +  HgO,  crystallizes  in  con- 
centrically-grouped needles,  which  dissolve  more  easily  in  cold 
than  in  hot  water. 

Ethyl  ffydrosorbate,  C^H^OgCCjIIg),  is  a  liquid  having  a  fruit- 
like smell,  and  boiling  at  166*'— 167^ 

In  addition  to  the  acids  above  described,  the  following  acids 

of  this  group  are  known : 

M.P.  B.P. 

*  Isopyroterebic  acid,     Liquid.      —  213* — 215* 

*  Hexylenic  acid,  Needles.     39*  — 

753  Teracrylic  Acid,  C^H^fi^,  is  obtained  by  the  dry  distillation 
of  terpentic  acid,  CgHjjO^  the  latter  being  formed  when  oil  of 
turpentine  is  oxidized  with  chromic  acid.  Teracrylic  acid  is  an 
oily  liquid,  having  an  odour  resembling,  but  pleasanter  than, 
valeric  and  caproic  acids.  It  boils  at  218*  and  does  not  solidify 
in  a  freezing  mixture.  Its  calcium  salt,  (GyR-^fi^fisk  -h  SHjO, 
crystallizes  in  long  prisms,  which  are  readily  soluble  in  cold 
water,  but  on  heating  with  water  fall  to  a  powder,  which  dissolves 
again  on  cooling.  When  the  acid  is  fused  with  caustic  potash, 
the  only  fixed  product  is  acetic  acid,  together  with  a  small 
quantity  of  an  acid  that  is  non-volatile  in  a  current  of  steam. 

^  Fittig  and  BamDger,  Ann,  ChenL  Pharm.  clxi  809  ;  Fittig,  Stahl,  Lands- 
berg,  and  EDgelhorn,  tb.  ce.  42. 

-  Schmidt  and  Berendes,  t&.  cici.  121. 

'  Lagennark  and  Eltekow,  Joum.  JStiM.  Chem,  Ge3,  xl  125  ;  Ber.  Deuttch. 
Chem.  Get.  zii.  S54. 

*  Pinner,  Ber.  Deutseh,  Chem,  Gtn,  x,lQZi, 
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When  teracrylic  acid  is  brought  into  contact  with  fuming  hydro- 
bromic  acid,  bromheptoic  acid  is  first  fonned ;  this  is,  however, 
very  unstable  and  quickly  gives  off  hydrobromic  acid,  and  yields 

.CO 
Ji^tolactone,  CgHi2<^  | 
\0 

This  is  a  colourless  liquid,  possessing  a  weak  odour,  boiUng 
at  220^  and  yielding  when  cooled  a  crystalline  mass  melting  at 
ll^  At  0°  it  dissolves  in  12  volumes  of  water;  on  warming, 
the  solution  becomes  turbid,  and  at  SO"* — 50**  the  liquid  has  a 
milky  appearance,  and  the  lactone  separates  out  in  part  in  oily 
drops,  which  dissolve  again  above  80^  On  cooling  again  to 
0**  the  same  phenomena  are  observed  in  reverse  order. 

When  the  lactone  is  boiled  with  the  hydroxides  of  the  alkali 
metals  or  of  metals  of  the  alkaline  earths,  the  salts  of  the 
corresponding  oxyheptylic  acid,  CyHj^Og,  are  formed,  but  the  acid 
itself  does  not  exist  in  the  free  state.^ 

Damaluric  Add,  isomeric  with  teracrylic  add,  has  been  found 
by  Stadeler  in  the  urine  of  man,  of  the  horse,  and  of  the  cow 
(Sa^a\^9,  heifer).  It  is  an  oily  liquid,  having  a  characteristic 
smell  resembling  that  of  valeric  acid.  The  homologue  damdic 
CLcid,  CjjHjgOj,*  is  also  found  with  damaluric  acid. 

*  Fittig  and  Krafft,  Lich,  Ann,  ccviii.  71. 

*  lAcb.  Ann.  Ixxvii.  27. 
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COMPOUNDS  CONTAINING  TEN  TO  FIFTEEN 
ATOMS  OF  CARBON. 

754  Of   these   the  following  tertiary  alcohols  having  the 

composition  C^K^fi,  ai-e  known.     They  are  obtained  in  a  way 

similar  to  their  lower  homologues : 

Sp.  Gr. 

1  AUyl  diethyl  carbinol,  C^R^iCJEL^fiOK  156'    0*8891 

*  Allyl  methyl  propyl  carbinol, 

C,H5(CH3)(C3H7)COH    159'— 160'    08486 

Alcohols  having  the  Composition  CioHg^O. 

'  Allyl  dipropyl  carbinol, 

C^B,(G^'S^\COB.  192^    0  8602 

*  Allyl  di-isopropyl  carbinol, 

C3H5[(CH3),CH]jCOH    169'— 17r    0  8671 

Amtldecatoic  Acid,  CioHigOj. 

755  The  aldehyde  of  this  acid  is  formed  together  with  other 
condensation-products,  when  valeraldehyde  is  heated,  either 
alone  or  with  zinc  clippings,  to  240°,  or  when  the  acid  is  acted 
on  with  sodium,  caustic  potash,  hydrochloric  acid  or  potassium 
carbonate.*  For  its  preparation  valeraldehyde  is  boiled  for 
some  time  with  dry  potassium  carbonate,  and  the  product 
subjected  to  fractional  distillation.* 

Amyldecaldehyde  is  an  oil  possessing  a  strong  aromatic  smell. 
It  boils  at  187"*— 19r,  and  at  0**  has  a  specific  gravity  of  0-861. 

^  Saytzew  and  Schiiokow,  Lieb.  Ann.  czcvi.  118. 

*  Z^imliaiiiciii,  Joum,  PntkL  Chem,  [2],  zziiL  268. 

•  P.  and  A.  Saytsew,  Lieb,  Ann,  cxcvi.  109. 

^  Lebedinsky,  Jtmm,  Prakt.  Chem  [2],  xxiiL  28. 

^  Borodin,  Ber.  Veutsch,  Chem,  Ge*.  ii  552  ;  y.  480  ;  lUban,  J?u{/.  Soe.  Chim, 
[2],  ziiL  24 ;  Keknle,  Ber.  Deuiach,  Chem.  Oes.  iii.  135. 
<  Gaas  and  Hell,  ib.  viiL  871. 
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By  oxidation  the  aldehyde  is  transformed  into  amyldecatoic 
acid,  which  has  ak^ady  been  described  as  isocapric  acid  (Part  L 
p.  665).  Borodin  has,  however,  found  that  it  belongs  to  the 
acrylic  series,  whence  it  follows  that  the  so-called  isocapric 
alcohol  (Part  I.  p.  665)  is  an  homologue  of  allyl  alcohol  and  has 
the  formula  CjqHjqO. 

Amyldecatoic  acid  is  an  oily  liquid,  boiliug  at  24iV'5  and  at 
0**  having  a  specific  gravity  of  09096.  It  combines  with  bromine 
forming  dibromcapric  acid,  C^^H^gBrsOj,  which  crystallizes  in 
glistening  monoclinic  prisms,  melting  at  135^^ 

Amenyl'Valeric  Add,  CioH^gOg,  was  obtained  by  FrShlich  and 
Geuther,  together  with  other  products,  by  the  action  of  carbon 
monoxide  on  sodium  amylate  at  210^  It  is  a  thick  oily  hquid, 
possessing  a  characteristic  smell,  and  boiling  at  268** — 270'.' 

Undecylenic  Acid,  CyHa^Oj,  is  formed,  together  with  oenanthol, 
when  castor-oil  is  distilled  under  reduced  pressure  (Part  I.  p.  647). 
It  forms  a  crystalline  mass  melting  at  24''*5.  Under  ordinary 
pressure,  it  boils  with  slight  decomposition  at  295**,  but  distils 
unchanged  under  a  pressure  of  90  mm.  at  198**— 200^  It  com- 
bines with  bromine,  forming  dibromundecylic  acid,  CuHj^BrjOj, 
and  on  heating  with  hydriodic  acid  is  transformed  into  undecylic 
acid  (Part  I.  p.  667).  When  fused  with  caustic  potash  it  splits 
up  into  acetic  and  nonoic  acid,  whilst  fuming  nitric  acid  oxidizes 
it  to  sebacic  acid.' 

Cimicie  Acid,  CigH^gOg,  is  contained  in  the  exceedingly  dis- 
agreeably smelling  liquid,  ejected  as  a  defence  by  the  grey  leaf- 
bug  (Bhapigaster  puncti  pennis)  belonging  to  the  genus  cimex. 
It  crystallizes  from  ether  in  prisms  united  in  stellar  forms, 
melts  at  44^  and  is  difficultly  soluble  in  alcohol^ 


THE  OLEIC  ACIDS. 

756  The  higher  members  of  this  group  of  acids  occur  as  gly- 
cerides  in  various  oils  and  fats.  They  do  not  volatilize  without 
decomposition,  and  are  distinguished  from  the  corresponding  fatty 
acids,  inasmuch  as  their  lead  salts  are  soluble  in  ether.  Another 
characteristic  reaction  is  that  they  are  transformed  by  a  small 

*  Hell  and  Schoop,  Ber.  Deutsch.  Chem.  Ota.  zii.  193. 
'  Lieb.  Ann,  ccii.  294. 

»  Krafft,  Ber.  Dmtseh.  Chem.  Oea,  x.  1084  ;  Becker,  ib.  xi.  1412. 

*  Cariiis,  Ann.  Chem.  Pharm,  cxiv.  147. 
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quantity  of  nitrogen  trioxide  into  isomeric  acids  possessing  a 
higher  melting  point.  Their  glycerides,  also,  undergo  a  similar 
change ;  and  this  explains  why  oil  of  almonds,  olive  oil,  &c., 
solidify  when  treated  with  nitrogen  trioxide. 

Hypogmic  Acid,  G^fi^O^  was  found  by  Gossmann  and 
Scheven,  together  with  palmitic  and  arachidic  acid  in  earth-nut 
oil,^  which  is  used  as  a  substitute  for  olive  oil,  and  is  obtained 
from  the  seeds  of  Arachis  hypogoM,  Hypogseic  acid  may  be 
prepared  by  decomposition  of  the  lead  salt;  or  the  oil  is 
saponified  with  weak  soda  ley,  the  free  acids  extracted  from  the 
soap,  and  these  dissolved  in  the  smallest  possible  quantity  of 
hot  alcohol.  On  cooling,  part  of  the  fatty  acids  separate  out 
The  filtrate  is  evaporated  in  hydrogen,  and  the  residue  treated 
again  as  above  until  no  further  separation  of  crystals  occurs  on 
cooling,  and  the  solution  is  then  evaporated.^  HypogsBic  acid 
forms  colourless  needle-shaped  crystals,  which  melt  at  33**  and 
dissolve  very  readily  in  alcohol.  It  combines  with  a  molecule 
of  bromine,  and  is  converted  in  contact  with  nitrogen  trioxide,'  ^ 
or  by  heating  with  common  nitric  acid  (Schroder),  into  gaeidinie 
acid,  a  crystalline  mass,  which  melts  at  39^  is  readily  soluble 
in  alcohol,  and,  like  its  isomeiide,  combines  with  bromine. 

Isomeric  with  these  acids,  also,  is  physetoleic  acid,  which  is 
contained  in  the  spermaceti  oil  found  in  cavities  in  the  head 
of  the  sperm-whale  (Physeter  macrocephaltia).  This  melts  at 
SO"*,^  and  on  distillation  does  not  yield  sebacic  acid,  as  is  the  case 
with  hypogseic  acid  (Caldwell  and  Gossmann). 

757  Oleic  Add,  CjgHj^O,.  This  acid  was  discovered  by  Chevreul, 
although  Gottlieb  first  obtained  it  in  the  perfectly  pure  state, 
and  ascertained  its  formula.^  It  occurs  as  triolein  in  most  liquid 
and  solid  fats,  such  as  non-drying  oil,  almond  oil,  olive  oil,  cod-liver 
oil,  &c.,  being  contained  in  these  bodies  in  large  quantities,  and 
it  is  also  found  in  the  fat  of  the  goose,  as  well  as  in  lard.  The 
acid  obtained  from  the  latter  was  considered  by  Bromeis  to  be  a 
distinct  one,^  but  Gottlieb  and  Heintz  showed  that  it  is  identical 
with  oleic  acid.^  This  is  also  the  case  with  the  benic  acid 
found  by  Walter  in  behen-oil  (Moringa  aptera)  and  to  which 
he  gave  the  formula  of  CjgHjgOg,®  but  Zalesky  showed  that  this 

*  Ann  Chem,  Pharm,  xciv.  230. 

'  Schroder,  Ann,  Chem.  Pharm.  cxliii.  22. 
>  Caldwell  and  Gdesmann,  tb.  xcix.  807. 

*  Hofstadter,  Ann,  Ckem.  Pharm,  xcu  177. 

*  Ih.  Ivii.  38.  •  Ann.  Ch'm.  Pharm.  xlii.  56. 
'  Pogg.  Ann,  Ixxxiii.  655  ;  Ixxxix.  683 ;  xr.  Uu. 

'  Ann,  Chan.  Pharm.  Ix.  271. 
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is  impure  oleic  acid.^  Oleic  acid  also  exists  in  the  difiereBt 
varieties  of  tallow  and  other  solid  £its,  and  is  obtained  in  large 
quantities  as  a  by-product  in  the  manufacture  of  stearin  candles. 

Gottlieb  obtained  the  pure  acid  by  saponifying  almond  od 
with  potash  solution,  decomposing  the  soap  with  hydrochloric 
acid,  and  heating  the  resulting  mixture  of  acids  with  lead  oxide 
for  some  hours  to  100''.  From  the  mixture  of  lead  salts  thus 
obtained,  the  lead  oleate  is  separated  by  exhaustion  with  ether, 
and  the  solution  is  then  shaken  up  with  hydrochloric  acid. 
Impure  oleic  acid  is  obtained  fi*om  the  filtrate  by  evaporating 
off  the  ether.  This  acid  is  dissolved  in  ammonia,  and  a  solution 
of  barium  chloride  added,  when  barium  oleate  is  precipitated, 
and  this  is  purified  by  recrystallization  from  alcohol,  and  then 
decomposed  by  tartaric  acid. 

Olive  oil,  lard,  or  commercial  oleic  acid,  may  be  used  instead 
of  almond  oil,  and  the  acid  separated  firom  the  lead  salt  may 
be  purified  by  cooling  to  between  -  6  and  —  7,  when  the  add 
crystallizes;  the  liquid  impurities  are  removed  by  subjecting  to 
strong  pressure,  and  these  operations  of  cooling  and  pressing 
repeated  until  a  pure  product  is  obtained  (Bromeis). 

If  the  commercial  oleic  acid  has  been  recently  prepared,  and 
therefore  contains  but  little  products  of  oxidation,  it  is  cooled 
down  to  0"*  in  order  to  separate  stearic  and  oleic  acids;  the 
liquid  is  pressed  out,  and  then  by  the  process  last  described 
a  tolerably  pure  acid  may  be  obtained. 

Properties.  Oleic  acid  is  a  colourless  oil,  which  on  cooling 
solidifies  to  brilliant,  colourless,  and  tasteless  needles  melting 
at  14^  Their  alcoholic  solution,  when  pure,  has  a  neutral 
reaction  (Gottlieb).  Pure  oleic  acid  is  moderately  stable,  but 
the  impure  acid  readily  absorbs  oxygen,  becomes  yellow 
coloured,  and  acquires  an  acid  reaction  and  rancid  odour. 

When  heated  with  amorphous  phosphorus  and  fuming 
hydriodic  acid  to  200° — 210^  it  is  converted  into  stearic  acid.* 
On  fusion  with  caustic  potash  it  splits  up  into  acetic  and 
palmitic  acids.^  This  reaction  is  now  used  for  the  preparation 
of  the  latter  acid  on  the  large  scale.^  Nitric  acid  oxidizes  it 
with  formation  of  acids  of  the  fatty  and  of  the  oxalic  series* 
and  on  dry  distillation  it  yields  acetic,  caprylic,  capric,  and  seba- 
cic  acids,  hydrocarbons  and  carbon  dioxide.    It  may,  however, 

»  Ber.  Deutsche  Cfunn.  Oes.  vii.  1018.        »  Goldschmidt,  Jiahresb.  1876,  579. 
•  Varrentrapp,  Ann.  Chem.  Pkarm,  xxxv.  196. 
^  Carpenter,  Joum.  Soe,  Chem,  Ind.  ii.  98. 
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be  distilled  in  a  curreot  of  superheated  steam  at  250''  without  de- 
composition.^ It  combines  with  bromine  to  form  a  dibromstearic 
add,  Ci8H3^Br20j,  a  thick  yellow  oil,  having  a  fruit-like  odour.^ 

Sodium  Oleate,  C^gH^jNaOj,  is  a  constituent  of  hard  soap 
(Part  I.  p.  690).  The  salt  prepared  from  pure  oleic  acid  can 
be  crystallized  from  absolute  alcohol,  but  not  from  aqueous 
alcohol  or  from  the  syrupy  solution  in  water  (Varrentrapp). 
The  potassium  salt  forms  a  transparent  jelly,  and  is  decomposed 
by  a  large  quantity  of  water  into  caustic  potash  and  the  in- 
soluble acid  salt  Barium  Oleate,  (Ci8H3302)2Ba,  is  insoluble  in 
water,  difl&cultly  soluble  in  boiling  spirit,  and  forms  a  snow-white, 
light,  crystalline  powder.  Lead  Oleate,  (C^H3302)2Pb,  is  a  light, 
white  powder,  which  melts  at  80"*  to  a  yellow  oil,  and  this  on 
cooling  forms  a  brittle,  translucent  mass. 

758  The  glycerides  of  oleic  acid  were  obtained  by  Berthelot  by 
a  method  similar  to  that  employed  in  the  preparation  of  the 
glycerides  of  the  fatty  acids.'  Monoldn  and  diolein  are  oily 
liquids,  which  on  cooling  solidify  to  a  crystaUine  mass. 

Triolein,  (Ci8H330,)3C8H5,  is  obtained  by  heating  glycerol  with 
an  excess  of  oleic  acid  to  240''.  It  may  also  be  prepared  from 
almond  oil  or  olive  oil,  by  cooling  down  to  0*,  reinoving  the 
liquid  part  from  the  glycerides  of  the  fatty  acids  by  pressure, 
and  dissolving  in  three  times  its  volume  of  hot  alcohol,  and 
again  cooling  down  to  0*,  or,  better,  a  few  degrees  below  0*, 
when  still  more  of  the  glycerides  separate  out.  The  alcohol 
is  then  distilled  off,  and  the  residue  washed  free  from  adhering 
alcohol  by  water.  A  still  purer  triolein  is  obtained,  according  to 
Kerwyck,  from  cold-pressed  olive  oil  by  allowing  it  to  stand 
twenty-four  hours  over  caustic  soda  solution,  with  frequent 
shaking,  by  which  means  the  glycerides  of  the  fatty  acids  are 
chiefly  saponified.  The  soap  thus  produced  is  removed  by  dilute 
alcohol,  and  the  triolein,  which  has  the  usual  yellow  colour,  is 
then  decolorized  by  animal  charcoal.^ 

Triolein  is  an  oily  neutral  liquid  devoid  of  taste  and  smell. 
It  can  be  distilled  in  a  vacuum,  and  solidifies  below  0^  When 
exposed  to  the  air  it  takes  up  oxygen  and  becomes  acid  and 
rancid. 

Oleic  acid  dissolves  in  concentrated  sulphuric  acid  to  a  colour- 
less solution,  a  sulphonic  acid  being  formed.    This  was  termed 

^  Bolley  and  Borgmann,  Zeitseh.  Chem.  1866,  187. 

•  Burg,  Joiim.  Prakt,  Chem,  xciiL  227  ;  Overbeck,  Anrt.  Chem.  Phami.  cxl.  48. 

*  Ann.  Chim,  Phyn,  [3],  xlL  243.        «  Kolbe-Meyer,  Lehrh.  Org,  Cficm.  iL  25. 
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by  Fremy  olein^sulphuric  acid,  but  he  did  not  succeed  in  obtain- 
ing it  pure.  He  found  also  that  when  two  parts  of  olive  oil 
and  one  part  of  sulphuric  acid  are  brought  together,  the  mixture 
being  well  cooled,  and  after  twenty-four  hours  decomposed  with 
water,  an  oily  layer  separates,  which  consists  of  the  sulphonic 
acids  of  oleic  acid  and  margaric  acid  (palmitic  and  stearic  acids), 
whilst  the  aqueous  solution  contains  the  excess  of  sulphuric 
acid  and  glycerol-sulphuric  acid.^  Mercer  and  Greenwood  long 
ago  proposed  the  use  of  this  sulpho-acid  in  place  of  olive  oil  in 
the  Turkey-red  industry,  and,  later,  John  Lightfoot  introduced 
the  use  of  the  sodium  salt  in  calico-printing,  as  a  "  prepare " 
for  cloth  for  steam  colours,  the  effect  being  to  heighten  and 
brighten  the  tints.* 

Lightfoot  stated  that  other  oils  may  also  be  used  for  this 
purpose,  and  at  the  present  day  castor  oil  is  much  used. 

759  Elaidio  Add.  Boyle,  in  1661,  mentions  that  olive  oil  and 
almond  oil  both  become  thick  when  acted  upon  by  fuming  aqua 
fortis,  and  other  chemists  observed  that  nitrous  vapours  produce 
the  same  effect.  These  observations  were,  however,  entirely 
forgotten  until  a  Marseilles  apothecary,  Poutet,  noticed  in 
1819  that  *  olive  oil  becomes  solid  when  shaken  up  with  a 
solution  of  mercury  in  nitric  acid,^  and  on  this  observation  he 
founded  a  method  for  detecting  the  adulteration  of  olive  oil 
with  foreign  oils ;  but,  later,  Boudet  and  Lescalier  pointed  out 
that  other  oils  also  give  a  similar  reaction  with  the  mercuiy 
solution,  and  that  this  cannot  be  used  for  the  detection  of 
adulteration  in  olive  oil.  Felix  Boudet,  following  up  Poutet's 
observation,  found  that  the  mercury  solution  only  acts  as 
described  when  it  contains  free  nitrous  acid.  He  further 
established  the  fact  that  a  new  body  is  formed  in  this  reaction, 
and  to  it  he  gave  the  name  of  elaidin,  and  this  he  considered 
to  be  a  compound  of  glyceryl  oxide  with  a  new  acid  which 
he  termed  elaidic  add,^  This  was  then  further  examined  by 
Laurent,*  Boudet  and  Pelouze,'  and  Meyer/  the  last-named  pre- 
paring it  from  oleic  acid.  Its  correct  formula  was,  however,  first 
established  by  Gottlieb.® 

For  its  preparation,  nitrous  fumes  are  passed  for  a  few  minutes 
into  pure  oleic  acid  which  is  kept  cold,  and  this  in  about  half 

1  Ann.  Ckim,  Phya.  [2],  Ixv.  113.  •  Patent  Na  769, 1864. 

•  Ann,  Ckim,  Fhya.  xii.  58.  *  Ann.  Cham.  Pharvu  ir.  1. 

•  lb.  xxviii.  253 ;  Ann.  Chim.  Phya.  Ixv.  294. 

•  Ann.  Chem.  Phami.  xxix.  41.  '  lb.  xxxv.  174.  »  lb.  Ivii.  52. 
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an  hour  solidifies  to  a  mass  consisting  of  large  plates.  This  is 
then  washed  with  boiling  water  and  purified  by  recrystallization 
from  alcohol  It  crystallizes  in  large  pearly  plates,  resembling 
benzoic  acid,  melts  at  44° — 45*,  and  at  a  higher  temperature 
distils,  almost  without  decomposition.  It  has  a  strongly  acid 
reaction,  combines  readily  with  bromine,  and  when  fused  with 
caustic  potash  splits  up  into  acetic  and  palmitic  acids  (Meyer, 
Varrentrapp),  whilst,  when  heated  with  phosphorus  and  hydriodic 
acid,  it  is  transformed  into  stearic  acid  (Ooldschmidt). 

In  the  fused  state  it  quickly  absorbs  oxygen,  and  in  the  course 
of  a  couple  of  weeks  65  per  cent,  of  it  is  changed  into  a  semi- 
fluid yellow  mass,  smelling  of  poppy-oil. 

Since  solid  elaidic  acid  is  so  readily  obtained  from  liquid  oleic 
acid,  it  has  been  proposed  to  prepare  it  on  the  large  scale  for 
making  candles,  but  the  idea  has  not  as  yet  been  practically 
carried  out.' 

Sodium  MaldcUe,  C^HjjNaOg,  crystallizes  from  alcohol  in 
light  laminse,  having  a  silvery  lustre.  Its  dilute  aqueous 
solution  becomes  turbid  and  alkaline  on  standing,  scales  of  the 
acid  salt  separating  out  (Boudet,  Laurent,  Meyer).  Thepotassium 
salt  forms  gUstening  needles  (Boudet);  the  barium  salt  and 
the  lead  salt  are  white  precipitates  (Meyer). 

By  heating  silver  bromstearate  with  water,  Oudemanns 
obtained  an  acid  which  is  isomeric  with  elaidic  acid,  but  dissolves 
more  readily  in  alcohol  It  forms  an  amorphous  mass,  melting 
at  35°.« 

760  DoeglicAGid,  CigHj^Og.  The  glyceride  of  this  acid  forms, 
according  to  Scharling,  the  principal  part  of  the  doegling  train- 
oil  (from  the  bottle-nosed  whale,  Balaena  rostrata).  The  acid 
is  a  yellow  oil,  which  solidifies  on  cooUng.' 

Erudc  Add,  C22H42O2,  occurs  in  the  fatty  oil  of  white  and 
black  mustard,*  in  rape-seed  oil,*  and  in  grape-seed  oiL®  For 
its  preparation  the  rape-seed  oil  is  boiled  with  water  and  lead 
oxide,  and  the  lead-soap  extracted  with  cold  ether,  when  the 
solution  contains  chiefly  an  acid  which  has  not  been  closely 
examined,  and  to  which  the  name  sinoleic  acid  has  been  given.^ 
The  residual  lead  salt  is  decomposed  with  alcoholic  hydrochloric 
acid.     Erucic    acid  forms  long  thin  glistening  needles^  which 

*  Ber.  BfUw,  Chem,  Ind,  ii.  499.  "  Jnum.  PraM,  Chem.  Ixzxix.  193. 

•  Joum.  Prakt.  Chem.  xliii.  257.  *  Darby,  Ajuu  Chenu  Fharm.  Ldx.  1. 

*  Websky,  Jmm.  PraJU,  Chem,  Iviii.  449. 

•  Fitz,  Ber.  Deut9ch.  Chem,  Oes,  iv.  442. 

'  Darby ;  Stadeler,  Ann  Chem.  Phann  Ixxxvii.  153. 
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melt  at  34^  When  fused  with  potash  it  splits  up  into  arachic 
acid  and  acetic  acid.  Nitrogen  trioxide  or  dilute  nitric  acid^ 
transforms  it  into  brassidic  or  eruddie  acid,  which  crystallizes 
from  alcohol  in  laminsB  which  melt  at  56°.  On  heating  with 
hydriodic  acid  and  phosphorus,  it  is  reduced,  as  is  also  erucic 
acid,  to  behenic  acid,  CjgH^O^  (Goldschmidt). 


RiciNOLEic  Acid,  CigH^^Oy 

761  This  acid,  although  it  does  not  belong  to  the  foregoing  group, 
is  intimately  connected  with  it.  It  occurs  as  glyceride  in  castor 
oil,*  together  with  small  quantities  of  tripalmitin  and  tristearin, 
and  in  the  oil  obtained  from  the  seeds  of  JcUrap/ia  Curcas  (Ourcas 
purgam)?  It  is  prepared  from  castor  oil  by  a  process  similar 
to  that  by  which  oleic  acid  is  obtained  from  olive  oil ;  *  or  more 
simply,  castor-oil  soap  is  fractionally  precipitated  by  means  of 
calcium  chloride,  the  first  fraction  (about  one-third  of  the  whole) 
set  aside,  and  the  later  fractions  twice  crystallized  from  alcohol 
A  pure  calcium  ricinoleate  is  thus  obtained,  which  is  then 
decomposed  with  hydrochloric  acid.* 

Eicinoleic  acid  is  a  thick  oily  liquid,  which  solidifies  below 
0",  and  mixes  in  every  proportion  with  alcohol  and  ether.  Its 
alcoholic  solution  has  an  acid  reaction,  an  unpleasant  persistent 
acrid  taste,  and  it  does  not  oxidize  in  the  air.  As  has  abeady 
been  described,  it  decomposes  on  heating  with  alkalis,  into 
methylhexyl  carbinol  and  sebacic  acid,  and  on  distillation  under 
diminished  pressure  yields  oenanthol  and  undecylic  acid.  It 
combines  with  bromine,  and  when  acted  on  with  iodine, 
phosphorus  and  water,  is  transformed  into  ioddearidic  add, 
CigHjglOg,  a  yellow  oil,  which  on  heating  with  hydrochloric 
acid  and  zinc  filings  yields  stearic  acid  (Claus  and  Hassenkamp). 

When  castor  oil  is  treated  with  alcoholic  ammonia,  ricinolamide, 
C^gHgjOgCNHg)  is  formed ;  ^  it  is  a  white  crystalline  mass  which 
melts  at  66**,  and  is  decomposed  by  hydrochloric  acid  into  ricinoleic 
acid  and  sal-ammoniac.^ 

'  Haussknecht,  Ann,  Cfiem.  Pharm,  cxliii.  41. 
a  Bossy  and  Lecanu,  Joum,  Pharm,  xiii,  67. 

>  Bouis,  Compt,  Rend,  zxxix.  923  ;  Amandon  and  XTbaldini,  JtOnnsb.  1S5S, 
536  ;  Silva,  Compt,  Bend.  Ixvii.  1261. 

*  Saalmiiller,  Ann.  Chem.  Pharm,  Iziv.  108 ;  Svan'berg  and  Eolmodin,  Jcvrn. 
Prakt.  Chem,  xlv.  481. 

*  Claus  and  Hassenkamp,  Ber,  Deutaeh.  Chein.  Ges,  ix.  1961. 

*  Bonllay,  Compt.  Bend,  xxxii.  223. 

'  Bonis,  Ann,  Chim,  Phys,  [3],  xUv.  96. 
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On  dissolving  castor  oil  in  sulphuric  acid  a  sulphonic  acid 
is  produced.  A  solution  of  its  ammonium  salt  mixed  with  that 
of  sulphopyroterebic  acid  is  used  in  commerce  under  the  name 
of  Turkey-red  oil,  and  is  used  in  Turkey-red  dyeing  and  in 
calico-printing.  Castor  oil  also  dissolves  readily  in  soda-ley,  and 
such  a  solution,  known  in  commerce  as  "  soluble  oil,"  is  used  as 
a  "  prepare "  in  calico-piinting.  Castor  oil  is  likewise  used  in 
the  manufacture  of  soap. 

Ridnelaidic  Add  is  obtained  by  the  action  of  nitrogen  trioxide 
on  ricinoleic  acid,^  and  is  also  produced  when  this  acid  is  heated 
with  ordinary  nitric  acid.*  It  crystallizes  from  alcohol  in  silky 
glistening  needles  united  in  tufts,  which  melt  at  50**.  With 
bromine  and  caustic  soda  it  exhibits  reactions  corresponding 
to  those  of  ricinoleic  acid.* 


TRIBASIC  ACIDS,  C„Hto-i(C02H)3,  AND  COM- 
POUNDS  RELATED  THERETO. 

76a  MethenyUTricarhoxylic  Acid,  CK{Q0^2>  ^  not  known  in 
the  free  state.  Its  ethyl  salt  is  obtained  by  the  action  of  ethyl 
chloroformiate  (ethyl  chlorcarboxylate)  on  pure  sodium  malonic 
ether.  It  is  a  pleasantly-smelling  liquid,  which  distils  between 
254**  and  260^  and  is  decomposed  by  potash  solution  with  for- 
mation of  potassium  malonate,  potassium  carbonate,and  alcohol.^ 

Ethenyl  Tricarboxylic  Add,  C^Yl^{GO^s,  is  obtained  in  a 
similar  way  from  ethyl  chloracetate : 

CO^-C^H,  CO,.CA 

CHNa        +  ClCH2.CO2.CgH5  =  CH.CH2.CO2.C2H5  +  NaCl. 

CO^AHs  COg-C^H, 

The  ethereal  salt  thus  obtained  is  a  liquid  boiling  at 
275** — 280*.  The  acid  prepared  from  it  crystallizes  in  colourless 
prisms,  fusing  at  159V  with  evolution  of  carbon  dioxide,  and 
when  the  heat  is  continued  sufficiently  long  only  succinic  acid 
is  left  behind. 

*  Boudet,  Playfeir,  Arm,  Chem,  Pharm,  be.  322. 
«  Ulrich,  ZeUseh,  Chem.  1867,  548. 

•  Koch,  Ann,  (Them.  Pharm,  cxix.  174. 

*  Conrad,  Ber,  Deutaeh,  Chem.  Ges,  xii.  762. 

•  Bischoff,  Ann,  Chem.  Pharm,  ccziv.  68. 


Digitized  by  VjOOQ  IC 


426  p-METHYLETHENYLTRICARBOXYLIC  ACID. 

The  same  acid  is  obtained  when  ethyl  chlormalonate  acts  upon 
ethyl  iodomalonate,  (uetylenMetracarboxylic  acid,  CgH^CCO^H)!^ 
being  produced:^ 

CgH,.C02v.  /CO2.C2H5 

>CHCl  +  NaHC 

C2H5.OO2V  /CO2.O2H5 

>CH-CH  +    Naa 

C,H,.CO/  \CO,.C,H, 

This  ethereal  salt  forms  glistening  white  needles,  which  melt 
at  76^  It  boils  at  305°,  and  is  decomposed  by  potash  solution 
with  formation  of  ethenyl-tricarboxylic  acid. 

By  the  action  of  chlorine  on  the  ethyl  salt  of  this  acid,  dhyl 
mov^hlordhenyl'tricarboxjflate,  C2H2C1(C02.C2H5)8,  is  obtained, 
which  boils  with  partial  decomposition  at  290**,  and  by  prolonged 
heating  with  hydrochloric  acid  is  transformed  into  fiimaric 
add: 

CH..CO..aH.  CKCO-H 

I  +    SH^O    =    II  + 

:ci(C02.C2H^2  CH.CO2H 

CO2    +    HCl    +    SCjHjOH. 


k 


When  the  chlorinated  ethyl  salt  is  saponified  with  potash, 
inactive  malic  acid  is  produced,  identical  with  that  obtained  by 
Loydl  from  fumaric  acid.* 

By  the  action  of  sodium  ethylate  and  propyl  iodide  on  the 
ethyl  salt  of  ethenyl-tricarboxylic  acid  it  is  converted  into  the 
ethyl  salt  of  propyl-ethenyl-tricarboxylie  acid,  C^YLj{GOfi)fiEf> 
COgH,  which  boils  with  decomposition  at  280^  The  acid  ob- 
tained from  this,  crystallizes  in  glistening  needles,  which  melt  at 
148**  and  decompose  when  further  heated  into  propyl-succinic 
acid  and  carbon  dioxide.^ 

/3'Methyl'ethe7iylTrica7ioxylicA(yid,CB^£iaL(^^ 
The  ethyl  salt  of  this  acid  is  obtained  by  acting  with  ethyl 
brompropionate  on  ethyl  sodomalonate,  and  is  a  liquid  which 
boils  at  270°,  and  is  readily  saponified  by  potash  solution.    The 
free  acid  forms  a  glistening  crystalline  mass,  which  melts  at 

*  Conrad  and  Biachoff,  Ann,  Chen,  Pharm.  ocziv.  68. 

*  Bischoff,  Ann.  Chem,  Pharm.  ccxv.  44. 
»  Waltz,  ib,  ccxiv.  68. 
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142%  and  on  longer  heating  splits  up  into  pyrotartaric  acid  and 
carbon  dioxide.^ 

763  Desoxalic  Acid,  or  IHoxyethenyltricarbaxylic  Acid, 
C^U(PB)2(C0JS)^  was  discovered  in  1861  by  Lowig,  who 
obtained  its  ethyl  salt  by  the  action  of  sodium-amalgam 
on  ethyl  oxalate,  and  from  this  he  prepared  the  free  acid.  He 
pointed  out  that  its  solution  splits  up  on  heating  into  racemic 
acid  and  carbon  dioxide,  this  forming  the  first  instance  of  the 
synthesis  of  a  higher  organic  acid  by  reduction  of  oxalic  acid. 
In  this  reaction  other  products  are  obtained  in  addition  to 
ethyl  desoxalate.  Amongst  these  Lowig  noticed  a  substance 
which  possesses  a  sweet  taste,  is  decomposed  by  means  of 
yeast  into  alcohol  and  carbon  dioxide,  and  also  exhibits  other 
properties  characteristic  of  an  optically  active  sugar,  but  he 
did  not  examine  it  further.' 

According  to  Brunner  the  first  action  of  sodium-amalgam 
on  ethyl  oxalate  is  to  produce  the  ethyl  salt  of  an  acid  having 
the  composition  C^Hfig,  and  the  solution  of  this  on  evaporation 
decomposes  into  racemic  acid  and  glyoxylic  acid,  whilst  when 
the  ethyl  salt  is  saponified  with  potash  solution  or  the  potassium 
salt  is  decomposed  with  acetic  acid,  Lowig  s  acid  is  formed.^ 
Klein  was,  however,  unable  to  confirm  these  observations,  but 
obtained  the  same  results  as  Lowig.^ 

To  prepare  desoxalic  acid,  equal  volumes  of  a  three  per-cent. 
sodium  amalgam  and  of  ethyl  oxalate  are  brought  into  a  cylinder, 
kept  cold  by  water,  and  shaken  together  frequently.  The 
product  is  exhausted  with  ether,  and  the  solution  shaken  up 
with  small  quantities  of  water.  The  ether  is  then  distilled 
ofif  and  the  residue  allowed  to  stand  until  the  ethyl  desoxalate 
has  crystallized  out.  This  is  then  decomposed  with  potash 
solution,  the  solution  rendered  faintly  acid  with  nitric  acid,  and 
then  precipitated  with  lead  nitrate.  The  washed  lead  salt  is 
decomposed  with  sulphuretted  hydrogen  and  the  solution  of  the 
acid  thus  obtained  is  evaporated  over  sulphuric  acid. 

Desoxalic  acid  crystallizes  with  one  molecule  of  water  of 
crystallization.  It  is  very  deliquescent  and  dissolves  readily  in 
alcohol.  When  its  aqueous  solution  is  heated  to  45%  it  evolves 
carbon  dioxide,  and  this  decomposition  proceeds  rapidly  when 

^  Bifichoff,  Ber.  Deutseh,  Chen,  Ge$.  ziiL  2165 ;  Bbchoff  and  Gnthzeit,  t&  ziv. 
614. 
>  Joum.  Prakt  Chem.  Ixxxiii.  129  ;  Ixxzir.  1. 
a  Ber.  Deuiach.  Chem,  Ges,  iii.  974  ;  xil.  542. 
*  Jawm,  Prakt,  Chein.  [2],  xx.  146. 
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the  liquid  is  boiled,  an  acid  being  formed  which  has  been 
supposed  to  be  racemic  acid,  but  which  is  doubtless  the  very 
similar  glycotartaric  acid : 


CH(OH)COaH  CH(OH)COjH 

{OH)(C02H)2  CH(0H)C02H. 


k 


Normal  Potassium  2>e5amia^«,  CgHjOgKg,  remains  on  evaporat- 
ing its  solution  as  a  gum-like  mass,  which  on  standing  over 
sulphuric  acid  becomes  crystalline.  When  its  solution  is  super- 
saturated with  acetic  acid,  the  acid  salt,  C^H^OgK^,  separates 
out  after  some  time  in  brilliant,  white,  hard,  crystalline  crusts. 

The  desoxalates  of  calcium,  barium,  lead,  and  silver  are 
white  precipitates. 

Ethyl  Desoxalate,  C^Kfi^(Gfi^^,  separates  from  its  solution 
in  warm  water  in  large  glistening  triclinic  crystals,  which  melt 
at  85*,  are  odourless,  and  have  a  purely  bitter  taste.  When 
heated  for  some  time  to  140"* — 150**  it  is  converted  into  an  oily 
liquid  which  does,  not  solidify  on  cooliug,  and  has  an  exceed- 
ingly bitter  taste.  This  modification  is  also  contained  in  the 
mother-liquor  from  the  crystals  which  have  been  deposited. 
On  treatment  with  bases  it  yields  salts  identical  with  those 
prepared  from  the  crystalline  variety. 

When  heated  with  acetic  anhydride,  ethyl  diacetyl-desoxakte, 
CJ3,(p.G^B.fi)^{C0^,G^Ti^\,  is  obtained,  as  an  oily  liquid 
possessing  a  very  bitter  taste. 

764  Propenyl  Tricarboxylic  Acid,  CsH5(C02H)s,  was  first  ob- 
tained by  Dessaignes^  by  the  action  of  nascent  hydrogen  on 
aconitic  acid,  C3Hg(C02H)3.  Soon  afterwards  Maxwell  Simpson 
prepared  an  acid  of  the  same  composition  synthetically,  by  con- 
verting propenyl  tribromide  into  the  corresponding  cyanide,  and 
decomposing  this  by  heating  with  potash  solution.^  Eekul^  put 
forward  the  supposition  that  Simpson's  acid  is  identical  with 
that  of  Dessaignes,  and  termed  it  carballylic  add.  Wichelhaus 
then  proved  the  correctness  of  Kekul^'s  view,'  and  Simpson, 
who  investigated  the  acid  more  closely,  altered  its  name  to 
tricarballylic  acid.* 

This  acid  is  also  formed  when  allylene  dichloride,  CjH^Cl,,  is 
heated  with  alcohol  and  potassium  cyanide  and  the  product 

*  Ann.  Chem,  Pharm.  Snppl.  ii.  188. 

*  Ann.  CJvem.  Pharm,  cxxviii.  351. 

»  lb.  cxxxii.  61.  *  lb.  cxzxvL  272. 
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decomposed  with  potash,^  and  it  may  be  obtained  in  the  same 
way  from  the  ethyl  salt  of  chlorcrotonic  acid.*  It  is  obtained, 
further,  by  means  of  the  acetoacetic  ether  reaction.  When  the 
sodacetacetate  is  treated  with  ethyl  chloracetate,  ethylaceto- 
succinate  (p.  189)  is  formed,  and  the  sodium  compound  of  this 
is  transformed  by  ethyl  chloracetate  into  ethyl  acetotricarballylcUe, 
CH8.CO.C8H4(C02.C2H5)8.  This  is  a  liquid  which  is  readily 
decomposed  by  caustic  potash  or  baryta-water  as  follows :  ^ 

CH3.CO.C.COJ.C2H5    +    4K0H    =    CH,.CO.OK    + 

CH^C0,.C^5 
CHg-COgK 

CH.CO2K    +    3C2H,.OH. 

CHjCOjK 


The  above-mentioned  ethereal  salt  of  ethenyltricarboxylic 
acid  (p.  425)  contains  an  atom  of  hydrogen  which  is  replaceable 
by  sodium ;  if  the  sodium  compound  be  then  treated  with 
ethyl  chloracetate,  the  salt  of  isoallylene'teiracarboxj/lic  add, 
CgH^CCOjH)^,  is  obtained,  which  crystallizes  in  large  prisms, 
and  decomposes  at  151°  into  tricarballylic  acid  and  carbon 
dioxide :  * 

CH2.CO2H         CH2,C02H 
^\C0'h     =    CH.CO,H    +    COj, 
CH2.CO2H         CH^COgH 

Tricarballylic  acid  is  frequently  found  as  calcium  salt, 
together  with  aconitic  acid  and  citric  acid,  C8H^(OH)(C02H)j, 
in  the  deposit  in  the  stills  used  in  beet-sugar  works.^ 

It  forms  rhombic  crystals  readily  soluble  in  water  and 
alcohol,  and  melting  at  158^  It  is  not  attacked  by  nitric  acid, 
and  on  heating  part  of  it  sublimes  without  decomposition. 

1  Clans,  ih,  clxx.  131.  2  Claus,  ih,  cxci.  63. 

•  Miehle,  Ann.  Ch^m.  Pharm.  cxc.  322. 

•  Conrad,  Bcr.  Beutsch.  Chem.  Gen.  xiii.  2168. 

•  Vou  Lippraann,  Ber.  DetUsch.  Chem,  Gea.  xi.  707  ;  xiL  1649. 
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CITRIC  ACID,  CeHgOy. 

765  The  acid  contained  in  lemon  juice,  the  existence  of  which 
must  have  been  ncftioed  in  very  early  times,  was  first  distinctly 
mentioned  by  a  chemist  in  the  thirteenth  century.  In  his 
Speculum  Naturcde  Vincentius  Bellovacensis  says:  " Solutiva 
corporum  muUa  sunt,  iU  aqua  limonum,  vel  pomorum  eitrinorum, 
qtuB  dicuntur  mdangoli,  vel  orangii,  distUlata  per  JUtrumr 
Boerhave  also  refers  to  it  as  a  solvent  in  his  Elemmta  Chemiae, 
in  1732,  where  he  states  that  many  veiy  powerful  vegetable 
solvents  or  acids  exist,  "  qimm  succtis  recens  aurantii,  cUrei  limonii, 
plurribum,  stannuTn,  cuprum,  ferrum  diasolvat,  satisque  fortiier 
caicinare  quecU,  acque  quam  fossUa  a/iida,"  N.  Lemery  believed 
that  this  acid  was  identical  with  that  of  the  grape,  for  he  asserts 
that  in  the  preparation  of  the  "  extrait  de  mars  aperitif"  made 
from  iron-rust,  water,  and  new  wine  or  lemon- juice,  it  is  "ksgtics 
tartareux  du  raisin  et  des  limona*'  which  produce  the  desired 
effect  Stahl  considered  this  acid  to  be  acetic  acid,  but  Betzius, 
in  1776  pointed  out  that  it  differs  from  this,  inasmuch  as  the  lead 
salt  is  insoluble  in  water,  whilst  it  differs  from  tartaric  acid,  in  that 
it  does  not  form  a  sparingly  soluble  potassium  salt  He  did  not 
however  obtain  the  acid  in  the  form  of  crystals,  which  was  first 
accomplished  by  Scheele  in  1784. 

Citric  acid  is  found  widely  distributed  in  nature.  According 
to  Scheele  it  occurs  in  the  free  state,  and  accompanied  with  little 
or  no  malic  acid  in  the  lemon,  orange,  sloe,  cranberry,  whortle- 
berry, hipberry,  and  in  the  berries  of  Solanum  dulcamara,  and 
also,  according  to  Stein,  in  Drosera  intermMia}  Together  with 
about  an  equal  quantity  of  malic  acid  it  is  found  in  the  goose- 
berry, currant,  bilberry,  raspberry,  strawberry,  and  cherry,  whilst 
the  tamarind  (Vauquelin)  and  the  mountain-ash  berry  (Liebig) 
contain  both  these  acids  together  with  tartaric  acid. 

The  citrates  of  calcium  and  potassium  are  also  very  widely 
distributed  in  the  vegetable  kingdom ;  amongst  the  well-known 
plants  in  which  they  occur,  may  be  mentioned :  in  the  haulm  of 
Aconitum  lycoctonum,  Convallaria  majalis,  Isatis  tinctorum,  in 
the  tobacco  plant,  in  the  milky  juice  of  lettuce,  and  in  the 
tubers  of  the  Jerusalem  artichoke  and  dahlia,  the  potato,  onion, 
beetroot,  &c. 

*  Bcr.  Deutsch.  Chem.  Ges,  xii.  1608. 
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Preparation,  Citric  acid  is  principally  obtained  from  lemon 
juice,  which  forms  a  considerable  article  of  export  from  the 
Italian  and  Spanish  ports,  as  well  as  from  Sicily,  the  West  Indies, 
and  the  Sandwich  Islands.  It  is  also  obtained  from  the  several 
species  of  lemons,  viz..  Citrus  medica,  C.  Limonum^  and  C. 
Bergamia,  the  rind  of  these  fruits  being  utilised  for  the  prepara- 
tion of  the  ethereal  oiL  The  juice  ferments  when  allowed  to 
stand,  a  deposit  forming  which  is  separated  by  filtration.  The 
juice  contains  from  6  to  7  per  cent,  of  citric  acid,  and  is  not  only 
used  to  manufacture  citric  acid,  but  without  further  treatment^ 
is  employed  as  an  excellent  anti-scorbutia  The  inspissated  juice, 
containing  about  23  per  cent,  of  acid,  also  forms  an  article  of 
commerce. 

Citric  acid  is  still  manufactured  from  this  juice  according  to 
the  method  originally  suggested  by  Scheele.  The  lemon-juice, 
heated  almost  to  the  boiling-point,  is  treated  with  finely 
powdered  chalk  until  no  further  evolution  of  carbonic  acid 
occurs,  when  milk  of  lime  is  added.  The  calcium  citrate  thus 
precipitated  is  washed  with  boiling  water  until  the  filtrate  is 
colourless.  Calcium  citrate  is  also  frequently  prepared  in  this 
way  from  the  fresh  juice  in  districts  where  lemons  are  plentiful, 
and  then  brought  into  commerce.^  To  obtain  the  acid,  this  salt 
is  decomposed  by  the  calculated  quantity  of  sulphuric  acid,  the 
solution  concentrated  to  the  crystalUzing  point,  and  the  acid  thus 
obtained  purified  by  re<;rystallization. 

Tilloy  has  proposed  to  prepare  citric  acid  from  currants.  The 
juice  is  first  allowed  to  ferment,  the  alcohol  is  then  distilled  off, 
and  the  residual  liquor  worked  up  for  the  acid  by  the  method 
above  described.  One  hundred  kilograms  of  currants  yield  oije 
kilogram  of  citric  acid  and  ten  liters  of  alcohol  of  about  40  per 
cent.^  According  to  Grager,  cranberries  may  be  treated  in  a 
similar  way  for  the  preparation  of  both  citric  acid  and  alcohol.^ 

766  Synthesis.  Citric  acid  can  also  be  prepared  synthetically,  and 
its  synthesis  serves  as  an  excellent  example  of  the  statement  that 
any  compound  occurring  in  the  organic  world  can  be  artificially 
prepared  so  soon  as  its  constitution  is  known  (Part  I.  p.  10).  The 
first  step  towards  a  knowledge  of  its  constitution  was  made  by 
liebig,  who  rightly  fixed  the  molecular  Weight  of  the  acid,  and 
pointed  out  that  it  is  tribasic.^  Or  heating,  it  loses  a  molecule  of 
water  and  is  transformed  into  aconitic  acid,  C^H^O^  which  is  also 

1  Ber.  Entw,  Chem,  Ind.  ii.  425,  •  Joum,  Pharm.  [2],  xiii.  805. 

•  Jicu,  Jahrb,  Fharm,  xxzix.  193.  «  Ann,  Chem,  Fhann,  xxvL  161. 
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tribasic.  Hence  it  follows  that  it  contains  an  hydroxyl  in 
addition  to  three  carboxyl  groups,  and  this  is  also  shown  by  the 
fact  that  it  contains  a  hydrogen  atom  easily  replaceable  by 
an  acid  radical.  From  these  observations  the  rational  formula, 
C3H4(OH)(C02H)3,  was  deduced.  Aconitic  acid  combines  with 
hydrogen,  forming  tricarballylic  acid,  CgH5(C02H)3,  which  has 
also  been  prepared  from  propenyl  tribromide  by  the  replacement 
of  the  bromine  by  carboxyl,  and  this  fixes  its  constitution. 
Citric  acid  is,  however,  the  corresponding  oxyadd,  and  can  exist 
in  two  forms : 

CH2.C0,H  CHjCOjH 

C(0H).C02H  CH.COjH 

3H2.CO2H  CH(0H).C02H. 

The  first  of  these  seems  to  be  the  most  probable  formula  for 
citric  acid,  since  it  often  yields  as  a  decomposition  product, 
acetone,  or  some  of  its  derivatives.  The  correctness  of  this  view 
has  been  established  by  the  researches  of  Grimaux  and  Adam. 
Starting  from  dichlorhydrih,  and  oxidizing  this  to  dichloracetone, 
they  then  combined  this  with  hydrocyanic  acid,  and  obtained  di- 
chloroxj/isobutyronUrU,  CH2C1.C(0H)(CN)CH2C1,  and  this  latter 
on  decomposition  with  hydrochloric  acid,  was  transformed  into  the 
corresponding  acid.  The  potassium  salt  of  this  acid  was  then 
heated  with  a  concentrated  solution  of  potassium  cyanide,  and 
converted  into  a  salt  o{  dici/a^wxyisobutyricMM,  and  this  product, 
when  saturated  by  hydrochloric  acid  and  heated,  yielded  citric 
acid.i 

.767  Properties.  Citric  acid  crystallizes  with  one  molecule  of 
water  in  transparent  rhombic  prisms,  which  dissolve  in  075  part 
of  cold,  and  0*5  part  of  hot  water,  and  have  a  strong  but  pleasant 
acid  taste.  Citric  acid  is  also  readily  soluble  in  alcohol,  and 
dissolves  tolerably  easily  in  ether.  It  melts  at  100^  and  on 
increasing  the  heat  begins  to  lose  its  water  of  crystallization, 
which  is  driven  off  completely  at  about  130^  The  anhydrous 
acid  melts  at  153° — 154**,  and  decomposes  at  175**  into  water  and 
aconitic  acid.  On  dry  distillation  citric  acid  decomposes  into 
carbon  dioxide,  acetone,  and  two  isomeric  acids,  itaconic  and 
citraconic  acids,  C^HgO^,  which  are  likewise  produced  when  citric 
acid  is  heated  under  pressure  with  water  or  with  a  dilute 
acid. 

^  CompL  Bend.  xo.  1252. 
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When  oxidized  with  manganese  dioxide  and  dilute  sulphuric 
acid,  or  with  an  acidified  solution  of  potassium  permanganate, 
carbon  dioxide  and  acetone  are  formed.^  If  chlorine  be  led  into 
an  aqueous  solution  of  citric  acid  exposed  to  sunlight,  hexchlor- 
acetone  is  produced,  whilst  a  solution  of  the  sodium  salt 
similarly  treated  yields  pentachloracetone.^  Bromine  has  no 
action  upon  a  solution  of  the  acid,'  but  when  the  sodium  salt  is 
thus  treated,  pentabromacetone  is  formed.*  When  citric  acid  is 
fused  with  caustic  potash,  two  molecules  of  acetic  acid  are 
formed  to  one  molecule  of  oxalic  acid  (Liebig) : 

CeH^KgO,    +    KOH    =    2C2H3KO,     +     C,K,0,. 

Citric  acid  when  heated  with  syrupy  phosphoric  acid  decom- 
poses into  water,  carbon  monoxide,  carbon  dioxide  and  acetone : 

Cfifi(GO^B)^  =  CjHeO  +  200^  +  CO  +  H^O. 

Concentrated  sulphuric  acid  produces  a  similar  decomposition, 
but  carbonization  also  occurs,  and  sulphur  dioxide  is  evolved.* 

Citric  acid  is  used  for  domestic  purposes  and  for  the  prepara- 
tion of  lemonade  and  other  cooling  drinks.  It  likewise  finds 
employment  in  medicine,  and  in  dyeing  and  calico-printing, 
where  it  is  frequently  replaced  by  the  lemon-juice. 

The  Citrates. 

768  The  salts  of  citric  acid  have  been  made  the  subject  of 
careful  examination  by  a  number  of  chemists.® 

Normal  Potassium  Citrate,  CgHgO^Kj  +  HjO,  crystallizes  in 
glassy  needles,  which  have  an  alkaline  taste,  are  deliquescent, 
and  do  not  dissolve  in  absolute  alcohol  (Heldt). 

Monadd  Potassium  Citrate,  Qfifi^K^  dissolves  readily  in 
water,  has  a  pleasant  sour  taste,  and  forms  monoclinic  crystals 
(Heusser). 

Dia/:id  Potassium  Citrate,  CgH^OyK  +  2HjO,  crystallizes  in 
large  transparent  prisms,  which  have  a  sour  taste  and  are 
permanent  in  the  air. 

1  Pean  de  St.  GUles.  C<mpt.  Jiend.  xlvii.  664. 

'  Stadeler,  Ann.  Chem.  Fharm,  cxi.  299.  »  CloSz,  ib.  cxxiL  116. 

*  Grimaux,  Compt.  Hend,  Ixxviii.  1442. 

'  Vangel,  Ber.  VeiUscK  Chem.  Oes.  xiii.  855. 

•  Berzelius,  Fogg.  Ann.  xxvii.  281  ;  xlvii.  309  ;  Liebig,  Ann.  Pharm.  ▼.  134  ; 
xxvi.  151  ;  xliv.  67 ;  Heldt,  ib.  xlviL  167  ;  Kammerer,  ib.  cxlviii.  294 ;  clxx. 
176  ;  Ueusser,  Pogg.  Ann,  IxxxvilL  121 ;  Landrin,  Compt.  Rend.  Ixxxvi.  1336. 
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The  citrates  of  sodium  and  ammonium  also  dissolve  easily 
and  crystallize  well. 

Normal  Calcium  Citrate,  (GQB.fij\CB^  +  4HjO.  When  a 
solution  of  normal  sodium  citrate  is  decomposed  by  the  addition 
of  calcium  chloride  solution,  a  thick  white  precipitate  is  quickly 
formed,  which  becomes  ciystalline  by  boiling.  When  one  of  the 
solutions  is  in  excess,  or  if  the  liquids  are  very  dilute,  the  pre- 
cipitate is  formed  only  on  boiling.  A  solution  of  citric  acid  when 
treated  with  an  excess  of  lime-water  yields  a  precipitate  only  on 
heating,  and  this  in  part  redissolves  on  cooling,  as  it  is  more 
soluble  in  cold  than  in  hot  water.  According  to  Wariington, 
one  part  of  the  crystalline  salt  dissolves  at  U!"  in  1180,  and  at 
90""  in  1730  parts  of  water.^  The  amorphous  salt  is  more  easily 
soluble,  a  fact  already  observed  by  Liebig. 

Calcium  citrate  dissolves  readily  in  acids,  even  in  acetic  acid. 
If  ammonia  be  added  to  this  solution,  the  salt  separates  out 
again  slowly  but  completely  in  the  cold  (Warrington),  whilst  on 
heating  the  precipitate  makes  its  appearance  at  once. 

Acid  Calcium  Citrate,  CgHgOyCa  +  HgO.is  obtained  in  glisten- 
ing plates,  when  a  solution  of  the  normal  salt  in  citric  acid  is 
evaporated.    It  is  decomposed  by  water. 

Normal  Barium  Citrate,  (G^^fi^^Bsk^  When  baryta-water 
is  added  to  a  solution  of  citric  acid,  or  barium  chloride  to  a  solu- 
tion of  a  normal  citrate,  an  amorphous  precipitate  is  formed 
which  is  somewhat  soluble  in  water  and  has  the  composition 
{CQ}Ifi^)JB9L^  +  THjO.  The  same  salt  is  obtained  when  barium 
acetate  is  used ;  but  when  this  is  added  in  excess  and  the 
mixture  heated  in  a  covered  vessel  on  the  water-bath,  the  pre- 
cipitate after  some  hours  becomes  dense  and  crystalline,  and  has 
then  the  formula  2(CoH507)jBa^  +  THgO.  This  consists  of 
microscopic  glistening,  clino-rhombic  prisms,  the  form  of  which 
is  so  characteristic  that  this  reaction  serves  for  the  detec- 
tion of  citric  acid  in  fruit,  juices,  &c.  The  solution  must  not, 
however,  be  too  dilute,  as  in  this  case  it  yields  on  heating  the 
salt  {GQVifi^)fia^  +  SHgO,  which  separates  in  needles.* 

Normal  Magnesium  Citrate,  {GQlifi^)2^gs  +  l^HgO,  is  ob- 
tained in  crystalline  crusts  when  a  solution  of  citric  acid  not  quite 
saturated  with  magnesia  is  evaporated  at  50°.  It  is  readily  soluble 
in  water,  and  has  a  much  less  unpleasant  taste  than  Epsom  salts,' 


*  Joum,  Chem.  Soe.  1875,  939. 

'  Kammerer,  Frescniiui'  Zeitsch,  viii.  298. 

*  Ann.  Chim.  Pkys.  [5],  xxv.  233. 
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and  hence  it  is  used  as  a  mild  purgative.  A  mixture  of  this 
salt  with  acid  sodium  carbonate,  citric  acid  and  sugar,  which  has 
been  rendered  granular  by  moistening  with  alcohol  and  redrying, 
forms  the  Magnesia  dtrica  effcrvescens  of  the  Pharmacopceia. 

Ferric  Citrate,  (CQTifi^)2Fe2  +  CHjO,  is  obtained  by  dissolving 
fireshly  precipitated  ferric  hydroxide  in  citric  acid,  and  gently 
evaporating  the  solution  to  the  consistency  of  a  syrup.  It  dries 
up  to  an  amorphous  mass  usually  consisting  of  thin  hyacinth- 
red  scales,  is  readily  soluble  in  water,  has  a  slight  taste  of  iron, 
and  is  used  in  medicine.  The  similar  hydrated  double  salt, 
(CeHj.07)3Fe2(NHj3,  is  also  officinaL 

When  ferric  hydroxide  is  dissolved  in  the  right  proportion  in 
a  solution  of  ammonium  citrate,  and  this  then  evaporated,  reddish 
brown  crystals  are  obtained  of  the  salt,  [C^jH507(NH  j2]4Fe,(OH)2 
+  4H2O.  If,  however,  the  ferric  hydroxide  be  added  in  excess, 
amorphous  scales  are  formed.  Landrin  has  proposed  the  use  of 
the  crystalline  salt  for  medicinal  purposes,  as  the  iron  citrate  of 
commerce  contains  a  very  variable  quantity  of  iron.  He  has 
also  prepared  a  series  of  double  salts  with  other  metak^ 

Silver  Citrate,  C^HgOyAgj,  is  a  white  precipitate  which 
gradually  becomes  crystalline,  and  on  boiling  with  water  decom- 
poses with  separation  of  silver.  When  heated  in  a  stream  of 
hydrogen  to  100°,  it  decomposes  with  separation  of  water  into 
citric  acid  and  argerUom  citrate,  2GfiJd^{k%^^  +  HgO,  a  brown 
powder,  which  dissolves  slowly  in  water  with  a  red  colour, 
and  is  decomposed  by  potash  solution  with  separation  of  silver 
tetrantoxide  (Vol.  II.,  Port  I.,  367).* 

Silver  citrate  dissolves  in  boiling  citric  acid,  and  on  cooling 
the  acid  salt,  C^HgOyAgg,  crystallizes  out  in  rhombic  tablets.' 

769  Bea/itions  of  Citric  Add,  This  acid  is  distinguished  from 
tartaric  acid  by  being  optically  inactive,  and  by  not  giving,  on 
heating,  the  smell  of  burnt  sugar,  but  yielding  a  vapour  having 
a  penetrating  odour.  Moreover,  when  lime-water  is  added  in 
excess  to  its  aqueous  solution  a  precipitate  is  formed  only  when 
the  solution  is  boiled,  whilst  tartaric  acid  produces  a  precipitate 
in  the  cold,  and  malonic  acid  gives  no  precipitate  under  these 
circumstances.  Calcium  citrate  is  insoluble  in  caustic  alkalis 
whilst  the  tartrate  readily  dissolves  (p.  225).  The  barium  salt 
is  also  characteristic  of  citric  acid    (p.  434).     When  1  part 

1  Ann,  Chim.  Phys.  [5],  xxv.  233. 

■  Wohler,  Ann,  Chem,  Fharm.  xxx,  2. 

>  Bonnefahrt,  Jahresb.  1876,  562. 
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of  citric  acid  is  heated  i^ith  6  parts  of  ammonia  for  sx 
hours  in  a  closed  tube  to  110° — 120"  and  then  poured  into  a 
shallow  vessel  and  exposed  to  light,  it  becomes  coloured  blue  in 
a  few  hours,  and  after  some  days  this  changes  to  green.^  Citric 
acid  is  frequently  adulterated  with  tartaric  acid.  In  order  to 
detect  such  an  adulteration  the  concentrated  solution  is  heated 
with  potassium  acetate,  an  equal  volume  of  strong  alcohol  added, 
and  the  mixture  well  stirred,  when,  if  tartaric  acid  is  present, 
cream  of  tartar  soon  separates  out.^  If  a  quantitive  determinar 
tion  be  required,  twice  the  volume  of  alcohol  of  95  per  cent,  is 
added,  the  precipitate  filtered  off  after  an  hour's  standing,  and 
this  then  washed  with  a  mixture  of  water  and  twice  its  volume 
of  alcohol.  The  filtrate  is  precipitated  with  lead  acetate,  and 
the  precipitate  after  washing  with  50  per  cent,  alcohol  is  decom- 
posed by  sulphuretted  hydrogen.  The  citric  acid  can  then  be 
titrated  with  standard  soda,^  or  it  may  be  converted  into  the 
barium  salt  and  this  analysed.* 

Ethereal  Salts  of  Citric  Acid. 

770  Normal  Methyl  Citrate,  C^HgOyCCHj),  is  obtained  when 
hydrochloric  acid  is  led  into  a  solution  of  citric  acid  in  methyl 
alcohol,  the  solution  being  warmed.*  It  forms  triclinic  crystals 
which  melt  at  78°-5— 79^  and  it  boils  at  270^—273^  with  i^jtial 
decomposition  into  water  andmethyl  aconitate.  When  heated  with 
acetyl  chloride,  methyl  acetocitrate,  C3H^(OC2H30)(C02.CH3)5,  is 
obtained,  a  colourless  liquid  boiling  at  280"* — 282''.  When  phos- 
phorus pentachloride  acts  on  methyl  citrate,  this  is  transformed 
into  methyl  chlortricarballylate,  C8H4Cl(COjCH3)3,  a  thick,  oUy 
liquid,  which  on  heating  splits  up  into  hydrochloric  acid  and 
methyl  aconitate.® 

Dimeihyl  Citric  Add,  C^B^O^{CK^^,  and  Methyl  Citric  Acid, 
CgH^OyCCHj),  are  also  formed  in  the  preparation  of  the  normal 
salt,  and  are  likewise  produced  by  the  action  of  citric  acid  on 
methyl  alcohol,  but  as  yet  they  have  not  been  prepared  pure. 
The  calcium  salt  of  the  first  is  soluble  in  alcohol ;  whilst  that 
of  the  second  acid  does  not  dissolve  in  this  menstruum.^ 

^  Sabanln  and  Laskowskj,  Freseniua*  Zeitseh,  xvii  74. 

•  Spiller,  Joum,  Ckem,  Soc.  x.  110. 

•  Fleischer,  Fre^rnxv^  Zeifseh,  xiii.  828. 

•  Creuse,  Jahresb.  1873,  970. 

■  St.  Evre,  Compt.  Bend.  xxi.  1441. 

•  Hunaeus,  Ber.  DmUsch.  Chem,  Qm,  ix.  1749. 
y   Demondesir,  Compt.  Rend,  zxziii.  227. 
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Normal  Ethyl  Citrate,  CQUfi^iC^Bi^^  was  obtained  by 
Th^nard^  and  Malaguti*  by  heating  citric  acid  with  alcohol  and 
sulphuric  acid.  It  is  better  prepared  by  saturating  a  solution 
of  citric  acid  in  alcohol  with  hydrochloric  acid.*  It  is  a  thick 
odourless  liquid,  boiling  at  283'',  and  possessing  a  very  bitter 
taste.  When  treated  with  sodium  amalgam  and  a  little  water, 
salts  are  produced  of  diethylcitric  acid  and  ethylcitric  acid 
(Glaus).  Heated  with  alcoholic  ammonia  in  a  closed  vessel,  a 
deep  green  or  blue  solution  is  obtained.^ 

Mhyl  Acetocitrate,  C3H^(OC2H30)(C02.C2HJs,  is  obtained  by 
the  action  of  acetyl  chloride  on  the  normal  salt,  and  is  an  oily 
liquid,  which  for  the  most  part  distils  without  change  at  288"*.* 

Tetraethyl  Citrate,  C3H^(OC2H5)(C02.C2H5)3,  is  obtained  by 
the  action  of  sodium  and  ethyl  iodide  on  the  normal  salt.  It 
is  an  oily  liquid,  having  a  pleasant  smell  and  a  slightly  bitter 
taste.  Under  ordinary  pressure  it  boils  at  290**  with  consider- 
able decomposition,  but  it  boils  without  alteration  at  a  reduced 
pressure.  • 

Nitroxycitric  Add,  C8H4(N03)(C02H)3,  is  formed  when  anhy- 
drous citric  acid  is  intrcxluced  into  a  mixture  of  1  part  of 
fuming  nitric  acid  and  two  parts  of  sulphuric  acid.  It  forms 
crystals  which  are  readily  soluble  in  water.  On  evaporating 
the  solution,  even  in  a  vacuum,  decomposition  takes  placeJ 


AcoNiTic  Acid,  CgHgOg. 

771  This  acid  was  discovered  in  1820  by  Peschier  ®  in  Aconitum 
Napellus  and  A.  paniculatum,  and  was  then  further  examined 
by  Buckner^  and  Dahlstrom.^^  In  1828  Braconnot  found  in 
JEquisetum  flaviale,  JE.  hyemaU,  etc.  an  acid  to  which  the  name 
of  equisetic  add  was  given,^^  and  this  according  to  Eegnault,  who 
prepared  the  acid  from  K  limosum,  is  identical  with  maleic  acid.^* 

*  Mem.  Soe,  cTArcueil,  ii.  12.  •  Ann.  Chim.  Phys.  Ixiii.  197. 

*  Heldt,  Ann.  Chem.  Pharm,  xlviL  195  ;  Pebal,  ib,  xcviii.  67 ;  Claua,  £er, 
JDnUseh.  Chem.  Ots.  viii.  867  ;  Conen,  ib.  xii.  1668. 

*  Eammerer,  Ber.  Deutach.  Ckem.  Ges.  viii.  782. 

*  Wialicenus,  Ann.  Chem.  Pharm.  cxxix.  192. 

*  Conen,  Ber.  DeiUsch.  Chefn.  Oes.  xii.  1664. 

'  Champion  and  Pellet,  Bull.  Soe.  Chim.  [21,  xxiv.  448. 

Trommsdorif,  Neii  Jotim.  Pharm.  v.,  1,  93 ;  viii.  1,  266. 
■  Bepert.  Pharm.  Ixiii.  146.  w  Ann.  Chim.  Phys.  (8)  xxx.  812. 

"  Ann.  Chim.  Phys.  [2],  xxxix.  5.  "  lb.  [2],  Ixu.  208. 
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Baup^  then  obtained  citridic  acid  by  heating  citric  acid,  and 
this  was  considered  by  Be'rzelius  to  be  identical  also  villi 
aconitic  acid,  the  correctness  of  this  view  being  afterwards 
ascertained  by  Crasso.*  The  identity  of  equisetic  add  and 
aconitic  acid  was  afterwards  established  by  Baup'  and 
Dessaignes.^ 

Besides  its  occurrence  in  the  above-named  plants,  aconitic 
acid  is  also  found  in  Delphinium  consolida,^  Adonis  vemaiuf 
Achillea  millefoliaj  in  the  beetroot,®  in  ordinary  sugar-cane,' 
and  in  Sorghum  sugar-cana^® 

Preparation,  Aconitic  acid  is  best  prepared  from  citric  add. 
For  this  purpose  the  acid  is  heated  in  quantities  of  100  grams 
in  small  flasks  until  the  exit  tubes  (which  are  about  05  m.  long) 
are  covered  with  oily  drops.  The  fused  contents  of  the  flasks  are 
then  poured  into  a  shallow  basin,  and  15  grams  of  water 
added  for  every  100  grams  of  acid  taken.  The  basin  is  heated  on 
the  water-bath  until  the  residue  solidifies  on  cooling ;  this  is  then 
powdered  and  treated  with  ether  free  from  water  and  alcohol, 
when  most  of  the  unaltered  citric  acid  remains  behind.  Aconitic 
acid  is  obtained  from  the  solution  by  evaporating  off  the  ether, 
and  it  is  then  purified  by  recrystallization.^^  Another  method  is 
to  pass  hydrochloric  acid  for  a  day  through  citric  acid  heated 
to  140**,  the  product  being  then  treated  as  above." 

Properties.  Aconitic  acid  dissolves  readily  in  water  and  is 
still  more  easily  soluble  in  alcohol.  It  crystallizes  in  small 
four-sided  plates,  which  melt  at  186"* — 187°  with  decomposition 
(Behr).  As  already  stated,  it  combines  with  hydrogen  to  form 
tricarballylic  acid  (p.  428),  whilst  with  hypochlorous  acid  it  yields 
chlorcitric  acid,  C3H^C1(0H)(C02H)3,  a  syrup  which  on  heating 
with  water,  or  more  readily  with  milk  of  lime,  is  transformed 
into  oxycitric  acid,  C3H4(OH)2(C02H)3 ;  this  latter  is  a  viscous 
deliquescent  mass,  the  calcium  salt  of  which  is  a  difficultly 
soluble  crystalline  powder  (Pawolleck). 

Aconitic  acid  is  a  strong  tribasic  acid.  Its  salts  have  been 
examined  by  Baup,  Buchner,  and   Guinochet.^'     It    is  dis- 

^  Ann,  Chcm.  Pharm.  xix.  29 ;  xxix.  169.  *  lb.  xzzir.  56. 

•  lb.  Ixxvii.  293.  *  Compt.  Rend.  xxx.  432. 
^  Wicke,  Aim.  Chem.  Pharm.  xc.  98. 

'  Linderos,  Ann,  Cliem.  Pharm,  clxxxli.  365. 

7  Hlasiwetz,  Jakresb.  1857,  831. 

^  Linpmann,  Ber,  Deutuch.  Chem.  Oes.  xii.  1650. 

•  Behr,  ib,  x.  361.  ^  Ber.  Deuisch.  Chm.  Oes.  xv.  1768. 
^*  Pawolleck,  Ann.  Chem.  Pharm.  clxxviii.  153. 

**  Hunaeus,  Ber.  DmUteli,  Chem.  Gee.  ix.  1751. 
"  Compt,  Bend.  xciy.  455. 
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languished  from  citric  acid  by  its  ready  solubility  in  ether,  and 
also  in  that  on  treating  with  an  excess  of  lime-water  and  boiling 
it  yields  no  precipitate ;  calcium  aconitcUe,  {C^^fi^fia^  +  6HgO, 
forming  small  crystals  soluble  at  IS""  in  99  parts  of  water. 

Bthyl  AconitcUe,  GJSfi^^G^B.^^  is  obtained  by  the  action  of 
hydrochloric  acid  on  an  alcoholic  solution  of  the  acid,  and  forms 
an  oily  liquid  having  an  aromatic  smell,  and  boiling  at  275°.^ 
This  compound  is  also  produced  when  normal  ethyl  citrate  is 
heated  with  phosphorus  trichloride,*  this  formation  correspond- 
ing exactly  to  the  conversion  of  the  ethereal  salt  of  a 
monobasic  oxyacid  into  one  of  the  acrylic  acid  series  (p.  401). 


Pybocitric  Acids,  CgH^O^. 

77a  By  the  dry  distillation  of  citric  acid,  Lassaigne  in  1822 
obtained  a  new  acid  which  he  termed  acide  pyrodtrique.^  Baup 
then  found  that  the  distillate  contains  a  second  isomeric  acid, 
and  to  this  he  gave  the  name  of  adde  cttridque,  whilst  he 
designated  Lassaigne's  acid  (being  the  first  discovered)  as  acide 
cUribigflie,  and  to  a  third  acid,  contained  in  the  residue,  the  name 
acide  cUridigue  (p.  438)  was  applied.* 

The  existence  of  Baup's  volatile  acid  was  questioned  by 
Liebig,*  but  Crasso,  who  made  this  matter  the  subject  of  a  new 
investigation,  found  that  these  three  acids  are  in  fact  formed 
when  citric  acid  is  heated.  He  determined  the  conditions 
under  which  the  formation  of  these  acids  takes  place,  and 
showed  that  the  third  acid  is  first  formed,  and  that  it  is  identical 
with  aconitic  acid.  By  the  dry  distillation  of  this  he  obtained 
Baup's  new  acid,  for  which  he  proposed  the  name  pyroaconitic  acid, 
or  itaconic  add,  which  latter  name  is  formed  from  that  of  aconitic 
acid  by  a  transposition  of  its  constituent  letters.  By  heating 
this  latter  acid  he  obtained  Lassaigne's  acid,  and  this  he  termed 
citraconic  add.^  This  last,  as  Gottlieb  has  shown,  is  trans- 
formed by  boiling  with  dilute  nitric  acid  into  a  new  isomeric 
acid,  which  he  termed  mesaconic  add.'' 

Each  of  these  three  acids  on  treatment  with  sodium  amalgam 
yields  pyrotartaric  acid  (p.  253),  but  when  united  with  bromine 

1  Mercadante,  Joum.  Prakt,  Chem,  [2],  iii.  858. 

*  Conen,  Ber.  I}eiU8ch,  Chem.  Ges,  xii  1665. 

*  Ann,  Chim.  Phys,  xxi.  100. 

*  Ann,  Chem,  Fharm,  xix.  29 ;  xxix.  169.  ■  lb,  xxvi.  120. 

*  Ann.  Chem,  Fharm,  xxxir.  53.  ^  lb,  Ixxvii.  268. 
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they  form  three  diflFerent  dibrompyrotaxtaric  acids.^  With 
hydrobromic  acid,  on  the  other  hand,  the  two  last  acids  give  one 
and  the  same  monobrompyrotartaric  acid,  whilst  itaconic  add 
yields  one  diflTerent  from  these.* 

773  Itaconic  Acid,  When  citric  acid  is  heated  it  splits  up, 
as  has  already  been  described,  yielding  water  and  aconitic  acid. 
This  latter  acid  on  heating  to  200" — 220°  gives  a  distillate  which 
sepai'ates  into  two  layers,  the  one  heavy  and  oily  and  the  other 
lighter  and  aqueous.  When  these  are  mixed,  heat  is  evolved 
and  a  crystalline  mass  is  formed,  saturated  with  an  oily  liquid. 
The  crystals  consist  of  itaconic  acid,  whilst  the  oily  liquid  is 
citraconic  anhydride.^  Their  formation  is  explained  as  follows. 
The  aconitic  acid  decomposes  in  the  first  place  (probably  with 
a  preliminary  transformation  into  anhydride)  into  water,  carbon 
dioxide,  and  the  anhydride  of  itaconic  acid : 

C^Bfi^  =  H,0  +  COj  +  CfiH.Oy 

This  last  is  transformed  on  distillation  in  part  into  citraconic 
anhydride,  which  combines  with  water  but  slowly  in  the  cold, 
whilst  itaconic  anhydride  is  readily  converted  into  the  acid  by 
contact  with  water.  The  distillate  also  contains  a  considerable 
quantity  of  acetone,  which  is  formed  from  the  citric  acid 
according  to  the  following  equation : 

CH2.C0,H  CH3 

C(OH).CO.OH    «    CO    +    H.0    +    CO    +    2C0^ 

I 
IH2.CO2H  CHj 


i 


Itaconic  acid  is  also  produced  when  aconitic  acid  is  heated 
with  water  to  180°,*  or  when  citric  acid  is  heated  to  160°  with 
pure  water  or  water  acidulated  with  sulphuric  acid.*  It  is,  how- 
ever, best  obtained  from  citraconic  anhydride,  the  preparation  of 
which  will  be  described  later.  The  anhydride  is  heated  in  a 
closed  tube  with  twice  or  thrice  its  volume  of  water  for  six  to 
eight  hours  to  a  temperature  of  150°,  the  itaconic  acid  is  allowed 
to  crystallize  out  from  the  solution  placed  for  this  purpose  in 

^  Keknl^,  Ann.  Chem.  Pharm.  Snppl.  i.  SSS ;  ii  94. 
'  Fittiff  and  Landolt,  Ann,  Chem.  Pharm,  clxxxviiL  71, 

*  Anschutz,  Ber,  Deutseh,  Chem.  Oes,  ziiL  1541. 

*  Pebal,  Ann.  Chem.  Pharm.  xcviii.  94. 

*  Markownikow  and  Purgold,  ZeUseh.  Chem.  1867,  264. 
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shallow  vessels,  and  when  the  mother-liquor  will  yield  no  more 
crystals,  it  is  again  treated  with  water  as  already  described.^ 

Itaconic  acid  crystallizes  in  rhombic  pyramids  or  tables,  which 
melt  at  161°  and  dissolve  at  20**  in  12  parts  of  water.  It 
dissolves  more  easily  in  alcohol  and  is  also  soluble  in  ether.  By 
electrolysis  of  its  calcium  salt  it  is  decomposed  into  hydrogen, 
carbon  dioxide,  and  iso-allylene,  in  addition  to  acrylic  acid  and 
mesaconic  acid  which  also  are  formed.' 

774  Itaconic  Andffdride,C^Kfi^  is  obtained,  as  has  already  been 
stated,  as  a  product  of  the  distillation  of  citric  acid,  and  it  is  also 
formed  when  itaconic  acid  is  warmed  with  acetyl  chloride.  It 
crystallizes  from  glacial  acetic  acid  in  transparent  prisms,  which 
melt  at  68^  Under  a  diminished  pressure  of  30  mm.  it  boils  at 
139"* — 140*,  the  boiling  point  of  citraconic  anhydride  being 
lower  than  this.  On  distillation  under  ordinary  pressure  itaconic 
anhydride  is  transformed  into  the  last-named  compound. ^  That 
this  decomposition  is  not  completely  effected  in  the  distillation 
of  citric  acid  is  explained  by  the  fact  that  by  means  of  the 
carbon  dioxide,  which  is  evolved  in  large  quantity,  it  is  carried 
over  before  it  attains  the  temperature  necessary  for  its  decom- 
position. This  also  explains  the  observation  of  Crasso,  that  the 
yield  of  itaconic  acid  is  the  larger  according  as  the  distillation 
of  the  citric  acid  is  the  more  rapidly  conducted  and  as  the  retort 
is  the  more  protected  from  the  heat.* 

Itachlorpyrotartaric  Acid,  CgHyClO^,  is  formed  by  heat- 
ing itaconic  acid  with  fuming  hydrochloric  acid  to  130"*.  It 
crystallizes  from  water  in  warty  masses,  which  melt  at 
140** — 145**,  and  on  heating  to  ISO""  in  a  stream  of  dry  air  it  is 
converted  into  the  anhydride.  When  heated  with  water,  hydro- 
chloric acid  is  given  off  and  the  first  product  is  paraconic  add, 
CgHgO^  which  is  also  obtained  by  the  action  of  silver  oxide, 
and  is  a  crystalline  mass  melting  at  TO"*,  and  yielding  citraconic 
anhydride  on  distillation.  Together  with  this,  itamalic  acid, 
G^1I^(0H)0^  an  homologue  of  malic  acid,  is  always  formed 
The  alkalis  and  alkaline-earths  effect  this  change  much  more 
quickly,  whilst  ammonia  splits  up  the  chlorinated  acid  into 
hydrochloric  and  mesaconic  acids.* 

*  Willm,  Ann.  Chem,  Pharm.  cxli.  28  ;  Aarland,  Joum,  PrakL  CkeiiU  [2], 
vi.  262  ;  Fittig  and  lAndolt,  Ann,  Chem.  Pharm.  clxxxviii.  71. 

«  Swarts.  Zeitaeh.  Chem.  1860,  721. 

s  Anschutz  and  Petri,  B^r.  Deutaeh.  Chem.  Get.  ziiL  1539. 

4  Anschutz,  Ber.  DetUsch.  Chem.  Gee.  xiii.  1541. 

*  Swarts,  Zeitsek.  Chem.  1866,  721. 
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Itabrampyrotartarie  Acid,  CgH^BrO^,  is  obtained  by  heating 
itaconic  acid  with  hydrobromic  acid  (Swarts),  or  by  allowing  it 
to  stand  for  some  days  in  contact  with  hydrobromic  acid 
saturated  at  0^  and  shaking  the  mixture  from  time  to  time.^  It 
is  readily  soluble  in  water  and  forms  small,  monoclinic  crystals, 
which  melt  at  137*.  When  heated  for  some  hours  with  water, 
itamalic  acid  is  formed,  whilst  at  the  same  time  a  portion  is 
reconverted  into  itaconic  acid.  The  same  products  are  quickly 
obtained  when  sodium  carbonate  or  calcium  carbonate  is  added. 

ItanicUie  Acid,  C^HgO^  crystallizes  in  long  very  deliquescent 
needles,  which  melt  at  64"",  and  on  distillation  it  decomposes 
into  water  and  itaconic  acid  or  citraconic  anhydride.' 

CTiloritamalie  Acid,  C5H7CIO5,  is  obtained  by  acting  with 
chlorine  on  a  solution  of  itaconic  acid  '  or  of  its  sodium  salt,^ 
and  forms  glistening  monoclinic  crystals  which  dissolve  readily 
in  water. 

775  Itadibrompyrotartaric  Acid,  CgH^BrgO^,  is  formed  by  the 
direct  union  of  bromine  and  itaconic  acid  and  crystallizes  in 
crusts  readily  soluble  in  water.*  When  boiled  with  water  and 
an  excess  of  sodium  carbonate,  the  sodium  salt  of  cuxmic  acid, 
CgH^O^  is  obtained,  which  crystallizes  in  thin  plates.  If  this 
be  then  decomposed  with  dilute  sulphuric  acid  and  extracteii 
with  ether^  the  acid  is  obtained  after  evaporation  of  the  ether 
in  characteristic  tufls  of  long  plates  having  a  satiny  lustre.  It 
separates  from  water  in  glistening  rhombic  crystals,  which  melt 
at  164^  It  is  a  monobasic  acid,  but  on  boiling  with  baryta- 
water,  the  barium  salt  is  obtained  of  the  liquid  dibasic  acid 
oxyitdconic  a/Ad,  C^H^O^,  a  compound  which  has  not  been  far- 
ther examined.  By  the^  continued  action  of  baryta-water  the 
acid  is  split  up  into  formic  and  succinic  acids.  Aconic  acid  is 
not  attacked  by  acetic  anhydride.®  It  does  not  combine  with 
bromine  at  the  ordinary  temperature  and  it  is  decomposed  when 
heated  with  bromine.^  The  constitution  of  this  compound  and 
of  the  others  belonging  to  this  group  will  be  discussed  hereafter. 

Itatartaric  Acid,  C^B^((i)3L)fi^i  is  produced  by  acting  with 
silver  oxide  on  a  solution  of  itadibrompyrotartaric  acid,^  or  by 

*  Fittig  and  Landolt,  Ann,  Chcm,  Pharm,  dxxxTiii.  71. 

'  Swarts,  Zeitach.  Chan,.  1867,  648  ;  Fittig  and  Landolt,  loe.  cU, 

*  Swarts,  Jdkresb.  1873,  683. 

*  Morawski,  Joum.  Prakt.  Chem.  [2],  vii.  158. 
'  Kekule,  Ann.  Chem.  Pharm.  Suppl.  i.  339. 

^  Meilly,  Ann.  Chem.  Pharm.  clxxi  153. 

'  "Wichelhaus,  ib.  clxxL  182. 

®  Keknle,  Ann.  Chem.  Pharm,  Snppl.  i.  816. 
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boiling  chlor-itamalic  acid  with  caustic  lime.^  It  forms  a  glassy 
deliquescent  mass,  but  many  of  its  salts  crystallize  well.  The 
calcium  salt  2C^KfijCsi  +  H2O,  is  a  difficultly  soluble  crystaHine 
precipitate. 

776  Citraconic  Acid,  CgH^O^.  To  prepare  this,  about  100 
grams  of  citric  acid  are  subjected  to  dry  distillation ;  from  the 
distillate  the  citraconic  anhydride  formed  is  separated  by 
repeated  acid  rectification,  and  this  in  contact  with  water 
gradually  combines  to  form  the  acid.' 

Citraconic  acid  forms  monoclinic  deliquescent  prisms  which 
dissolve  at  the  ordinary  temperature  in  less  than  half  their 
weight  of  water.  On  distillation,  the  acid  decomposes  again 
into  water  and  the  anhydride,  but  it  volatilizes  with  moderate 
ease  in  a  current  of  steam  whilst  on  heating  with  water  to 
120"*  it  is  transformed  into  itaconic  acid.  Its  potassium  salt 
yields  on  electrolysis  allylene,  together  with  but  little  acrylic  and 
mesaconic  acids  (Aarland). 

CUraconic  Anhydride,  CgH^O,,  is  a  colourless  heavy  liquid 
which  boils  at  213°— 214\ 

GitraMorpyrotartaric  Add,  C^HyClO^,  separates  out  gradually 
when  citraconic  anhydride  and  fuming  hydrochloric  acid  are 
allowed  to  stand  together.  It  crystallizes  from  warm  water  in 
glistening  tables  or  plates  which  melt  at  129^'  When  heated 
with  sodium  carbonate  solution  it  decomposes  into  hydrochloric 
acid,  carbon  dioxide,  and  methacrylic  acid,  C^HgO^  (p.  406). 

CUrabrompyrotartaric  Acid,  CgH^BrO^,  is  formed  by  the 
union  of  the  acid  or  its  anhydride  in  the  cold  with  fuming 
hydrobromic  acid,  and  forms  transparent  well-formed  crystals 
belonging  to  the  monoclinic  system,  which  melt  at  148°  (Fittig 
and  Landolt).  When  boiled  with  a  solution  of  carbonate  of 
soda  it  jrields  methacrylic  acid,  and  when  its  silver  salt  is 
heated  with  water  to  ISO"*  it  splits  up  into  carbon  dioxide,  silver 
bromide,  and  allylene.^ 

atramalic  Acid,  G^^{OYi)0^,  is  obtained  by  the  action  of 
zinc  on  an  aqueous  solution  of  chlorcitramalic  acid,^  and  forms 
large  crystals  which  melt  at  119^  and  on  distillation  split  up 
into  water  and  citraconic  anhydride.^ 

1  Morawski,  Joum.  Praki.  Chem.  [2],  xL  460. 

•  Fittig  and  Landolt,  Ann,  Chem.  Fharm.  clxxxriii.  71. 

>  Swarts,  ZeiUch.  Chem.  1866,  724 ;  Fittig  and  Landolt,  Ann,  Chem,  Pharm, 
dxxzviiL  88.  ^  Bonrgoin,  Bull.  Soc  Chian.  xxyiiL  459. 

•  Carios,  Ann.  Chem.  Pharm.  czxil.  160 

•  Morawski,  Jah^esb.  1878,  721. 
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Chlordtramalic  Add,  G^fi\{OH)0^  is  produced  by  acting 
with  hypochlorous  ax;id  on  a  citraconate,^  or  by  leading  chlorine 
into  a  solution  of  citraconic  acid  or  its  sodium  salt.*  Mesaconic 
acid  also  is  transformed  in  this  way  into  chlorcitramalic  acid' 
It  dissolves  readily  in  water  and  forms  glistening  crystals 
which  melt  at  about  100**.  When  boiled  with  an  excess  of 
baryta-water  it  is  transformed  into  oxffcitraeonie  acid, 
C5H5(OH)0^,  which  crystallizes  in  fine  prisms  and  unites  with 
hydrochloric  acid  at  lOO**  to  form  isochlorcUramalie  acid.  This 
forms  tables  which  melt  at  160^  and  is  probably  chlarmemmalic 
acid. 

Citratartaric  Add,  C5H^(0H)20^,  was  obtained  by  Carius  by 
mixing  barium  chlorcitramalate  with  baryta-water,  evaporating 
at  100,°  and  decomposing  the  residue  with  sulphuric  acid.  It 
is  also  formed  when  1  part  of  chlorcitramalic  acid  is  heated 
with  10  parts  of  water  to  100"*  for  twelve  hours  (Morawski). 
On  evaporation  it  remains  as  a  syrup  which  gradually  becomes 
crystalline. 

Citraditn'ompyrotartaric  Add,  CgH^BrjO^.  Bromine  unites 
readily  with  citraconic  acid  in  the  cold  forming  this  acid,  which 
forms  fine  crystals  that  melt  at  150*"  and  dissolve  easily  m 
water.  When  boiled  with  water,  or  with  sodium  carbonate 
solution,  it  splits  up  into  carbon  dioxide,  hydrobromic  acid, 
brommethacrylic  acid,  and  propionaldehyde.* 

777  Mesaconic  Add,  C^H^O^  was  obtained  by  Gottlieb  by 
warming  citraconic  acid  with  dilute  nitric  acid,  and  he  also 
pointed  out  that  it  caimot  be  obtained  by  a  similar  treatment  of 
itaconic  acid.*  Its  salts  were  then  examined  by  Pebal.®  Baup 
also  examined  this  acid  and  termed  it  acide  dtra^xirtique  (from 
a^iide  dtraconique  and  ar8)J 

It  is  also  produced  when  citraconic  acid  is  warmed  with 
hydriodic  acid  (Kekul^),  hydrochloric  acid  (Swarts),  or  hydro- 
bromic acid  (Fit tig);  or  when  the  acid  or  itaconic  acid  is 
heated  with  water  to  180**— 200^®  For  its  preparation  a 
mixture  of  2  parts  of  citraconic  anhydride,  2  parts  of  water, 
and  3  parts  of  nitric  acid  of  sp.  gr.  1074  is  evaporated  until 

•  CariuB,  Ann.  Chem.  Pharm.  cxxvL  201 ;  czzix.  164. 

•  Gottlieb,  ib.  clx.  101. 

«  Morawski,  Joum.  Prakt,  Chem,  [2],  x.  79  ;  xi.  466. 
.  *  Fittig  and  Krusemark,  Ann.  Chem,  Pharm,  ccvi.  1. 

•  Ann,  Chem,  Pharm.  Ixxvii.  263.  '  Ib.  IxxTiii  129. 
'  Ann.  Chim.  Phys,  [3],  xxxiii.  192. 

•  Swarts,  Jahrcab.  1873,  679. 
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red  fumes  are  evolved,  and  the  acid  which  8el>aratea  out  on 
cooling  is  re-crystallized  from  hot  water  (Fittig  and  Landolt). 

Mesaconic  acid  crystallizes  from  water  in  fine  needles  and  from 
alcohol  in  transparent  prisms ;  it  melts  at  200"*,  and  at  a  higher 
temperature  volatilizes,  without  forming  an  anhydride,  and  yields 
a  vapour  having  an  irritating  odour.  One  hundred  parts  of  water 
dissolve  27  parts  of  the  acid  at  18^  and  117*9  parts  at  the 
boiling  point  (Pebal).  Its  potassium  salt  yields  on  electrolysis 
the  same  products  as  are  obtained  when  potassium  citraconate 
is  similarly  treated  (Aarland).  The  acid  unites  with  fuming 
hydrochloric  or  hydrobromic  acid  when  heated,  producing  the 
corresponding  derivatives  of  citraconic  acid  (Fittig  and  Landolt). 

Mesadibrampyrotartaric  Acid,  CgH^BrjO^  is  formed  by  the 
direct  union  of  bromine  with  mesaconic  acid,  heat  being 
required  to  effect  the  combination.  It  forms  warty  crystals  and 
is  less  soluble  in  water  than  citradibrompyrotartaric  acid 
(KekuTe,  Fittig,  and  Landolt).  When  boiled  with  water  it 
decomposes  into  hydrobromic  acid  and  the  anhydride  of  brom- 
citraconic  acid,  whilst  at  the  same  time  some  propionaldehyde 
is  also  produced.  If,  however,  it  be  boiled  with  a  solution  of 
sodium  carbonate,  it  yields  the  same  products  as  citradibrom- 
pyrotartaric acid  does,  together  with  isobrommethacrylic  acid 
(Fittig  and  Erusemark). 

778  The  Constit'iUioii  of  the  PyrocUrie  Acids,  When  the 
properties  of  citraconic  and  mesaconic  acids,  are  compared  with 
one  another,  it  is  evident  that  these  bodies  stand  in  the  same 
relation  to  one  another  as  fumaric  and  maleic  acids  do ;  differing 
from  these  latter  by  containing  a  methyl  group  in  the  place  of  an 
atom  of  hydrogen.  Their  isomerism  therefore  may  be  explained 
by  a  difference  in  the  arrangement  of  their  atoms  in  the  mole- 
cule (p.  214),  or  the  supposition  of  Fittig  may  be  adopted,  that 
as  citraconic  acid  forms  additive  products  readily  in  the  cold,  it 
contains  free  combining  units,  whilst  in  mesaconic  acid  these  do 
not  exist,  thus  leading  to  the  following  formula : 

Citraconic  Acid.  Mesaconic  Acid. 

CH3  CH3 


i 


ttCOjH  CCOjH 

I  n 

=C.CO,H.  CH.COjH. 

Itaconic   acid   is  distingaisbed  from   these  inasmuch  as   on 
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^6  CROTACOKIC  ACID. 

decomposition  it  yields  isoallylene  but  no  alljlene,  and  con- 
sequently  does  not  contain  a  methyl  group.  Its  constitutioa 
will  therefore  be  represented  by  one  of  the  following  formulae: 

Itaconic  Acid. 


cs;  zicH 


Of  these,  Fittig  considers  the  latter  to  be  the  more  probable 
formula,  as  itaconic  acid  forms  additive  products  as  readily  as 
does  citraconic  acid.  It  also  explains  in  a  simple  manner  the 
formation  of  monobasic  aconic  acid  from  itadibrompyrotartaric 
acid,  whilst  its  properties  of  not  combining  with  bromine  in  the 
cold  and  being  unattacked  by  acetyl  chloride  shows  that  it  con- 
tains no  alcoholic  hydroxy  I.  Baryta- water  converts  it  into 
dibasic  oxyaconic  acid,  which  readily  decomposes  into  formic  and 
succinic  acids.  These  observations  lead  to  the  following  formuls:^ 

Itadibrompyrotartaric  Acid'    Ozyitaconic  Acid.  Aconic  Acid. 

CHBrj  CH.OH  CH, 


aCO.OH  C.CO.OH  C.CO.OH 


i 

CH2.CO.OH,  CH2.CO.OH.  C.CO.OH. 

779  Crofaccmic  Add,  CaH^^COgH)^  This  acid,  isomeric  with 
pyrocitronic  acid,  is  prepared  from  )8-chlorcrotonic  acid.  The  ethyl 
salt  of  this  is  heated  with  potassium  cyanide  and  alcohol,  when 
potassium  /S-cyancrotonate,  CH8.CHzzC(CN)C03K,  is  obtained, 
which  forms  small  hard  crystals  and  is  transformed  by  hydro- 
chloric acid  into  crotaconic  acid.  This  latter  exists  in  ill-defined, 
readily  soluble  crystals,  which  melt  at  119*  and  decompose  ahoye 
130''  into  carbon  dioxide  and  crotonic  acid  * : 

CH3.CH=C(C02H)2    =    CH3.CHz1CH.CO2H    -h    COy 

Xeranic  Acid,  CgHjgO^.  The  anhydride  is  formed  as  a  by- 
product in  the  preparation  of  citraconic  anhydride,  and  is  also 
obtained  in  smaller  quantity  on  distilling  this  substance,  also, 

*  Ann,  Chem.  Pharm,  clxxxviii.  100. 

*  Glaus  and  Wasowicz,  Ann,  Chcm.  Pharm,  czcL  83. 
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and  ia  large  amount,  together  with  other  bodies,  when  it  is 
boiled  some  time : 

2C^Rfi^    +    H,0    «    CgHioOj    +    2C0y 

It  is  a  peculiarly  smelling  liquid,  but  little  soluble  in  water, 
X>ossessing  at  first  a  sweet  but  afterwards  a  bitter  taste,  and 
boiling  at  242°.  When  dissolved  in  ammonia,  and  calcium 
chloride  added,  a  crystalline  precipitate  is  formed  of  calcium 
xeroTiate,  CgH^QO^Ca  +  H^O,  and  this  when  treated  with  hydro- 
chloric acid  does  not  yield  xeronic  acid,  but  is  transformed 
again  into  the  anhydride.  It  is  from  this  behaviour  that  the 
acid  derives  its  name  (fi;po9,  dry,  anhydrous). 

The  empirical  formula  of  xeronic  acid  shows  that  it  is  homo- 
logous with  citraconic  acid,  but  it  possesses  properties  very 
different  from  this,  inasmuch  as  it  does  not  combine  either  with 
nascent  hydrogen  or  with  bromine. 

On  oxidation  with  solution  of  chromic  acid  it  yields  propionic 
acid.    It  must  therefore  be  regarded  as  di-ethylfumaric  acid.^ 

Suberocarhoxylic  Add,  or  Hexenyl  Tricarboxj/lic  Add, 
C|jHii(C02H)3.  By  passing  chlorine  into  fused  suberic  acid, 
moTiochlarsuieric  add,  C^HuClCCOjH),,  is  produced  as  a  syrupy 
liquid  readily  soluble  in  water  and  in  ether.  This  is  transformed 
into  the  above  acid  when  heated  with  potassium  cyanide 
solution  and  then  boiled  with  potash.  It  forms  fine  glistening^ 
crystals.* 

*  Roser,  B^r.  DetUaeh.  Chem.  Oen.  xt.  2012. 
'  Bauer  and  Groger,  Monaiseh.  Chem,  u  510. 
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780  A  general  method  for  the  preparation  of  this  series  of 
hydrocarbons  consists  in  heating  the  haloid  ethereal  salts  of  the 
dyad  alcohol  radicals  with  alcoholic  potash,  when  the  reaction 
takes  place  in  two  stages  : 


Ethylene  Bromide.  Bromethylene. 

CHjBr  CH. 

+    KOH  -      II        +    KBr    +    H,0. 
HjBr  CHBn 


i 


Acetylene. 

CH3  CH 

II  +    KOH    =        III        +    KBr    +    H^O. 

CHBr  CH 

These  hydrocarbons  may  be  arranged  in  three  classes  :^ 
(1)  Those  of  the  first  class  are  the  true  homologues  of  acetylene, 
and  contain,  like  it,  carbon  atoms  trebly  linked.     They  are  ob- 
tained from  the  dibromides  of  those  defines  whose  constitution 
admits  of  a  treble  linkage  of  the  carbon  atoms  : 

Methylacetylene. 

CH,  CH, 


-i 


CHBr    =    C        +    2HBr. 

I  III 

OHjBr         CH 

Methyl-ethyl-acetylcne. 

CH3.CHBr.CHBr.C,H5    =    CH3.C=C.CjH5    +     2HBr. 

They  are  also  obtained  from  the  dichlorides  formed  by  the 
action  of  phosphorus  pentachloride  on  the  aldehydes  ;  heptalde- 
hyde,  CgHjjCOH,  thus  yields  pmtylacdylene,  G^yfi=CR.    In 

*  Henry,  Ber.  DeiUsch.  Chem.  Oea.  viii.  400. 
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the  same  way  they  are  produced  from  certain  ketones;  thus 
methyl-ethyl-ketone  yields  ethyl  aeetykne : 

C2H5.CO.CH3    =    CjHg.C^CH    +    H,0. 

The  hydrocarbons  of  this  class  may  also  be  obtained  from 
acetylene,  by  the  replacement  of  one  or  both  atoms  of  hydrogen 
by  alcohol  radicals. 

The  two  hydrogen  atoms  of  acetylene  may  readily  be 
replaced  by  certain  metals,  such  as  silver  and  copper,  and  its 
homologues  which  contain  the  group,  — C=CH,  possess  one 
hydrogen  atom  which  admits  of  similar  replacement.  These 
may,  therefore,  be  recognised  by  the  fact  that  in  ammoniacal 
solution  they  yield  a  precipitate  with  a  silver  salt  or  with 
cuprous  chloride,  whilst  the  hydrocarbons  containing  two 
alcohol  radicals  do  not  do  so. 

(2)  The  hydrocarbons  of  the  second  class  contain  the  group 
— HC~CZICH — ,  and  are  derived  from  the  haloid  ethereal 
salts  of  defines,  or  from  those  obtained  from  ketones,  in  which 
a  treble  linkage  of  the  carbon  atoms  cannot  occur.  Thus 
amylene  bromide  yields  dimethyl-^soallykne : 


■\CBr.CHBr.CH3    =   ^^>C=:C=CH,    +    2HBr. 
CH3/  CH3/ 


And  the  chloride    obtained    from  di-isopropyl    ketone  yields 
tetramethyl-allylene : 

CH3V  /CH3  CH3V  /CHg 

>CH.CCL.CH<  =  >CziC=C<       +  2HCL 

These  hydrocarbons  do  not  yield  any  metallic  compounds. 

(3)  The  members  of  the  third  class  contain  two  groups  of  doubly- 
linked  carbon  atoms.  The  only  member  of  the  class  yet  known  is 
dicUlyl,  CgHjQ,  obtained  by  the  action  of  sodium  on  allyl  iodide, 
and  having  the  constitution  CH2:i:CH.CH2.CH2.CHIICH2. 
This  also  does  not  contain  any  hydrogen  atom  replaceable  by 
metals. 

The  hydrocarbons  of  the  Cn  C2n.2  series  are  also  produced  by 
the  electrolysis  of  acids  of  the  series  Cn  H2n^04  ;  thus  fumaric 
acid  yields  acetylene  2 

CH.GO2H  CH 

II  »     III       +     2CO2    +     H3; 

.CaCOgH  CH 
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whilst  itaconic  acid  gives  isoallylene : 
CH,  CH, 

C.COjH    «    C        +    2C0,    +    Hy 

CH,.C02H      CH, 

They  axe  also  found  amongst  the  products  of  the  dry  distillation 
of  various  organic  substances. 

These  hydrocarbons  unite  with  the  elements  of  the  chlorine 
group  to  form  two  classes  of  compounds,  the  first  class  being 
formed  by  the  addition  of  two  atoms  of  the  chlorous  element 
The  bodies  thus  obtained  belong  to  the  define  type,  and  they 
again  combine  with  two  more  atoms  of  the  halogen.  They 
behave  similarly  with  the  hydracids,  the  halogen  combining 
with  the  carbon  atom  poorest  in  hydrogen. 


ETHINB  COMPOUNDS. 

781  Acetylene,  or  MhiTte^C^^w^  first  examined  by  Edmund 
Davy,  who  obtained  it  by  the  action  of  water  on  the  greyish-brown 
mass  produced  by  heating  carbonized  tartar  and  charcoal  powder 
together  in  an  attempt  to  prepare  potassium.  He  described  the 
gas  as  a  new  hydrocarbon  which  he  called  klumene,  but  did  not 
submit  it  to  further  examination,  the  mass  from  which  it  was 
obtained  being  considered  by  him  to  be  a  carburet  of  potassium.^ 

These  observations  were  however  quite  forgotten  until  Berthe- 
lot  re-discovered  this  hydrocarbon  and  gave  to  it  the  name  of 
acetylene.*  He  obtained  it  by  passing  ethylene,  or  the  vapours 
of  wood-spirit,  alcohol,  ether,  &c.,  through  a  red-hot  tube. 
Berthelot  also  observed  its  existence  in  coal-gas,  which,  how- 
ever, contains  only  about  0'06  per  cent.  He  found  further,  that 
it  is  produced  when  an  induction-spark  is  passed  through  marsh 
gas,  ethylene,  or  a  mixture  of  cyanogen  s^nd  hydrogen,  and  also 
when  the  vapours  of  ether,  amylene,  and  other  volatile  carbon 
compounds  undergo  incomplete  combustion. 

Synthesis,  By  far  the  most  important  observation  made  by 
Berthelot  on  this  subject  is,  however,  the  synthesis  of  acetylene 

^  Ann,  CheTiu  Pharm,  xxili.  144. 

»  Ann,  Chim,  Phis,  [3],  Ixvii.  52 ;  [4],  ix.  418 ;  xiii.  148 ;  Brii.  Assoc  Rep, 
1836  (part  2),  pp.  62—64 ;  Thomson,  Reeorda,  iv.  1836,  pp.  821—823. 
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which  he  eflFected  by  passing  a  powerful  electric  current  between 
two  carbon  poles  in  an  atmosphere  of  hydrogen.  The  apparatus 
which  he  employed  is  shown  in  Fig.  119.  The  glass  vessel  O 
is  closed  by  doubly-bored  corks  which  carry  glass  tubes,  the 
narrow  tubes  (t  t)  serving  for  conducting  hydrogen  to  and  fi*om 
the  vessel,  whilst  through  the  wider  tubes  (T  T)  stout  copper 
rods  pass.  One  end  of  each  of  these  is  attached  to  poles  of 
purified  gas-carbon,  the  other  end  being  connected  with  a 
battery  of  50  Bunsen  elements.  The  acetylene  formed  by  the 
action  of  the  electric  arc,  mixed  with  hydrogen,  is  passed  into 
an  ammoniacal  solution  of  cuprous  chloride,  and  the  red  insoluble 
copper  compound  thus  obtained  (which  is  more  fully  described 
further  on),  is  then  treated  with  hydrochloric  acid,  when  acetylene 
is  liberated.^ 


Fig.  119. 


Another  interesting  fact  respecting  the  formation  and  decom- 
position of  acetylene  has  been  recently  noted  by  Berthelot. 

In  the  combination  of  carbon  and  hydrogen  61,100  units 
of  heat  are  absorbed,  so  that  the  sudden  decomposition  of 
acetylene  should  cause  a  rise  of  temperature  amounting  to 
3000*.  But  this  sudden  decomposition  cannot  be  eflFected 
either  by  heat  or  by  means  of  the  electric  spark ;  it  can,  how- 
ever, easily  be  brought  about  by  exploding  by  the  spark  01 
grm.  of  fulminating  mercury  in  a  volume  of  about  20  to  25 
cbc.  of  acetylene,  when  a  violent  detonation  occurs  and  the 
acetylene  is  suddenly  decomposed  into  finely  divided  caibon  and 
its  own  volume  of  hydrogen.* 

Acetylene  is  likewise  produced  when  the  vapour  of  chloroform 
is  passed  over  red-hot  copper  (Berthelot),  or  when  chloroform  is 


J  Ann.  Chim.  Phys.  [3],  Ixvii.  52. 

»  Berthelot,  Bull,  Soc.  Chim,  xxxviii.  5, 
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heated  with  sodium.^     It  is  fonned  also  in  the  electrolysis  of 
fumaric  and  maleic  acids.* 

782  Preparation.  For  its  preparation  ethylene  lHt)mide  is 
allowed  to  drop  slowly  into  a  concentrated  boiling  solution  of 
caustic  potash  in  alcohol,  the  evolved  gas  being  passed  through 
a  second  similar  boiling  solution  in  order  to  &ee  it  from  brom- 
ethylene.'  According  to  Zeisel,  the  above  treatment  docs  not 
completely  remove  the  latter  compound,  but  this  may  be 
effected  by.  passing  the  gas  over  moderately-heated  soda-lime> 


Fio.  120. 

Acetylene  is  moreover  formed  in  large  quantity  when  the 
vapour  of  ethylene  chloride  is  passed  over  heated  lime  or  soda- 
lime.^  It  is  also  produced  abundantly  in  the  incomplete  combus- 
tion of  cool-gas,  as  may  be  well  shown  when  the  flame  of  a  Bunsen- 
bumer  "  bums  down."  ®  If  a  large  glass  globe  be  held  for  a  few 
minutes  over  the  burner  and  then  a  few  drops  of  cuprous 
chloride  poured  over  the  inner  surface  of  the  globe  a  dark  red 
film  is  formed  on  the  sides  of  the  vesseL    To  prepare  the  copper 

1  Fittig,  Zeitach.  CJiem.  1866,  127.  '  Ann.  Chem,  Pharm,  cxxxi.  85. 

>  Miasnikow,  Ann,  Chem.  Pharm.  cxviii.  380  ;  Sawitsch,  ib,  cxix.  184  ;  Sabane- 
jew,  ib.  clxxviii.  111.  *  lb.  cxcL  872. 

*  von  Wilde,  Ber.  Deutsck.  Chtm.  Oes,  viL  352. 

•  Rieth,  Zeittch,  Chan.  1867,  598. 
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compound  in  larger  quantity,  the  apparatus  shown  in  Fig.  120  is 
employed,  the  products  of  combustion  being  drawn  by  means  of 
an  aspirator  through  a  cylinder  containing  the  ammoniacal  copper 
solution.  Since,  however,  a  current  of  air  accompanies  the  acety- 
lene the  cuprous  oxide  soon  becomes  oxidized  and  the  formation 
of  the  red  compound  ceases.  A  richer  yield  of  this  latter 
compound  is  obtained  when  an  apparatus  is  used  similar  to  that 
described  by  Berthelot.^  The  burner,  A  A  (Fig.  121),  is  connected 
with  the  brass  tube,  B  B  B,  the  downward  bent  portion  of  which 
is  cooled  in  order  to  condense  the  water.  This  collects  in  F, 
whilst  the  gas  is  drawn  through  the  cuprous  solution  by  means 
of  the  aspiration  of  the  Bunsen-pump.  The  stop-cock,  U,  serves 


«.,'«t,*-.i»i(,iiiW„#^  W»!f!fii^  ,  • 


Fio.  121. 

to  regulate  the  stream  of  gas,  so  that  neither  coal-gas  nor  air  is 
in  excess.  This  apparatus  may  be  kept  at  work  for  many  days ; 
every  morning  the  current  of  gas  is  stopped  for  a  quarter  of 
an  hour  in  order  to  allow  the  copper  compound  to  settle.  When 
sufficient  quantity  of  the  precipitate  has  been  deposited  in  R,  the 
flask  is  removed  and  replaced  by  a  fresh  one,  and  this  in  its  turn 
by  another  flask  containing  the  cuprous  solution.  The  liquid  is 
drawn  off  by  means  of  a  siphon,  and  the  residue  is  washed 
repeatedly  with  distilled  water  until  the  ammonia  is  completely 
removed,  as  otherwise  the  moist  compound  quickly  oxidizes. 
By  treatment  with  hydrochloric  acid  ethylene  is  liberated,  but 

»  Ann.  Chita.  Phys,  [6],  x.  865. 
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this  always  contains  a  little  chlorethylene  (Berthelot,  Zei^el). 
By  means  of  this  apparatus  Berthelot  obtained  in  one  night  a 
quantity  of  the  cuprous  compound  sufficient  to  yield  four  liters 
of  acetylene.  An  improved  form  of  the  apparatus  has  been 
described  by  Jungfleisch.^ 

Berthelot  gives  the  following  process  for  the  preparation  of  a 
solution  best  adapted  for  the  absorption  of  acetylene.  Cupric 
oxide  is  dissolved  in  cold  commercial  hydrochloric  acid,  and  the 
solution  is  poured  into  flasks  half  filled  with  copper  turnings. 
The  liquid  quickly  becomes  colourless  and  then  commercial 
ammonia  (well  cooled  by  water)  is  added  until  the  solution  has  a 
slightly  acid  reaction,  after  which  the  liquid  is  made  alkaline  with 
ammonia.  All  these  operations  must  be  quickly  performed,  and 
air  excluded  as  much  as  possible. 

783  Properties.  Acetylene  is  a  colourless  gas,  possessing  a 
peculiar  unpleasant  smell.  Its  specific  gravity  is  0'91.  Cailletet 
has  condensed  it  at  +  1"*  under  a  pressure  of  48  atmospheres, 
to  a  mobile  highly  refractive  liquid,*  whilst  Ansdell  found  that 
at  0**  a  pressure  of  21 '5  atmospheres  suffices  for  producing  the 
liquid,  and  that  at  this  temperature  it  has  a  specific  gravity  of 
0  451.'  Water  at  18°  dissolves  its  own  volume  of  acetylene, 
whilst  six  volumes  of  absolute  alcohol  or  glacial  acetic  acid 
are  needed.  When  ignited  it  bums  with  a  very  smoky  flame, 
and  with  oxygen  it  forms  a  highly  explosive  mixture.  Ethylene 
is  formed  by  the  action  of  zinc  and  ammonia  on  the  acetylene- 
copper  compound,  and  when  a  mixture  of  hydrogen  and  acety- 
lene is  brought  in  contact  with  platinum  black,  the  two  gases 
unite,  forming  ethylene.* 

Acetylene  unites  with  haloid  hydracids,  first  forming  mono- 
substitution-products  of  ethylene,  and  these  combine  with  a 
second  molecule  of  the  acid,  thus  giving  rise  to  ethidene 
compounds.* 

Concentrated  sulphuric  acid  slowly  absorbs  acetylene,  and 
when  this  solution  is  diluted  with  water  and  distilled,  croton- 
aldehyde  (p.  403)  passes  over,  the  formation  of  which  may  be 
readily  explained  ;  acetylene  combining  with  water  first  to  form 
acetaldehyde,  and  this  then  condensing  to  crotonaldehyde. 

1  Compt,  Itend,  xc.  364. 
'  Compt.  Rntd.  Ixxxv.  851. 
'  Ch€7n,  News,  xl.  136. 

*  von  Wilde,  Ber,  DeuUch,  Chem.  Gea.  vii.  863. 

«  Berthelot,  Ann,  Chan,  Phann.  czxxii.  122 ;  Reboul,  Ber.  Deutach.  Chem. 
Oes,  V.  326. 
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Chromic  acid  solution  oxidizes  acetylene  to  acetic  acid,  aldehyde 
being  an  intermediate  product,  whilst  an  alkaline  solution  of 
potassium  permanganate  transforms  it  into  oxalic  acid. 

When  acetylene  is  brought  in  contact  with  mercuric  bromide 
and  water,  it  combines  with  the  latter  slowly  in  the  cold,  or 
more  quickly  on  heating,  forming  acetaldehyde.  The  part  played 
by  the  mercuric  bromide  in  this  reaction  is  not  understood. 
With  water  alone,  or  in  the  presence  of  hydrobromic  acid, 
no  combination  occurs.* 

Although  acetylene  is  formed  from  its  elements  at  the  tempe- 
rature of  the  electric  arc,  it  is  decomposed  again  by  the  passage 
of  the  induction  spark  (Berthelot). 

Acetylene  is  poisonous,  combining  with  the  hsemoglobin  of 
the  blood  to  form  a  compound  similar  to  that  yielded  by  carbon 
monoxide,  but  its  poisonous  action  is  less  energetic  than  that  of 
the  latter  body.* 


Metallic  Compounds  of  Acetylene. 

784  When  sodium  is  gently  heated  in  acetylene  it  becomes 
covered  with  a  thin  white  layer  of  CgHNa,  and  at  a  dark  red 
heat  this  passes  into  a  black  mass  of  C2Na2.  At  the  same  time 
small  quantities  of  ethylene  and  ethane  are  formed.  When 
potassium  is  fused  in  acetylene  the  compound  CjKj  is  formed, 
and  the  mass  becomes  incandescent.  All  these  compounds  are 
acted  upon  by  water  with  explosive  violence,  acetylene  being 
again  formed.' 

Calcium  Acetylide,  C^Ca,  is  obtained  when  an  alloy  of  calcium 
and  zinc  is  strongly  heated  with  charcoal.  It  is  decomposed  by 
water  into  calcium  hydroxide  and  acetylene.* 

Cuprous  Acetylide,  CjCuj  +  HjO.  Quet  observed  that  when 
the  induction  spark  is  passed  into  alcohol,  or  when  its  vapour  is 
passed  through  a  red-hot  porcelain  tube,  a  gas  is  formed  which 
yields  precipitates  with  ammoniacal  cuprous  chloride  solution 
and  silver  solution,  and  that  these  products  explode  when 
heated  or  on  percussion.^    Bottger  obtained  similar  precipitates 

^  Kntacharow,  Ber.  Deidsch,  Chem,  Oes.  ziy.  1540. 

'  Bistrow  and  Liebreich,  Ber.  Deutseh,  Chem,  Oes,  i  220. 

*  Berthelot,  Bull.  Soc  Chim.  1866,  y.  182 ;  Ann.  Chem.  Pharm.  czxxix.  150, 

*  Wohler,  AmL  Chem.  Pharm.  cxxiv.  220. 

*  dmfUs  Eendw,  zlvi.  903  ;  Ann.  Chem.  Pharm.  cTiii  116. 
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by  passing  coal-gas  through  these  solutions,  and  he  termed  the 
red  flocculent  substance  a  copper-hydrocarbon  compound,  as  it 
is  converted  by  hydrochloric  acid  into  a  gaseous  hydrocarbon 
and  cuprous  chloride.^  Torrey  then  stated  that  as  early  as 
1839  he  had  found  in  the  copper  gas-pipes  in  New  York  a 
brown  scaly  deposit  which  exploded  violently  on  percussion  or 
when  heated  to  200**.*  Berthelot  was  the  first  to  examine  this 
substance  more  minutely,  and  Crova  pointed  out  that  it  is  also 
formed  when  moist  acetylene  is  brought  into  contact  with 
metallic  copper.' 

The  preparation  of  this  copper  compound  has  already  been 
fully  described.  It  forms  a  dark  red  amorphous  precipitate,  which 
when  dry  explodes  either  on  percussion  or  on  heating  to  about 
100° — 120**,  leaving  behind  a  velvety  black  powder  which  con- 
tains charcoal  and  copper.  When  brought  in  contact  with 
chlorine,  bromine,  or  finely  divided  iodine,  ignition  takes  place. 
The  formation  of  this  compound  is  so  characteristic  and 
delicate  that  according  to  Berthelot  the  presence  of  0'005  mg- 
of  acetylene  can  thus  be  recognised. 

The  constitution  of  this  compound  has  as  yet  not  been  ascer- 
tained. Berthelot  gave  to  it  the  formula  (CfiGn^)^^,  and 
termed  it  cuproso^cetyl  oxide*'  but  Blochmann,  on  the  other 
hand,  found,  as  the  result  of  very  careful  analysis,  numbers 
giving  the  composition  CjHgCugO,  which  corresponds  with  the 
formula  given  above.*  When  acetylene  is  passed  into  a  solution 
of  cuprous  chloride  in  potassium  chloride  a  red  precipitate  is 
likewise  produced,  and  this,  according  to  Berthelot,  is  cuprosa- 
acetyl  chloride,  CgHCugCl.  If  this  formula  be  correct,  the 
compound  precipitated  from  ammoniacal  solution  will  be  the 
corresponding  hydroxide,  and  the  constitution  of  these  compounds 
would  be  represented  by  the  following  formulsB : 

Cnproso-acetyl  Hydroxide.  CapTOBO-acetyl  Chloride. 

CH=C— Cu— Cu-^-OH.  CH^C— Cu— Gu— a. 

Berthelot  has  also  prepared  other  cuproso-acetyl  salts,  but  has 
not  published  any  analyses. 

Silver  Acetylide,  €^^^2  +  ^fi$  is  formed  as  a  white  or 
yellowish  precipitate  by  passing  acetylene  into  an  ammoniacal 

^  Ann.  Chem,  Pharm,  ciz.  351. 

»  Jahresb.  1859,  222. 

»  lb.  1862,  442. 

*  Ann.  Chem.  Pharm.  cxxxviiL  245. 

»  lb.  clxxiiL  174. 
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solution  of  silver  nitrate.  In  the  dry  state  it  explodes  even 
more  easily  than  the  copper  compound.  Blochmann's  analyses 
give  the  above  formulsL,  but  Berthelot  considers  the  compound 
to  be  argentaceiyl  oxide,  (CjHAgj),©,  and  he  has  prepared  the 
corresponding  chloride,  CjHAggCl,  from  a  solution  of  silver 
chloride  in  ammonia. 

If  silver-acetylide  be  shaken  up  with  a  solution  of  iodine  in 
ether  until  this  is  decolorized,  and  the  liquid  be  then  evaporated, 
yellow  crystals  are  formed  which  have  a  repulsive  odour,  and 
the  vapour  strongly  attacks  the  eyes.  According  to  Berend 
they  possess  the  formula  C^H^I^,  and  yield  a  large  quantity  of 
acetylene  when  heated  with  alcoholic  potash.^  The  constitution 
of  this  compound  is  not  known. 

When  acetylene  is  passed  into  an  anmxoniacal  solution  of  aureus 
thiosulphate,  a  yellow  highly  explosive  precipitate  is  formed,  whilst 
in  an  alkaline  solution  of  mercury  potassium  iodide  a  yellow 
precipitate  is  obtained  having  the  composition  CjHHgI,HgO; 
this  explodes  slightly  on  heating,  and  yields  acetylene  on 
treatment  with  acids.* 


Haloid  Ethebeal  Salts  of  Acettlene. 

785  Acetylene  Bichloride,  CgH^Cl^.  When  acetylene  and  chlorine 
are  brought  in  contact  deflagration  usually  occurs  and  carbon  is 
separated.  Sometimes,  however,  under  conditions  which  have 
not  as  yet  been  determined,  the  dichloride  is  produced.  This 
latter  may  be  easily  obtained  pure  by  passing  acetylene  into  mode- 
rately cooled  antimony  pentachloride,  when  crystalline  plates  of 
C^2^'s-^^^^8  ^^^  formed,  and  this  on  heating  splits  up  into 
antimony  trichloride  and  acetylene  dichloride.^  This  latter  is  a 
mobile  liquid,  which  boils  at  55*"  and  has  an  odour  resembling 
that  of  chloroform. 

Acetylene  Tetrachloride,  CjHgCl^,  is  obtained  when  the  double 
compound  just  described  is  heated  with  an  excess  of  antimony 
pentachloride,  and  also  when  phosphorus  pentAchloride  acts  on 
dichloracetaldehydc,*  or  when  chlorine  is  passed  into  ethylene 

^  Ann.  Chem.  Pharm.  czzxy.  257. 

'  Basset,  C?ie9n.  yews,  ziz.  28. 

*  Berthelot  and  Jangfleisch,  Ann.  Chem.  Pharm.  SnppL  Yii  262. 

«  Paterno  and  Pisati,  Jahresb.  1871,  508. 
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chloride  (p.  41).  It  is  a  liquid  boiling  at  147^,  and  at  0""  has  a 
specific  gravity  of  1*614. 

Acetylene  DUromide,  CgHjBrj,  is  produced  by  the  union  of 
acetylene  and  bromine,^  but  is  not  easily  obtained  pure  in  this 
way.  It  may,  however,  be  readily  prepared  from  the  tetra- 
bromide  by  decomposing  its  well-cooled  alcoholic  solution  with 
zinc,  and  after  the  reaction  is  over,  precipitating  with  water.* 
It  is  liquid  having  a  chloroform-like  smell,  boiling  at  llff* — lir, 
and  having  at  28*  a  specific  gravity  of  2*20. 

Acetylene  Tetrdbromide,  CgH^Br^  is  obtained  by  passmg 
acetylene  into  bromine  under  water.  It  is  a  liquid  which  at 
17**6  has  a  specific  gravity  of  2*9493.  At  190"*  it  decomposes 
into  hydrobromic  acid  and  tribromethylene,  but  under  a  pressure 
of  36  mm.  of  mercury  it  boils  at  137*.' 

Acetylene  Di-iodide,  CjBLjIg.  This  compound  separates  out  in 
crystals  when  acetylene  is  passed  into  a  mixture  of  iodine  and 
absolute  alcohol.  The  liquid  is  removed  by  the  filter-pump, 
the  residue  washed  with  dilute  potash  solution  and  then  re- 
crystallized  from  hot  alcohol.  It  forms  long  thin  flexible  needles 
which  possess  a  strong  and  characteristic  odour.  It  melts  at 
73°,  but  it  volatilizes  at  the  ordinary  temperature^  and  may  be 
sublimed  without  decomposition. 

Together  with  this  compound,  an  isomeric  liquid  di-iodide  is 
formed  which  decomposes  on  heating,  and  also  a  more  volatile 
iodine  compound  which  escapes  with  the  unabsorbed  acetylene.^ 


Substitution-products  of  Acetylene. 

786  Monac/Uoracetylene,  C^HCl.  By  the  reduction  of  chloral- 
did  (Part  I.  p.  538)  a  dichloracrylic  acid  is  produced,  and  this 
on  boiling  with  baryta-water  decomposes  into  monochloracetylene, 
hydrochloric  acid,  and  carbon  dioxide : 

CCl,=CH.COgH    =    CC1=CH    +    HQ    +C0^ 

The  pure  gas  is  spontaneously  explosive,  yielding  carbon  and 
hydrochloric  acid,  but  does  not  explode  when  it  is  diluted  with 
hydrogen.  When  this  mixture  is  passed  into  bromine  it  forms  the 

^  Berthelot,  Ann,  Chem,  Phann,  cxxir.  272 ;  Sabanejew,  dxxviii.  116. 
»  Sabanejew,  Ber.  Deutsch,  Chem,  Gas.  ix.  1441 ;  Anschutz,  ib.  xii.  2074, 
'  Sabaneiew,  Ann,  Chem,  Pharm,  clxxviiL  118. 
*  Ibid,  clxxviii.  118. 
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crystalline  tetrabromide  CgHClBr^,  a  substance  which  is  also 
produced  when  bromine  acts  upon  ethyl  chloride,  and  is  known 
as  a-^hlortetrahromethane} 

When  passed  into  a  solution  of  cuprous  chloride  in  ammonia, 
monochloracetylene  produces  a  yellowish  red  precipitate,  whilst 
with  silver  nitrate  solution  a  white  precipitate  is  formed.  Both 
compounds  are  highly  explosive.* 

Monobromacetylene,  CjHBr,  is  formed  when  bromethylenc 
dibromide  is  heated  with  alcoholic  potash.'  The  gas  thus  pro- 
duced is  mixed  with  much  free  acetylene.  An  almost  pure 
product  is  got  by  the  decomposition  of  dibromethylene  dibromide 
according  to  the  following  equation : 

CHjBr— CBr,    =    CH=CBr    +    HBr    +    Br^. 

The  bromine  which  is  liberated  oxidizes  the  alcohol  to  formic        / 
acid.* 

The  gas  liquefies  under  a  pressure  of  three  atmospheres,  and 
in  the  air  it  takes  fire  and  bums  with  a  purple-coloured,  very 
smoky  flame.  When  brought  in  contact  .with  oxygen  explosion 
occurs.  If,  however,  the  compound  be  diluted  with  an  indifferent 
gas  and  the  mixture  brought  in  contact  with  air,  white  clouds 
of  bromacetic  acid  are  produced.'^  With  an  ammoniacal  solution 
of  cuprous  chloride  it  produces  a  red  precipitate,  which,  according 
to  Reboul,  is  copper  acetylide.  It  unites  with  bromine,  forming 
pentabromethane. 


PROPINE  COMPOUNDS. 

787  MethyUAcetylene,  or  AllyleTieJCTL^.C^CB,,  was  first  obtained 
by  Markownikow  by  heating  propylene  bromide  with  alcoholic 
potash,®  and  almost  simultaneously  by  Sawitsch  by  acting  on 
brom-propylene  with  a  solution  of  sodium  ethylate.^  It  is  also 
formed  by  heating  /8-chlorpropylene  with  caustic  potash  and 
alcohol,*  and  further,  by  the  action  of  sodium  on  dichlorinated 

1  Denzel,  Ber,  DeiUaeh.  Chem.  Qea,  xL  1739. 

*  Wallach,  Ann,  Chem,  Pharm,  cciii.  87. 

*  Sawitsch,  Ann,  Ohem,  Pharm,  cziz.  183  ;  Beboul,  ih.  cxziv.  267. 

*  Reboul,  ib.  cxxr.  81. 

*  Fontaine,  ib,  clri.  260. 

'  Ann.  Chem,  Pharm.  czviiL  830.  '  lb.  cziz.  ISfi. 

"  Friedel,  ib,  czzziy.  262. 
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dimethyl-methylene  chloride  (dichloracetone  chloride)^  or  its 
isomeride  tetrachlor-glycide  (p.  356).  The  last-named  compound 
yields  in  addition  propylene,*  and  probably  the  iso-allylene  de- 
scribed below.  For  the  preparation  of  methyl-acetylene  propylene 
bromide  is  used,  and  the  method  corresponds  exactly  to  that 
by  which  acetylene  is  prepared  from  ethylene  bromide.* 

Allylene  is  a  gas  possessing  a  strong  smell,  which,  however,  is 
less  unpleasant  than  that  of  acetylene.  It  takes  fire  readily,  and 
bums  with  a  very  smoky  flame.  It  combines  slowly  with 
fuming  hydrochloric  acid,  forming  dimethylmethylene  chloride, 
whilst  it  is  absorbed  by  highly-concentrated  hydrobromic  acid 
with  formation  of  dimethylmethylene  bromide  and  a  little  fi- 
brompropylene.*  If  concentrated  hydriodic  acid  be  poured 
into  a  flask  filled  with  allylene,  dimethyl-methylene  iodide, 
CBEjCIyCHg,  is  produced,  a  heavy  liquid  which  boils,  with  con- 
siderable decomposition,  at  147* — 148*,*  and  when  acted  on  by 
silver  oxide  is  transformed  into  acetone.^  By  the  direct  union 
of  allylene  with  water,  in  presence  of  mercuric  bromide,  acetone 
is  readily  formed  (see  Part  I.  568).  Potassium  permanganate 
oxidizes  allylene  in  the  cold,  yielding  formic,  oxalic,  and  malonic 
acids.  An  aqueous  chromic  acid  solution,  on  the  other  hand, 
converts  it  into  propionic  acid  (Berthelot).  When  allylene  is 
gently  heated  with  sodium,  it  is  decomposed  with  separation  of 
carbon  and  hydrogen  and  formation  of  sodium  acetylide.^ 

788  Metallic  Compounds  of  Allylene.  If  sodium  be  covered  with 
ether,  then  cooled  in  a  freezing  mixture,  and  allylene  led  in,  the 
gas  is  absorbed  in  considerable  quantity,  and  after  standing  for 
a  few  days  sodiuwr^llylene,  CjHjNa,  is  formed,  together  with 
propane :  ® 

SCsH^  +  4Na  =  408H3Na  +  CgHg. 

It  is  a  colourless  crystalline  powder  which  becomes  resinous  in 
the  air,  and  frequently  takes  fire  on  exposure. 

When  allylene  is  passed  into  a  solution  of  cuprous  chloride  in 
ammonia,  a  yellow,  flocculent  precipitate  of  cuproiis  allylide, 
(C^H^fiu^i  is  thrown  down.     This  becomes  incandescent  when 

^  Borache  and  Fittig,  Ann,  Chem,  Pharm,  czxxiii.  3 19. 
'  Pfeffer  and  Fittig,  ib,  cxxxv.  866. 

•  Liebermann,  Ann,  Chem,  Pharm,  cxxxv.  266. 

*  Reboul,  Ann.  Chim.  Phys.  [5],  xiv.  465. 

■  Oppenheim,  Zeiisck,  Cheni.  1865,  719  ;  Semenow,  ib,  1865,  725. 

•  Sorokin,  Zeitsck.  Chem,  1871,  264. 

'  Berthelot,  Ann,  Chim,  Phys.  (4)  ix.  936. 

*  Lagermark,  Joum.  Busa,  Chem,  Oes,  xil  288. 
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heated,  and  on  treatment  with  hydrochloric  acid  evolves  allyl- 
ene.  It  dissolves  in  ammonia  which  contains  ammonium 
chloride  in  solution,  and  this  explains  the  fact  that  when  cuprous 
chloride  is  dissolved  in  hydrochloric  acid,  and  the  solution  then 
saturated  with  ammonia,  this  liquid  ahsorhs  allylene,  but  does 
not  yield  any  precipitate  with  it.  The  composition  of  copper- 
aliylide  has  not  been  exactly  determined,  but  it  probably 
corresponds  with  that  of  the  following  compound. 

SilveT'Allylide,  CjHjAg.  When  allylene  is  passed  into  an 
ammoniacal  silver  solution,  this  compound  is  formed  as  a  white 
exceedingly  light  precipitate,  consisting  of  microscopic  needles. 
This  changes  colour  on  standing,  and  more  quickly  when  in  the 
moist  state,  becoming  at  first  reddish-yellow  and  then  green,  and, 
as  in  the  case  with  silver  chloride,  this  change  of  colour  is  not 
accompanied  by  any  substantial  altei-ation  in  the  composition  of 
the  compound. 

This  substance  is  decomposed  by  mineral  acids  and  by  sulphu- 
retted hydrogen,  allylene  being  evolved.  It  deflagrates  when 
heated,  frequently  at  so  low  a  temperature  as  150^  with  separa- 
tion of  spongy  charcoal 

By  the  action  of  an  aqueous  solution  of  iodine  and  iodide  of 
potassium,  allylene  is  converted  into  iodallylene,  CgHgl.  This  is 
a  liquid  which  boils  at  98^  possesses  a  penetrating  odour,  and 
strongly  attacks  the  eyes  and  mucous  membranes.  It  is 
retransformed  into  allylene  when  treated  with  zinc  and  hydro- 
chloric acid  (Liebermann). 

789  Haloid  Ethereal  Salts  of  Allylene.  The  dichloracetone 
chloride  already  described  is  allylene  tetrachloride,  CHg.COlj. 
CHClg.  It  is  obtained  by  heating  together  for  some  time 
phosphorus  pentachloride  and  dichloracetone  (Part  I.  p.  571). 
It  is  an  oily  liquid  which  has  a  peculiar  but  not  unpleasant 
smell,  and  boils  at  153^ 

Allylene  Dibromide,  CjH^Brj,  is  obtained,  together  with  the 
compound  next  described,  by  acting  on  allylene  with  bromine,* 
and  is  also  formed  when  brompropylene  bromide  is  heated  with 
silver  acetate.^  It  is  a  heavy  liquid,  possessing  an  aromatic 
odour,  and  boiling  at  130"*— 132^ 

Allylene  Tetraibromide,  CgH^Br^  boils  with  partial  decom- 
position at  225** — 230^  but  under  a  diminished  pressure  distils 
unchanged. 

^  Oppenheim,  Ann,  Chem.  Pharm,  cxxxiL  126. 
'  Luuiemann,  ib,  czzzyi  66. 
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AUylene  Di-iodide^  CjH^Ig,  is  formed  when  allylene  is  exposed 
to  sunlight  in  contact  with  a  solution  of  iodine  in  potassium 
iodide.     It  is  an  oily  liquid  which  boils  at  198V 

lodaUylene  Di-iodide,  C3H3I3,  is  obtained  by  shaking  up  silver 
allylide  with  an  ethereal  solution  of  iodine  so  long  as  this  is 
decolorized,  then  adding  a  quantity  of  iodine  equal  to  that 
already  used,  and  afterwards  allowing  the  mixture  to  stand  until 
the  colour  of  the  iodine  has  disappeared.  It  crystallizes  in  long 
needles  which  readily  decompose  with  separation  of  iodine 
(Liebermann). 

Iso^llylene,  or  Allene,  CH^ZzCziCHj,  is  formed  by  the 
electrolysis  of  the  potassium  salt  of  itaconic  acid,  C3H^(C0jH)j, 
and  is  a  gas  which,  in  smell,  resembles  allylene,  but  it  does  not 
precipitate  ammoniacal  silver  or  copper  solution.* 

The  hydrocarbon  obtained  by  Hartenstein  from  dichlorhydrin 
is  doubtless  identical  with  iso-allylene.  When  this  latter  is 
heated  with  phosphorus  pentachloride,  fi-ehlorallyl  chloride, 
CHClZlCH — CH^Cl,  is  formed,  a  liquid  having  a  pleasant 
though  somewhat  pungent  odour,  and  boiling  at  109^  When 
treated  with  sodium,  in  the  presence  of  benzene,  it  yields  a  gas 
which  likewise  yields  no  precipitate  with  ammoniacal  silver 
solution. 

Iso-allylene  combines  with  bromine  to  form  iso-cUlyleiu 
tetrairomide,  G3H^Br^  a  compound  which  dissolves  readily  in 
ether  and  crystallizes  in  tablets  melting  at  195.^^ 


BUTINE  COMPOUNDS- 

790  Ethyl-acetylene,  CH3.CHg.C=CH,  is  obtained  from  ethyl- 
methyl-ketone  by  a  reaction  which  has  already  been  described 
(Part  I.  p.  182).  It  boils  at  IS"*,  has  a  pungent  odour,  and  gives, 
with  an  ammoniacal  silver  solution,  a  white,  and  with  one  of 
cuprous  chloride,  a  yellow,  precipitate.  It  forms  with  bromine 
the  crystalline  tetrabromide.* 

Crotonylene,  C^H^  was  obtained  by  Caventou  by  heating 
brom-butylene  with  sodium  ethylate.  It  is  a  liquid  which  boils 
between  18°  and  24**,  possesses  a  pungent  odour  somewhat 

^  Oppenheim,  BvXl.  Soc,  Chim,  iv.  484. 

*  Aarland,  J<yam.  Prakt,  Chem.  [2],  vi.  256. 

'  Hartenstein,  Joum.  Prakt.  Chem^  [2],  viL  810. 

*  Braglants,  Ber,  Dmtach,  Cheat,  Ot$,  yiii.  410. 
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resembling  that  of  the  leek,  and  the  density  of  its  vapour  is 
1*936.  It  combines  with  bromine  to  yield  erotonylene  tetra- 
bromide^  C^H^Br^,  a  white,  crystalline  body  volatilizing  somewhat 
readily  in  the  air.^ 

The  butylene  dibromide,  which  was  used  by  Caventou  for  the 
preparation  of  the  brom-butylene,  was  obtained  T)y  fractional 
distillation  from  the  mixture  of  bromides  which  is  got  by  passing 
into  bromine  the  gas  obtained  by  heating  to  redness  the  vapour 
of  fermentation — amyl  alcohol.  This  gas  contains,  as  we  now 
know,  isomeric  butylenes.  The  question,  therefore,  presented 
itself  as  to  which  of  these  yields  the  erotonylene.  Butlerow  ex- 
pressed the  opinion  that  it  could  not  be  derived  from  isobutylene, 
{GH^fjZzCE^,  except  on  the  supposition  that  erotonylene 
contains  free  combining  units,  and  this  appeared  to  him  to  be 
improbable.  To  test  this  theory  he  heated  brom-isobutylene 
with  sodium  ethylate  and  obtained,  not  erotonylene,  but  ethyl- 
crotyl  ether :  * 

(CH)2C=CHBr  +  NaOC^Hg  =  (CH8)jCz:CHOC^6  +  NaBr. 

J.  Lermontoff  then  prepared  erotonylene  from  /8-butylene 
dibromide,  CH3.CHBr.CHBr.CH3,  and  Almedingen  showed  that 
the  defines  thus  obtained  are  condensed  by  sulphuric  acid  to 
hexmethyl-benzene,  Cg(CH3)g.*  Hence  it  follows  that  erotonylene 
is  dimethyl-acetylene,  CHj.C=C.CH3. 

791  Butine,  C=:H2CH.CHz:CH2.  When  erythrite,  C^He(OH)^ 
is  heated  with  concentrated  formic  acid  to  230°,  butine  is 
formed,  together  with  water,  carbon  dioxide,  and  the  formate 
C^He(CH02)0H.»  It  is  also  found  in  the  Uquid  formed  by 
the  condensation  of  coal-gas,^  and  is  a  liquid  boiling  about  20^ 

Butine  Tetrachloride,  C^H^Cl^,  is  formed  by  the  direct  com- 
bination of  butine  and  chlorine,  and  also  by  the  action  of 
phosphorus  pentachloride  on  er}'thrite.  It  crystallizes  in  prisms 
which  melt  at  73^* 

Butine  Tetrabromide,  C^^^v^  forms  white  needles  or  rhombic 
plates,  which  melt  at  116^  and  sublime  when  more  strongly 
heated. 

By  passing  the  vapour  of  amyl  alcohol  through  a  red-hot 
tube  and   leading   the   evolved  gas  into  bromine,  Caventou 

*  Ann,  Chem,  Pharm.  cxxvii.  847. 
3  Zeitaeh.  Clusm  [2],  vi.  528. 

*  Ber,  DaUseh.  Chem,  Ots,  xiv.  2078. 

*  Henninger,  Ber,  DetUseh.  Chem,  Ges.  vi.  70. 

*  Henninger,  Bull,  Soc,  Chim,  zxziv.  194. 
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obtained  a  product  containing  a  tcftrabromide  which  crystallizee 
in  needles  and  melts  at  114°— 115*,*  and  is,  therefore,  probably 
butine  tetrabromide,  but  certainly  not  crotonylene  tetrabromide, 
as  it  is  not  perceptibly  volatile  in  the  air.  He  pointed  out, 
moreover,  that  the  hydrocarbon  which  these  crystals  yield  is  not 
absorbed  by  amimoniacal  cuprous  chloride.' 


PENTINE  COMPOUNDS. 

792  Propyl' Acetylme,  CH3.CH2.CH.33H,  is  obtained  from 
methyl-butyl  ketone,  and  is  a  mobile  liquid  which  boils  at  48"* — 
49°,  and  has  an  alliaceous  penetrating  smell.  It  combines  with 
bromine,  forming  a  liquid  dibromide  which  boils  at  190^  and  a 
liquid  tetrabromide  which  boils  at  275",  and  does  not  solidify  at 
— 15°.  Its  silver  compound,  C^HyAg,  is  a  white,  and  its  copper 
compound  a  yeUow,  precipitate.' 

IsopropylrAcetylene,  (CH^gCH.C^CH,  can  be  obtained  by  the 
reaction  already  described,  from  valeraldehyde,*  and  from  iso- 
propylethylene.*  It  is  a  liquid  possessing  a  penetrating  smeU, 
boils  at  28^—29'*  and  at  0**  has  a  specific  gravity  0-6854.«  It  forms 
with  bromine  a  liquid  dibromide  and  tetrabromide.  Chromic 
acid  solution  oxidizes  it  to  isobutyric  acid,  acetone  and  acetic 
acid.^  Its  copper  compound  is  yellow,  and  the  silver  compound, 
CgH^Ag,  is  white.  The  latter  dissolves  slightly  in  ammoniacal 
silver  solution,  and  likewise  in  absolute  alcohol,  from  which  it 
crystallizes  in  small  prisms. 

Methyl  Ethyl  Acetylene,  CH3.C=C.C2H5.  On  heating  the 
dibromide  prepared  from  commercial  amylene,  with  alcoholic 
potash,  Reboul  obtained  a  liquid  having  a  penetrating  smell,  and 
boiling  at  about  44** — 46°,  which  he  termed  valerylene.®  This 
was  evidently  a  mixture  which  contained  methylethylacetylene. 
Eltekow  obtained  the  latter  in  the  pure  state  by  treating  the 
crude  amylene  with  sulphuric  acid,  converting  the  undissolved 
part  (p.  241)  into  the  bromide,  and  then  decomposing  this  with 
potash.      The    product  contains  isopropylacetylene,  which   is 

*  Ann,  Chem,  Pharm,  cxxvii.  98.  *  2h,  cxxrii.  847. 
»  Brayliints,  Ber.  Dmtach.  Chan.  Ges,  viii.  411.  *  Jb,  406  and  418. 
»  Eltekow,  ib,  x.  707  ;  Flawitzky  and  Kiylow,  i6.  x.  1102. 

•  i6.  rL  1989. 

y  Ber.  Deutseh.  Chem.  0*s,  x.  2240. 
'  Ann.  Chem.  Fharm.  czzzi.  238. 
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removed  by  means  of  ammoniacal  silver  solution,  when  the 
methyl-acetylene  remains  behind.  It  is  a  liquid  which  boils 
at  51"* — 52**,  and  is  oxidized  by  aqueous  chromic  acid  to  acetic 
and  propionic  acids.* 

Valerylene  unites  with  bromine,  forming  a  dibromide  and 
tetrabromide,  both  of  which  are  liquid.  If  the  first  of  these  be 
heated  with  alcoholic  potash  solution,  valylene,  C^H^  is  formed. 
This  is  an  alliaceous  smelling  liquid,  which  boils  at  60^  and 
forms  by  union  with  bromine  a  crystalline  hexbromide.  Its 
silver  compound,  CgH^Ag,  is  a  white,  and  its  cuprous  compound, 
(GJEL^fin^,  a  yellow  precipitate  (Reboul). 


HBXINB  COMPOUNDS. 

793  Hexoylene,  CgHj^,  was  prepared  by  Caventou  fix)m  the 
hexane  of  petroleum  oil,  by  converting  the  dibromhexane  prepared 
from  this,  into  bromhexylene,  and  then  heating  this  latter  with 
sodium  ethylate.^  It  boils  at  about  80*"  and  forms  a  dibromide 
and  tetrabromide,  both  of  which  are  liquid.'  The  hexoylene  pre- 
pared by  Hecht  from  the  hexylene  got  from  mannite  is  probably 
identical  with  thia  This  hexoylene  boils  at  80° — 83^  unites 
readily  with  bromine  to  form  a  dibromide,  but  forms  a  tetra- 
bromide only  with  diflSculty.  It  is  oxidized  by  chromic  acid 
solution  to  acetic  and  butyric  acids.^ 

A  hydrocarbon  of  the  same  composition  occurs  in  the  light 
coal-tar  oils.  This  has  not  as  yet  been  obtained  pure,  but  its 
tetrabromide  crystallizes  from  hot  alcohol  in  long  white  needles, 
which  melt  at  112%  and  boil  at  318^* 

794  Diallyl or  ffexine,  CB.^GILCU^,GR^.CB=G11^,\7SA  first 
obtained  by  Berthelot  by  the  action  of  sodium  on  allyl  iodide.* 
Wurtz  recommends  instead  of  sodium  an  alloy  of  this  with  twice 
its  weight  of  tin.'  It  may  be  more  simply  prepared  by  bringing 
allyl  iodide  in  contact  with  zinc,  and  a  little  ethyl  formate.®  It 
is  also  easily  formed  when  mercury  allyl  iodide  is  subjected  to 

1  Ber,  DeuUch.  Chem.  Ges,  x.  1904  and  2057. 

*  Ann.  Chem.  Pharm.  cxxxv.  126. 

"  Reboul  and  Truchot,  ib.  cxliy.  246. 

«  Hecht,  Ber.  Deutseh.  Chem.  Gee.  xi.  1050. 

'  Schorlemmer,  Joum.  Chevi.  Soc.  xix.  S56. 

•  Ann.  Chim.  Phys.  [3]  xlviiL  294. 
'  Ih.  [4]  ui.  129. 

"  Sorokin,  Ber,  DeuUch.  Chem.  Gee.  ziL  S83. 
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diy  distillation,!  or  better  when  this  latter  is  decomposed  with 
potassium  cyanide  and  the  diallyl  then  distilled  off.^ 

2C3H,HgI  +  2KCN  =  G^U,,  +  Hg  +  Hg(CN),  +  2KL 

Diallyl  is  a  mobile  liquid  possessing  a  penetrating  ethereal  and 
alliaceous  smell.  It  boils  at  59^  and  at  IT"  has  a  specific 
gravity  of  0'6872,  whilst  that  of  its  vapour  is  2-92.  By  oxida- 
tion with  acidified  potassium  permanganate  solution,  it  yields 
succinic  acid  as  chief  product,'  as  might  be  indeed  expected  firom 
its  constitution.  Concentrated  sulphuric  acid  acts  powerfully  on 
diallyl,  polymeric  hydrocarbons  of  the  formula  CnH2n-4  being 
formed,  together  with  tarry  products.  These  hydrocarbons 
are  obtained  in  larger  quantity  if  the  diallyl  be  first  diluted  with 
petroleum  spirit.*  Similar  hydrocarbons  are  produced  when  sul- 
phuric acid  acts  on  coal-tar  naphtha  obtained  from  cannel  coal, 
the  products  having  also  the  formula  CnH2n-4.* 

MoTiochlorhexine,  C^HgCl,  is  formed  together  with  the  di- 
chloride,  CgHj^Cl^,  by  the  action  of  phosphorus  pentachloride 
on  allyl  acetone,  CH8.C0.CHj.CHjCH— CH^,  which  is  a 
product  of  decomposition  of  ethyl  allyl  acetacetate  (p.  412). 
Monochlorhexine  boils  at  about  120''  and  it  is  transformed 
when  heated  with  alcoholic  potash  into  diaUylene  or  hexone 
CH=C.CH2.CHj.CHz:CHj,  a  liquid  which  boils  at  78^  and 
yields  a  white  silver,  and  a  yellow  cuprous,  compound.® 

HeodTie  Tdrabromide,  C^Hj^Br^  crystallizes  from  ether  in  four- 
sided  prisms  which  have  a  camphor-like  smell,  melt  at  6yj  and 
volatilize  without  decomposition.  By  the  action  of  sodium  it 
is  converted  again  into  diallyl  (Berthelot  and  De  Luca).  When 
it  is  distilled  over  solid  caustic  potash,  dibramJuxine,  C^HgBr,,  is 
formed,  a  liquid  possessing  a  peculiar  smell  and  a  bitter  pungent 
taste,  and  boiling  at  205° — 210^®  This  unites  with  bromine, 
yielding  dibramhexine  tetrabromidey  C^HgBr^  a  compound 
crystalliziug  from  alcohol  in  pearly  glistening  tablets,  which 
melt  at  76**— 7r. 

If  dibromhexine  be  heated  with  a  solution  of  caustic  potash 
in  absolute  alcohol,  dypropinyl  or  diprapargyl,  CJS^,  is  formed,  a 

^  Linnemann,  Ann,  Cfhem.  Pharm,  czl.  180. 

*  Oppenheim,  Ber,  DeiUacfi,  Ckem,  Oea.  It.  672. 

*  Sorokin,  B«r,  DetUseh.  Chem.  Oe$,  zii.  2096. 

*  JekyU,  Chem,  News.  xxiL  221. 

'  Schorlemmer,  Joum,  Chem,  Soe.  ziz.  856. 

*  Henry,  Jahr&th.  1878,  879. 

^  ToUens  and  Wa^er.  Ber,  Deutneh.  Chem,  Ot»,  vi.  589. 
<  Henry,  Jowm,  FrakL  Chem,  [2]  yilL  67. 


Digitized  by  VjOOQ  IC 


DIALLYL.  467 


mobile  highly  refractive  liquid,  which  has  a  penetrating  odour, 
and  boils  at  about  85^  It  combines  energetically  with  bromine, 
yielding  the  tetrabromide  C^H^Br^  a  thick  viscous  liquid,  which 
combines  with  more  bromine,  slowly  in  the  cold  and  quickly  on 
heating,  forming  dipropinyl  oetobromide,  C^HgBrg,  a  compound 
possessing  a  weak  camphor-like  smell,  melting  at  l^O"* — 141°, 
and  crystallizing  from  carbon  disulphide  in  hard  triclinic  prisms 
or  tables. 

SUver  Dipropinyl,  CeH^Ag,+2H20,  is  formed  as  a  white 
amorphous  precipitate,  which  in  the  dry  state  detonates  when 
heated  to  100^ 

Cuprous  Dipropinyl,  CgH^Cuj  -f  2H2O,  is  a  yellow  coloured 
explosive  precipitate  which  when  ignited  bums  with  a  green 
flame,  evolving  showers  of  sparks. 

Dipropinyl  contains  two  atoms  of  hydrogen,  capable,  it  will 
be  seen,  of  replacement  by  metals,  and  has  accordingly  the 
following  constitution  :^ 

CH=aCHj.CH^C=CR 

Hexine  Tetrctriodide,  C^^^^  is  produced  when  diallyl  is  gently 
heated  with  iodine.  It  forms  colourless  crystals,  which,  how- 
ever, soon  become  coloured,  melts  above  100'',  and  has  an 
odour  resembling  that  of  ethylene  iodide  (Berthelot  and  De 
Luca). 

Eexine  Tetranitrate,  CJEL^qQ^O^)^  separates  out  in  white 
crystals  when  nitrogen  tetroxide  is  slowly  passed  into  a  mixture 
of  diallyl  and  absolute  ether  cooled  by  a  mixture  of  ice  and 
salt.« 

Diallyl  also  combines  readily  with  the  hydracids.  By  union 
with  two  molecules  of  the  hydracid,  pseudohexylene  compounds 
are  formed,  whilst  when  diallyl  combines  with  only  one 
molecule  compounds  of  methylisocrotyl  are  produced. 


Pseudohexylene  Cobipounds. 

795  Pseudohexylene  Chloride,  CqHjjCIj.  This  compound,  also 
known  as  diallyl  dihydrochloride,  is  formed,  together  with  the 
monohydrochloride  or  methyl-isocrotyl  chloride,  when  diallyl  is 

^  Henry,  Ber,  DeuUeh,  Chem.  Oes.  tL  955  ;  vii.  21. 
'  Henry,  ib.  ii.  279. 
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heated  for  some  hours  to  100**  with  fuming  hydrochloric  acid. 
It  is  an  oily  liquid  boiling  between  170**  and  180**.^ 

Fseudohexylene  Iodide,  CgH^jI,,  is  obtained  in  a  corresponding 
way  to  the  chloride,  and  is  a  heavy  liquid,  which  decomposes  on 
heating.  When  brought  in  contact  with  silver  acetate  suspended 
in  ether,  psevdohexylene  diacetate,  ^6^ui^J^fii)v  ^  formed, 
a  thick,  aromatic-smelling  liquid  which  boils  at  225'' — 230^  At 
the  same  time  the  monacetate,  Cfii2i^'H)C^Kfi^,  is  formed,  and 
this  boils  at  210^ 

Pamdohexylene  Olycol,  C^YI^^(OBl)^  is  obtained  by  decomposing 
the  above  mixture  of  acetates  with  potash.  It  forms  a  syrupy 
liquid,  which  is  soluble  in  water  and  boils  at  212'' — 215*' 
(Wurtz). 

JPsevdohexylene  Oxide,  CgH^gO,  is  formed,  together  with  some 
methyl-isocrotyl  alcohol,  by  acting  with  silver  oxide  on  the 
iodide,  or  with  sulphuric  acid  on  diallyl,  diluted  with  petroleum 
ether  (p.  466),  in  which  latter  case  it  is  dissolved  in  the  add, 
together  with  polymerides  of  diallyl,  and  is  separated  by  means 
of  water.  It  is  a  mobile  liquid,  which  boils  at  93^  and  has  a 
refreshing  peppermint-like  smell.  When  it  is  heated  with 
hydriodic  acid,  a  hexyl  iodide  is  formed,  which  boils  at  165°— 
1G7^  and  yields  normal  hexane  by  the  action  of  zinc  and  hydro- 
chloric acid. 

Pseudohexylene  Chlorhydraie,  CgHij(OH)Cl,  is  a  heavy,  oily 
liquid  formed  by  the  union  of  diallyl  and  hypochlorous  acid 
(Henry). 


MeTHYI.-IS0CR0TYL  COBffPOUNDS. 

796  MdhyUIsocTotyl  Chloride,  Q^t^I,  boils  at  ISO**— 140*, 
and  as  yet  has  not  been  obtained  pure. 

MethyUIsocrotyl  Iodide,  CgH^iI,  is  formed  together  with 
pseudohexylene  iodide,  and  is  a  liquid  boiling  at  164" — 166**. 

Methyl-Isocrotyl  Monacetate,  Cfi^^^C^Kfi^,  is  obtained 
together  with  the  diacetate  described  above,  and  is  a  pleasantly- 
smelling  liquid  which  boils  at  154° — 155^ 

Methyl-Isocrotyl  Alcohol,  CgHnOH,  is  obtained  by  the  decom- 
position of  the  acetate  with  caustic  potash,  and  is  a  pleasantly- 

»  Wurtz,  Ann,  Chim.  Phys.  [i],  iii.  129. 
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Bmelling  liquid  which  boils  at  140"*,  and  at  0''  has  a  specific 
gravity  of  0-8604  (Wurtz).  As  has  already  been  stated,  this 
compound,  which  is  also  known  as  diallyl  hydrate,  is  undoubtedly 
identical  with  the  alcohol  obtained  from  methyl-isocrotyl  ketone, 
which  has  already  been  described  (p.  412). 


HEPTINB  COMPOUNDS. 

797  PentyUAcetylene  or  Oenanthylidene,  CgHiiC^CH,  was  first 
obtained  by  Limpricht  from  oenanthol  (heptaldehyde),  and  is  an 
alliaceous  smelling  liquid,  which  boils  at  106** — 108°,  and 
forms  a  liquid  dibromide  and  tetrabromide.^  Its  silver  com- 
pound is  formed  as  a  white,  and  its  cuprous  compound  as  a 
yellow,  precipitate.* 

Tetramethyl'Isoallylene,  (CH3)2C=^C=:C(CH3)2,  has  been  pre- 
pared by  Henry  from  diisopropyl  ketone.  It  is  a  liquid  which 
boils  at  about  70**,  yields  no  metallic  compounds,  and  has  a  very 
unpleasant  smell.' 

Methyl'PropyUIsoallyleney  CH3.CH=^C=^CH.C8H7,  occurs  as 
one  of  the  constituents  of  resin  spirit,  and  is  a  liquid  boiling 
between  103**, and  104^  It  yields  a  volatile  tetrabromide,  and 
unites  with  water  to  form  the  glycol,  CH3.CH=:C(0H).CH(0H) 
CjHy  +  HjO,  which  forms  brilliant  crystals,  and  loses  its  water 
at  100°.  The  anhydrous  compound  melts  at  89°*5,  and  boils  at 
lOS^^e.  When  it  or  the  hydrocarbon  is  oxidized  with  nitric  acid, 
dinitroheptylene,  C7Hi2(N02)2,  is  formed,  together  with  carbon 
dioxide,  acetic  acid,  butyric  acid,  and  succinic  acid.  This  nitro- 
compound crystallizes  from  alcohol  in  glistening  tables  which 
melt  at  182**.* 

^  Rnbien,  Ann,  Chem*  Pharm,  czlii.  294. 
'  Bniylants,  Ber.  Deutsch.  Ch^m,  Oea.  viu.  409. 
•  Ber,  Dtutsch.  Chem.  Oes.  viii.  400. 
^  Mollis,  Joum,  Chem,  Soc.  1882,  L  167. 
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The  higher  homologues  of  this  series  have  been  but  little 
examined.    Of  these  the  following  are  known : 

B.P. 
1  CapryUdene  CgHj^         133'— 134" 

^Rutylene  \  ,  ^g^o 

•  Dipropylbutine  r  Ci^Hg      ■!  ^.o 
*^ecenylene       J 

fi  Nonyl-acetylene  CnHj^  198^— 202^ 

•  Benylene  C^fi^  223"— 228" 
^  Cetenylene  C^Ji^  280"— 285" 
8  Eikosylene  (^2o^»»  314"— 315" 

These  are  all  liquid  at  the  ordinary  temperature.  Beside 
the  above  a  number  of  other  hydrocarbons  are  known,  having  the 
general  formula  CnHj^ — 2,  but  belonging  to  other  series. 

^  Rnbien,  Ann.  Chem.  Pharm.  czllL  299. 
'  Baner,  tb.  cxxxv.  844. 

»  Raformatsky,  Joum,  Prakt  Chem,  [2],  xxvil  889. 
«  Reboul  and  Tnichot,  ib,  cxliv.  248. 

'  Giesecke,  Zeitach.  Chem.  1870,  431 ;  Bruylanta,  Bet,  DnUack.    Chm,  Oa. 
vui.  418. 
•  Bauer  and  Verson,  Ann.  Chem.  Pharm.  cxlvii.  252. 
'  Chydenius,  ib,  czliii.  268. 
8  Lippmann  and  Hawiliczek,  Ber.  Deutsch.  Chem,  Gea,  xii.  69. 
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PROPINYL  COMPOUNDS. 

798  These  stand  in  the  same  relation  to  allylene,  as  the  allyl 
compounds  do  to  propylene.  They  contain  the  monovalent 
radical,  ^(jpiTiy/,  CH^C — CHj — ,  in  which  one  of  the  atoms 
of  hydrogen  may  be  replaced  by  silver,  and  on  this  account 
Liebermann  has  given  to  it  the  name  of  propargyl^ 

Propinyl  Alcohol,  CJH3.OH,  is  formed  by  heating  )8-bromallyl 
alcohol  with  caustic  potash  and  a  little  water.  The  liquid 
is  then  saturated  with  carbon  dioxide,  and,  after  the  addition 
of  some  water,  is  subjected  to  distillation.  The  alcohol  is 
separated  from  the  distillate  by  means  of  carbonate  of  potash 
and  is  then  dried  over  caustic  lime.*  It  is  a  liquid  possessing  a 
pleasant  smell,  boiling  at  114** — 150°,  and  having  a  specific  gravity 
of  0*9628  at  21*".  It  combines  with  hydrobromic  acid  forming 
bromallyl  alcohol,  whilst  with  bromine  it  forms  dibromallyl  alco- 
hol. With  ammoniacal  silver  solution  it  gives  a  white  precipitate 
of  C3H2Ag(OH),  which  blackens  on  exposure  to  light,  and 
bums  explosively  when  gently  heated.  The  cuprous  compound, 
C\i^{Gfijd^^  is  a  yellow  explosive  precipitate,  which  is  de- 
composed by  dilute  acids  with  re-formation  of  the  alcohol ;  on 
treatment  with  nitric  acid  it  takes  fire. 

When  the  alcohol  is  heated  with  caustic  potash  the  following 
reaction  takes  place : 

CH    C.CH2.OH   +    HOK  =  CH    CH  +  CHO.OK  -f  H^ 

EthyUPropinyl  Ether,  C2H5.O.C3H3,  was  prepared  by  Lieber- 
mann^ by  boiling  tribromhydrin  or  brompropylene  bromide 
with  alcoholic  potash  solution.     It  may  also  be  prepared  in  tlie 

*  Ann,  Chem,  Pkarm,  cxxxt.  278. 

•  Henry,  Ber.  DetUseh,  Chem,,  Qes,  y.  560  ;  vi.  728.  ■  Xoc.  ciU 
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same  way  from  trichlorhydrin,^  chlorpropylene  bromide,  chlor- 
dibromhydrin,*  epichlorbydrm,  allylene  dibromide,'  or  ethyl- 
dibromallyl  ether>  It  is  a  liquid  which  possesses  a  penetrating 
smell,  boils  at  80^  and  at  T  has  a  specific  gravity  of  0*83. 

When  concentrated  silver  nitrate  solution  is  added  to 
a  solution  of  this  ether  in  alcohol,  a  crystalline  precipitate  is 
formed  of  (CjHjAgOCjHJgAgNOj,  and  this  is  transformed  by 
ammonia  into  the  amorphous  compound  C^HjAgOCgH^.  An 
ammoniacal  solution  of  silver  chloride  forms,  with  the  ether,  the 
compound  (C3H2AgOC2H5)gAgCl,  a  white  curdy  precipitate, 
whilst  the  cuprous  compound  is  yellow  and  amorphous. 

If  the  amorphous  silver  compound  be  treated  with  a 
solution  of  iodine  in  potassium  iodide,  ethyl-^odpropinyl  ether, 
CjHg.O.CjHgl,  is  formed,  an  oily  liquid  having  an  unpleasant 
smell ;  it  solidifies  on  cooling,  and  combines  with  one  molecule 
of  bromine  or  iodine,  forming  oily  compounds. 

Exactly  as  allylene  unites  with  water  in  the  presence  of 
mercury  bromide  to  form  acetone,  so  ethyl-propinyl  ether 
combines  with  water  yielding  the  ether  CHJ.CO.CH2.OC2H5, 
which  is  a  liquid  boiling  at  128^  and  possessing  a  peculiar 
smell  and  burning  taste.  The  corresponding  pyruvyl  alcohol, 
CH3.CO.CH2OH,  which  stands  in  the  same  relation  to  pjrora- 
cemic  acid  as  alcohol  does  to  acetic  acid,  is  obtained  by  a  similar 
reaction  from  propinyl  alcohol,  but  it  has  not  been  more  closely 
examined.^ 

Propinyl  Chloride,  C3H3CI,  is  formed  by  the  action  of  phos- 
phorus trichloride  on  the  alcohol,  and  is  a  very  mobile  liquid, 
which  has  an  unpleasant  smell.  It  boils  at  QB"",  and  at  S"  has 
a  specific  gravity  of  1'0454.® 

Propinyl  Bromide,  CjHjBr,  is  prepared  from  the  alcohol  and 
phosphorus  tribromide.  It  boils  at  88**— 90^  and  has  at  IV  a 
specific  gravity  of  1'59.  A  certain  quantity  of  the  additive 
product,  CjH^Brj,  is  always  formed  together  with  the  bromide. 
Propinyl  bromide  unites  with  bromine  to  form  the  liquid  products 
CjHjBrj  and  C3H3Br,.' 

Propinyl  Iodide,  CgHjI,  crystallizes  from  alcohol  in  fine,  in- 

*  Baeyer,  Ann.  Ghent.  Pharm.  cxzz\4ii  196. 
'  OpMnheim,  ib.  Snppl.  vi  872. 

'  Liebermann  and  Eretschmer,  ib.  clyiii.  280. 

*  Henry,  Ber.  Deutsek.  Chem.  Ota,  v.  274. 
■  Henry,  Compt,  Bend,  xciii.  421. 

*  Henry,  Ber.  Deutsch.  Chem.  Oe$.  viii.  398, 
^  lb.  vi  728;  vii.  761. 

Digitized  by  VjOOQ  IC 


DIALLYL  CARBmOL.  473 


terlaced  needles,  which  turn  brown  in  the  light,  melt  at  48° — 49**, 
and  decompose  when  more  strongly  heated.^ 

Fropinyl  Acetate,  C^H^.(0C2^fi),  is  formed  by  the  action  of 
acetyl  chloride  on  the  alcohol,  and  is  a  somewhat  unpleasantly 
smelling  liquid,  which,  boils  at  124** — 125**,  and  at  12**  has  a 
specific  gravity  of  I'OOSl.*  In  presence  of  mercury  bromide 
it  readily  combines  with  water,  forming  pyruvyl  acetate, 
CH3.CO.CH2.O.C2H3O,  a  compound  which  is  also  formed  by 
heating  monochloracetone  with  potassium  acetate ;  it  is  a  liquid 
boiling  at  about  175"*  and  possessing  a  refreshing  smell.^ 

It  is  remarkable  that  whilst  the  allyl  compounds  boil  at  the 
same  temperature  as  the  corresponding  propyl  compounds,  and 
therefore,  the  loss  of  two  atoms  of  hydrogen  has  no  influence 
on  the  volatility,  a  further  separation  of  2  atoms  of  hydrogen 
raises  the  boiling-point,  inasmuch  aa  the  propinyl  compounds 
boil  from  18"*  to  20^  higher  than  the  corresponding  compounds 
of  the  two  other  series  (Henry). 

Propinyl  alcohol  is  the  only  primary  alcohol  of  this  series 
known.  One  secondary,  and  several  tertiary  alcohols,  have, 
however,  been  prepared. 

799  Diallyl  Carbinol,  {C^^fyB..OK.  For  the  preparation  of 
this,  a  mixture  of  one  volume  of  ethyl  formate  and  two  volumes 
of  aUyl  iodide  is  added  to  an  excess  of  zinc,  when  a  brisk  reaction 
sets  in.  The  product  is  allowed  to  stand  overnight,  and  then 
a  large  quantity  of  water  is  added,  which  acts  quietly  upon  it 
and  hardly  causes  any  evolution  of  gas.  The  alcohol  is  then 
obtained  by  distillation  and  is  dried  over  potassium  carbonate. 
The  formation  of  the  diallyl  carbinol  doubtless  takes  place  by 
the  following  reactions.  Allyl  zinc  iodide  is  first  formed,  and 
this  unites  with  the  ethyl  formate : 

COHCOCgHg)  4  2C3H,ZnI  =  Zn(0CjH5)I  +  C(C3H,)2H.OZnI. 

And  the  latter  compound  is  decomposed  by  water  thus : 

C(C3HJ,H.0ZaI  +  HjO  =  C(C3H,)2aOH  +  Zn  (OH)I. 

Diallyl  carbinol  is  an  aromatic  smelling  liquid  which  boils  at 
151**,  and  at  0**  has  a  specific  gravity  of  0*8758.*  Phosphorus 
pentachloride  transforms  it  into  the  chloride  CyHjiCl,  which 
smells  of  turpentine,  and  boils,  with  decomposition,  at  144°.    On 

*  Ber.  Deutaeh.  Chem.  Qea,  viii.  898. 

»  lb,  Ti.  729.  »  lb.  V.  966 ;  xiv.  2272. 

*  M.  Saytzew,  Ann,  Chem,  Pharm,  clzzxr.  129 ;  Kanonikow  and  A.  Saytzew, 
ib.  clxxxy.  148. 
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treatment  with  alcoholic  potash  this  yields  hej>tone,  C^H^^^  a  liqiiid 
which  smells  like  petroleum,  boils  at  115^  and  unites  with  bromine 
forming  an  oily  hexbromide. 

Methyl  Diallyl  Carbinol,  (CsH5)2C(CHs)OH,  is  prepared  from 
ethyl  acetate,  allyliodide  and  zinc,  and  is  a  peculiarly  smelling 
liquid,  which  boils  at  158*''4,  and  has  at  0°  a  specific  gravity  of 
0*8638.  Potassium  permanganate  oxidizes  it  to  carbon  dioxide 
and  ^-methyl-oxyglutaric  acid  :  ^ 

/CH,.CH— CH.  /CH..COjH 

CH3.C(0H)  +  50,    =    CH,.C(OH) 

\CH2.CH=CHj  \CHj.C02H 

-f    2C0,    +    2H,0. 

Homologues  of  this  tertiary  alcohol  are  obtained  when  the 
ethyl  salts  of  other  fatty  acids  are  subjected  to  the  above 
reaction.    Up  to  the  present  the  following  have  been  prepared  : 

B.P. 
« Ethyl  diallyl  carbinol,         {G^U;)fi(C^U^OR         175^-176" 
» Propyl  diallyl  carbinol,       (C^R^fi{G^Kf)OH  194* 

*  Isopropyl  diallyl  carbinol,   (CjHJgCCCHCCH,)  JOH,  182"-185' 

On  oxidation  with  potassium  permanganate  these  are  split  up 
in  a  manner  analogous  to  methyl  diallyl  carbinoL 


ACIDS  OF  THE  SERIES  CnH^n-iO,. 

8oo  Propiolic  Acid,  or  Propargylic  Acid,  C^fi^  When  either 
dibromsuccinic  acid  or  isodibromsuccinic  acid  is  decomposed 
with  an  excess  of  alcoholic  potash,  acetylene  dicarboxylic  cund, 
C2(C02H)2,  is  produced  ;  this  forms  long  crystals  which  contain 
two  molecules  of  water  and  effloresce  in  the  air.*  It  combines 
with  nascent  hydrogen  forming  succinic  acid,  and  with  bromine, 
yielding  dibrom-fumaric  acid.*  When  the  aqueous  solution  of 
this  acid  is  gently  heated,  carbon  dioxide  is  evolved,  and  propiolic 
acid  is  produced : 

C02H.C=C.C02H    =    COj    +    HCSC.COgH. 

1  Sarokin,  Licb.  Ann,  clxxxv.  169  ;  Joum,  Jtusa,  Chem,  Gfea,  ii.  12 ;  xi.  8S8. 

■  Smirensky,  Joum.  Jtuss.  Chem.  Oes.  xii.  488. 

'  P.  and  A.  Sayt2ew,  Licb,  Ann,  cxciiL  862. 

*  Rjabinin  and  A.  Saytzew,  ib.  cxcvii.  70. 

»  Bandrowsky,  Ber,  Deuisch,  Chem,  Oes.  x.  888.  •  7J.  xii  2212. 


Digitized  by 


Google 


PROPIOLIC  AND  TETROLIC  ACIDa  475 

On  evaporating  the  solution  this  acid  remains  as  a  crystalline 
mass  which  melts  at  154^ 

Potassium  Fropiolate,  CjHKOj,  is  formed  when  the  solution 
of  acid  potassium  acetylene  dicarhoxylate  is  heated.  It  crystallizes 
in  glistening  hexagonal  prisms  which  detonate  when  heated 
to  105^  Its  aqueous  solution  yields  a  glistening  crystalline 
precipitate  with  ammoniacal  silver  nitrate,  whilst  the  precipitate 
produced  by  ammoniacal  cuprous  chloride  has  a  siskin-green 
colour.  Both  compounds  decompose  with  explosion  when 
heated.^ 

Tetrolic  Acid,  C^H^Oj,  waa  obtained  by  Geuther  by  boiling 
)3-chlorcrotonic  acid  with  potash  solution  :  * 

CH3.CC1=CH.C0,H    =    CH3.C=C.C02H    +    HCT. 

The  sodium  salt  is  formed  by  the  direct  union  of  sodium 
allylide  and  carbon  dioxide.' 

For  the  preparation  of  the  acid,  use  is  made  of  the  mixture 
of  the  two  ethyl  chlorcrotonates  obtained  by  the  action  of 
phosphorus  pentachloride  on  ethyl  acetacetate  (p.  406),  since,  as 
Geuther  has  pointed  out,  the  chlorisocrotonic  acid  is  not  attacked 
by  boiling  potash.* 

Tetrolic  acid  dissolves  readily  in  water,  alcohol  and  ether,  and 
crystallizes  in  well-formed  broad  tables,  which  melt  at  TG'^'S. 
It  boils  at  203^  and  at  a  few  degrees  above  this  decomposes 
into  carbon  dioxide  and  allylene.  It  is  not  volatile  in  a  current 
of  aqueous  vapour.  Its  silver  salt  decomposes,  even  in  the  cold, 
into  silver-allylide  and  carbon  dioxide. 

8oi  SorhvD  Add,  CgHgO^.  When  the  juice  which  has  been 
partially  saturated  with  lime  in  the  preparation  of  malic  acid  from 
mountain-ash  berries  is  evaporated,  it  gives  off  a  peculiar  pene- 
trating odour.  G.  Merck  found  that  this  is  due  to  the  presence  of 
an  oily  liquid,  which  he  termed  "mountain-ash  oil,"  and  Hofmann 
examined  this  product  more  closely.  When  freshly  distilled  it  is 
a  bright  colourless  liquid,  possessing  a  faintly  aromatic  odour. 
The  vapour,  however,  when  concentrated  has  a  repulsive  odour, 
and  when  inhaled  causes  stupefaction.  It  acts  like  a  weak  acid, 
but  when  heated  with  caustic  potash,  it  passes  into  a  crystalline 
well-defined  acid  of  the  same  composition.  This  is  also  formed 
by  boiling  the  oil  with  strong  hydrochloric  acid,  or  heating  it 

>  Ber.  Deutsek.  Chem,  Oea.  xiii.  2340. 

*  Zeilsch.  Chem.  1871,  245. 

'  Lagermark,  Joum.  Jiusa.  Chem,  Oes,  zii.  290. 

«  Eahlbanin,  Ber.  DeuUeh.  Chem.  (i^.  zii. 
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gently  with  concentrated  sulphuric  acid.  To  this  latter  add 
Hofmann  has  given  the  name  ofsorbic  add,  whilst  he  distinguishes 
the  oil  as  parasoriic  add?- 

According  to  Fittig  and  BarriDger,  the  oily  product  is  merely 
impure  sorbic  acid,  and  the  admixture  is  removed  by  the  treatment 
with  alkalis  or  acids.* 

Sorbic  acid  is  scarcely  soluble  in  cold,  and  only  moderately 
soluble  in  hot  water,  but  dissolves  easily  in  alcohol  and  ether. 
It  crystallizes  from  boiling  dilute  alcohol  in  long  needles,  which 
melt  at  134'''5,  and  boils  at  228^  but  decomposition  then  takes 
place,  an  odour  like  that  of  acrolein  being  given  off,  and  a 
resinous  mass  remaining  behind.  Sorbic  acid  combines  with 
nascent  hydrogen  forming  hydrosorbic  acid  (p.  414).  It  also 
unites  with  either  one  or  two  molecules  of  bromine.  Combined 
with  hydrobromic  acid  it  forms  dibromcaproic  acid,  whilst  with 
hydriodic  acid  it  forms  moniodcaproic  acid. 

*  Dialbjl'Acetic  Add,  (C3H5)2CH.C02H,  is  obtained  from  ethyl 
diallyl-acetacetate,  a  peculiarly  smelling  oily  liquid,  which  boils  at 
239° — 241°,  and  is  decomposed  by  potash  solution  yielding  rfia7/y/ 
acetone,  CH8.CO.CH(C3H^g,  boiling  at  174°— 175^  and  possessing 
an  unpleasant  smell,  together  with  diallyl  acetic  acid.*  This 
latter  is  an  oily,  strongly  acid,  unpleasantly  smelling  liquid, 
which  boils  at  221° — 222°,  and  is  oxidized  by  nitric  acid  to 
tricarballylic  acid. 

DiaUyl-acetic  acid  is  also  formed  by  heating  diaHyl-malonic 
add,  (03115)20(00211)2,  a  compound  which  crystallizes  in  long 
prisms,  and  melts  at  133°.* 

DiallyWxy acetic  Add,  (03H3)20(OH)002H.  This  compound, 
known  as  diallyUoxalic  add,  is  obtained  by  the  action  of  zinc 
and  allyl  iodide  on  ethyl  oxalate.  It  crystallizes  in  needles,  which 
melt  at  48°-5.'^ 

802  Stearoldc  Add,  OigHjjOj,  is  formed  by  the  action  of 
alcoholic  potash  on  dibromstearic  acid  obtained  from  oleic  or 
elaidic  acid.  It  crystallizes  from  alcohol  in  long  prisms  which 
melt  at  48°,  and  distil  at  a  higher  temperature  almost  without 
decomposition.  It  combines  with  a  molecule  of  bromine  yielding 
liquid  dibromoleic  acid,  and  this  by  a  further  assumption  of 

*  Ann.  Chcm,  Pharm.  ex.  129. 
3  Ann.  Chcm.  Pharm.  cbd.  826. 

'  Woltr,  Ann.  Chem.  Pharm.  cci.  49 ;  Rebonl,  Bull.  Soe,  Chim.  xxiz.  22S. 
^  Conrad  and  Bischoff,  Ann.  Chem.  Pharm,  cciv.  170. 

*  M.  Saytzew,  ib.  clxxxv.  183. 
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bromine  passes  into  tetrdbronistearic  acid,  C^fi^^rfi^,  crystal- 
lizing in  large  plates  which  melt  at  about  70". 

Nitric  acid  oxidizes  stearoleic  acid  to  stearoocylic  acid,  CigHj^O^, 
which  crystallizes  from  alcohol  in  small  glistening  plates,  and 
melts  at  86^  At  the  same  time  azelaic  acid  and  its  aldehyde 
are  also  formed.^  Limpach  was  unable  to  obtain  the  last-named 
compound,  but  found,  in  addition  to  the  two  acids  named,  also 
pelargonic  acid  and  nitric-oxide-pelargonic  acid  (Part  I.,  pp. 
660,  661).« 

If  stearoleic  acid  be  fused  with  potash  at  a  low  temperature, 
an  acid  is  formed  which  is  either  hypogsBaic  acid,  CigHj^Og,  or  an 
isomeride  of  this ;  at  a  higher  temperature  myristic  acid,  Cj^H^gOj, 
is  formed.^ 

The  homologues  of  oleic  and  elaidic  acid,  may,  like  these  acids 
themselves,  be  converted  into  acids  containing  less  hydrogen, 
and  these  latter  are  also  formed  from  the  doubly  substituted 
fatty  acids.  In  their  chemical  relations  these  closely  resemble 
stearoleic  add. 

The  following  acids  of  this  series  have  been  prepared  : 

M.P. 


*  XJndecolic  acid 

^11^1802 

Small  plates. 

69°-5 

*  Myristolic  acid 

C14H24O2 

— 

12' 

«  Pahnitolic  acid. 

^16^2S^i 

Needles. 

4,r 

^  BehenoHc  acid, 

C«H„0, 

Needles. 

57°  5 

Zinoleic  Acid,  Ci^jHjgOj,  occurs  as  glyceride  in  linseed  oil,  and 
other  drying  oils  (p.  478).  Sacc  was  the  first  to  point  out  that 
this  acid  differs  from  the  oleic  acid  contained  in  other  oils  and 
fats,  but  he  did  not  succeed  in  obtaining  it  in  the  pure  state.^ 
It  was  then  subjected  to  a  more  careful  examination  by  Schuler 
who  saponified  linseed  oil  with  soda  solution,  and  precipitated 
the  soap  with  calcium  chloride.  From  the  well-washed  precipitate 
the  calcium  linoleate  was  dissolved  by  ether.  The  ethereal 
solution  was  then  decomposed  by  means  of  hydrochloric  acid,  and 
the  ether  removed  in  a  current  of  hydrogen.  The  residual  acid 
had  a  dark  yellow  colour,  and  for  the  purpose  of  purification  was 
dissolved  in  alcohol,  the  solutbn  saturated  with  ammonia,  and 
then  precipitated  by  barium  chloride.  The  barium  linoleate 
thus  obtained  was  re-crystallized  from  ether,  and  then  converted 

*  Oyerbeclc,  Ann.  Chem.  Pharm.  cxL  89.  ■  76.  cxc.  297. 

*  Marasse,  Ber.  Vmisch.  Chem,  Oes.  ii.  359.      *  Kraft,  ib,  xi.  1414. 

*  Masino,  Ann.  Chan.,  Phnrm,  ccii.  176.  •  Schrdder,  ib,  cxliii   27. 

'  Uaassknecht,  ib.  cxliii.  41.  '  Ann,  Chem,  Phann.  li  221. 
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into  the  acid  by  a  treatment  corresponding  to  that  described  for 
the  calcium  salt.^ 

Linoleic  acid  is  a  thin  oily  liquid,  which  has  a  faint  yellow 
colour,  and  refracts  light  powerfully.  It  remains  liquid  at 
— 18^  and  at  l^**  has  a  specific  gravity  of  0-9206.  It  possesses 
a  faintly  acid  reaction,  and  its  taste  is  at  first  pleasant,  but 
afterwards  harsh.  When  treated  with  nitrous  acid,  it  does  Dot 
yield  a  solid  product.  Schiller  obtained  on  analysis  numbers 
corresponding  to  the  formula  given  above,  and  his  results  were 
confirmed  by  Mulder.  According  to  Siissenguth,*  its  formula  is 
CigH^Og,  whilst  Oudemans  obtained  by  Schiller's  method  an 
acid  from  poppy  oil  which  had  the  same  composition  as  that  got 
from  linseed  oil.'  • 

Linoleic  acid  is  oxidized  to  suberic  acid  by  means  of  nitric 
acid  (Sacc).  When  exposed  to  the  air  it  absorbs  oxygen,  and  is 
finally  transformed  into  linoxyn,  C^^^O^iySL  neutral,  amorphous, 
elastic  mass,  which  is  insoluble  in  alcohol  and  ether,  but  swells 
up  and  dissolves  in  a  mixture  of  alcohol  and  chloroform.* 

The  salts  of  linoleic  acid,  which  are  unstable  and  oxidize 
easily,  have  been  but  little  examined. 

Elceomargaric  Add,  CiyHjoO^.  This  acid,  together  with  its 
isomeride,  elsBolic  acid,  occurs  as  glyceride  in  the  oil  from  the 
seeds  of  Elosococca  Vernida,  It  forms  rhombic  tables  which 
melt  at  48^,  and  absorbs  oxygen  from  the  air  and  becomes 
resinous.  Its  alcoholic  solution  deposits  on  exposure  to  light, 
the  isomeric  compound,  Elceostearic  add,  melting  at  71°.  Both 
these  acids  when  heated  in  an  atmosphere  of  hydrogen  to 
175** — ISO**  are  transformed  into  liquid  elcBolic  add? 


DRYING  OILS. 

803  Linseed  Oil  is  obtained  in  large  quantities  from  the  seed  of 
flax  {Linum  vsita^tissimum),  especially  in  England,  Holland,  and 
Russia.  It  has  a  peculiar  smell  and  taste,  and  contains  about 
eighty  per  cent,  of  trilinolein,  together  with  triolein,  trimyristin, 
and  tripalmitin  (Mulder). 

^  Ann,  Chem.  Pharm.  ci.  252.  >  Zeitseh,  Chem.  1865,  563. 

»  Jahresb.  1858,  304.  *  Mulder,  ib,  1858,  828. 

»  aoer.  Bull.  Soe.  Chim.  [2],  xxvi.  286  ;  xxviu.  24  ;  Jahretb.  1878,  738. 
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When  a  thin  layer  of  the  oil  is  exposed  to  the  air,  it  takes  up 
oxygen,  the  glycerin  being  oxidized  to  carbon  dioxide,  formic 
acid  and  acetic  acid,  and  finally  an  elastic  mass  remains  behind 
which  is  a  mixture  of  linoxyn  with  the  fatty  acid,  and  oleic  acid, 
or  the  oxidation  products  of  these. 

When  linseed  oil  is  boiled  in  presence  of  air,  it  forms  linseed 
oil  varnish,  which  dries  more  rapidly  than  the  unboiled  oil. 
According  to  Mulder,  a  portion  of  the  trilinolein  is  thus 
decomposed,  and  the  linoleic  acid  passes  into  an  elastic 
caoutchouc-like  mass,,  which  he  terms  linoleic  anhydride. 

By  continued  boiling  this  is  formed  in  large  quantity,  and  a 
mass  is  obtained  which  may  be  drawn  out  into  long  threads,  is 
very  sticky,  and  does  not  produce  a  fatty  stain  on  paper.  It  is 
used  in  the  manufacture  of  printers'  ink. 

The  varnish  ordinarily  used  for  oil  colours  is  prepared  by 
boiling  linseed  oil  with  three  per  cent,  of  litharge  or  red  lead, 
when  the  above  reaction  takes  place,  and  lead  linoleate  is  also 
formed,  which  adds  to  the  hardness  of  the  varnish. 

In  consequence  of  the  presence  of  lead,  such  varnish  darkens 
after  a  time  if  exposed  in  places  where  sulphuretted  hydrogen  is 
evolved.  To  avoid  this,  a  varnish  free  from  lead  may  be  used, 
prepared  by  using  oxide  of  manganese.  The  borate  serves,  how- 
ever, better  than  the  oxide  for  this  purpose.  If  100  parts  of 
lixiseed  oil  be  heated  with  1*5  parts  of  manganese  borate  for  a 
quarter  of  an  hour,  not  quite  to  the  boiling  point,  a  varnish  is 
obtained  which  dries  in  twenty-four  hours. 

Linseed  oil  is  also  largely  used  for  the  preparation  of  oil 
varnishes,  which  are  very  durable,  and  are  little  attacked  by 
heat  or  moisture.  These  are  prepared  by  adding  boiled  linseed 
oil,  which  has  been  prepared  without  lead  oxide,  to  melted 
amber,  copal,  or  other  gum,  and  then  diluting  with  oil  of 
turpentine. 

The  sulphur  balsam  of  the  pharmacopoeia  {Balsamum 
Sulphuris  8,  Oleum  Lini  sulfuratum)^  is  prepared  by  boiling  one 
part  of  flowers  of  sulphur  with  six  parts  of  linseed  oil,  until  it 
forms  a  reddish-brown,  tough,  very  unpleasantly  smelling  mass, 
which  is  soluble  in  oil  of  turpentine.  In  this  operation  a  large 
quantity  of  sulphuretted  hydrogen  is  given  ofif,  together  with 
other  volatile  products,  of  which  one  has  been  isolated  by 
Anderson,  and  termed  by  him  odmyL  This  is  a  mobile  re- 
fractive liquid,  which  contains  sulphur.  It  boils  at  about  71°, 
and  possesses  an  unpleasant  alliaceous  smell.^ 
*  Ann.  Chem,  Pkarm,  Ixiii.  370. 
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Poppy  Oil  is  obtained  from  the  seeds  of  the  poppy  {Papaver 
somni/erum).  It  has  a  pleasant  taste,  and  is  therefore  much 
used  in  some  countries  for  cooking  purposes.  It  is  also  used 
in  the  manufacture  of  curd  soap,  and  for  the  preparation  of 
artists'  colours.  It  contains  the  glycerides  of  linoleic  acid,  oleic 
acid,  lauric  acid,  myristic  acid,  palmitic  acid,  and  stearic  acid. 

Walrmt  Oil  is  used  for  the  same  purposes  as  poppy  oil,  from 
which  it  differs  by  containing  no  tripalmitin  or  tristearin. 

Hemp  Oil  is  obtained  in  large  quantity,  especially  in  Russia, 
from  the  seed  of  hemp  {Cannabis  sativa).  It  has  a  greenish  or 
brownish-yellow  colour  and  smells  strongly  of  hemp.  It  is  used 
in  the  preparation  of  soft  soap  and  in  the  manufacture  of 
varnish  for  dark  colours. 

Bankune  Oil  (Huile  de  Bancoul)  is  prepareil  from  the  kernel 
of  the  nut  of  the  candleberry-tree  (Aleurites  triloba),  which 
is  indigenous  to  the  Moluccas  and  the  South  Sea  Islands, 
but  is  now  cultivated  in  other  tropical  countries  for  the  sake  of 
its  nuts,  which  have  a  taste  similar  to  walnuts,  and  when  dried 
are  used  by  the  South  Sea  Islanders  instead  of  candles.  They 
yield  an  oil  which  serves  excellently  for  the  preparation  of 
oil  colours,  but  as  yet  it  has  come  but  little  into  European 
commerce. 

Chinese  Wood  OH  is  obtained  by  pressure  from  the  seeds  of 
Aleurites  cordaia  s,  ElcBococca  Vemicia  which  is  indigenous 
to  China  and  Japan.  It  is  used  for  painting  ships,  for  the 
preparation  of  varnish,  and  also  in  medicine. 
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Of  these  only  the  following  one  is  known : 

804  Erythrite  C4Hg(0H)^,  was  prepared  in  1848  by  Stenhouse 
from  several  kinds  of  licken  and  termed  Erythroglucin,  Pseudorcin 
or  Erythromunnite?-  Its  correct  formula  was  afterwards  deter- 
mined by  Strecker.*  Lamy  having  about  the  same  time  de- 
scribed a  substance  to  which  he  gave  the  name  of  Phycite,^ 
found  in  the  alga  Protococcus  vulgaris,  frequently  covering  the 
stems  of  trees,  &c.,  and  closely  related  to  the  so-called  red 
snow  (P.  nivalis),  R.  Wagner  suggested  that  phycite  is  identical 
with  erythrite/  and  Lamy  afterwards  showed  that  this  is  the 
case.* 

The  lichens  from  which  erythrite  is  obtained  are  of  a  species 
of  orchella  weed  sadh  as  Roccella,  These  are  used  in  the  pre- 
paration of  archil,  and  contain  erythrin,  CgoHjjOj^  which  is  aH 
orsellinate  of  erythrite,  and  is  decomposed  into  this  acid  and 
erythrite  when  boiled  with  baryta-water  or  milk  of  lime  : 

(C3H,0J,C,H«(0H),  +  2H,0  =  2C8H80,  +  C,H«(OH), 

For  the  preparation  of  erythrite,  B.  tinctoria  or  B.  fvmformis 
is  treated  with  dilute  milk  of  lime,  filtered,  and  the  solution 
precipitated  with  hydrochloric  acid.  The  precipitate  is  well 
washed  with  water,  and  then  boiled  for  several  hours  with  milk 
of  lime ;  it  is  then  filtered,  the  solution  concentrated,  and  the 
lime  removed  by  carbon  dioxide.  The  solution  is  next 
evaporated  to  a  syrup,  mixed  with  sand,  and  treated  with  ether, 
in  order  to  remove  orcin,  CyHgOg,  which  is  a  product  of  decom- 
position of  orsellinic  acid.  The  erythrite  is  extracted  from  the 
residue  with  water  and  precipitated  from  the  concentrated  solu- 
tion by  the  addition  of  alcohol.     It  is  then  washed  with  cold 

*  Phil.  Trans.  1848,  76 ;  1849,  399.  ^  AnnXhem.  Pharm.  Ixviii.  111. 

»  Ann.  Chim.  Phys,  [3],  xxxv.  138.  *  Joum.  Prakt.  Chem,  Ixi.  125. 


• 


-47171.  Chim.  Phys.  [3J  li.  232, 
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alcohol  and  recrystallized  from  its  hot  aqueous  solution  after 
treatment  with  animal  charcoal.^ 

De  Luynes  obtained  it  in  the  following  way  from  B,  Mofdagnei. 
The  erythrin  prepared  from  the  lichen  is  heated  with  milk 
of  lime  to  150**  in  an  iron  vessel,  air  being  excluded.  The 
filtrate  freed  from  lime  is  concentrated  in  order  that  the  orcin 
may  crystallize  out,  and  a  mixture  of  orcin  and  erythrite  is 
obtained  from  the  mother-liquor,  these  being  then  separated  by 
means  of  ether.  The  residual  erythrite  is  dissolved  in  the 
smallest  possible  quantity  of  water  and  about  one-third  part  its 
volume  of  alcohol  added*  The  small  crystals  which  separate 
out  are  dissolved  in  water,  animal  charcoal  added,  the  liquid 
filtered,  and  the  hot  concentrated  solution  decomposed  by  adding 
one-fifth  part  its  volume  of  alcohol,  when,  on  cooling,  fine  huge 
crystals  separate  out.' 

Orcin  and  erythrol  may  also  be  separated  by  means  of  boiling 
benzene,  in  which  the  last  named  is  insoluble.' 

Erythrol  dissolves  readily  in  water  and  crystallizes  in 
quadratic  prisms  which  have  a  sweet  and  cooling  taste.  It 
is  not  fermentable  by  yeast  and  does  not  reduce  copper  salts ;  it 
melts  at  120''  (Hesse)  and  volatilizes,  with  partial  decompo- 
sition, at  about  300°.  When  heated  with  concentrated  hvdri- 
odic  acid  it  is  transformed  into  secondary  butyl  iodide  (Part  I. 
p.  582),  whilst  when  heated  with  concentrated  formic  add 
to  230"*  it  yields  butine,  C^H^j,  the  radical  of  erythrite,  whilst  at 
the  same  time  butine  glycol,  0^11^(011)2,  a  thick  liquid  boiling 
at  199°— 200^  and  its  monoformin,  C,H^(OH)CHOj,  boiling 
at  about  190°,  are  also  formed.^  Phosphorus  pentachloride 
converts  erythrol  into  the  corresponding  chloride,  a  body 
already  described  as  butine  tetrachloride.  When  a  solution 
of  erythrol  is  treated  with  platinum  black  and  allowed  to  stand 
in  contact  with  air,  erythritic  add,  Q^Ji(yEL)fiO^,  is  produced, 
and  this  forms  a  deliquescent  crystalline  mass.^  Dilute  nitric 
acid  oxidizes  erythrite  to  oxalic  acid  and  an  inactive  tartaric  acid. 
805  Erythrol  DicJUorhydrin,  or  Butine  ZHchlorhydrate, 
C^HgCl2(0H)j,  is  formed  in  feathery  crystals  when  erythrite 
is  heated  in  a  current  of  hydrochloric  acid  to  120° — 130°.'    It 

^  Hofmann,  Ber,  Deutaeh.  Chem.  Gts,  tu.  512. 

*  Ann,  Ckim,  Phys.  [4],  ii.  899. 

•  Stenhouse,  Joum.  Chem,  Soc  [2],  v.  222. 

*  Henninger,  Ber,  Deufsch.  Chem,  Oes.  v.  1059. 
»  Sell.  Zeitsch,  Chem,  1866,  12. 

•  Przibytek,  Ber,  Deutsch,  Chem,  Oes.  xiv.  2072, 


Digitized  by 


Google 


ERYTHRITE.  483 


is  also  produced  when  erythrite  is  heated  for  100  hours  to  100° 
with  ten  to  fifteen  times  the  quantity  of  fuming  hydrochloric 
acid  (De  Luynes).  This  result  is  produced  more  quickly  if  a 
temperature  of  120° — 130°  be  used  (Przibytek).  It  is  soluble 
in  water,  and  separates  from  ether  in  small  crystals  which  melt 
at  124°— 125°. 

Erythrol  Dibromhydrin,  C^^t^(0^^,  is  obtained  when 
erythrite  is  heated  with  hydrobromic  acid  and  forms  crystals 
which  melt  at  130°  and  are  insoluble  in  water.* 

Add  Butine  Tdrasulphate,  or  Erythrol  Tetrasulphuric  Acid, 
CgH^(S04H)^,  is  produced  when  erythrol  is  dissolved  in  chlor- 
sulphonic  acid,  and  forms  a  heavy  white  mass  consisting  of 
small  prisms,  and  it  yields  also  crystalline  salts.' 

Butine  Tetranitrate,  or  NUroerythroly  C^H^(N03)^,  is  formed 
by  dissolving  erythrite  in  well-cooled  concentrated  nitric  acid, 
and  then  precipitating  by  sulphuric  acid.  It  is  insoluble  in 
water,  but  crystallizes  from  alcohol  in  large  glistening  plates, 
which  melt  at  61",  and  when  more  strongly  heated  inflame  and 
bum  rapidly  with  a  dull  flame.  The  compound  explodes  on 
percussion,  and  is  transformed  by  alcoholic  ammonium  sulphide 
into  erythrite  again.* 

When  erythrol  is  heated  with  organic  acids  the  ethereal  salts 
of  these  acids  are  obtained.  They  have,  however,  as  yet  not 
been  closely  examined.^ 

^  Champion,  Compt.  Bend,  IxxiiL  114. 

*  Claesson,  Joum,  Prakt,  Chem.  [2],  xx.  7. 

*  Stenhouse,  Ann.  Chem,  Pkarm,  Ixxx.  226 ;  cxx.  302. 

*  Berthelot,  Chim,  org,  sur  UafonaUe  sur  la  Synthcse,  ii.  221. 
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Mannitol,  or  Mannite,  CgH8(0H)g. 

806  The  compound,  fonnerly  known  as  manna  tugar,  and  now 
also  termed  a-hexone  alcohol,  was  discovered  in  manna  by  Proust 
in  1806.^  This  latter  consists  of  the  evaporated  sap  which 
exudes  from  various  species  of  ash  (Fraxinus  omus  and  rotundi- 
folia),  some  of  which  are  cultivated  in  Southern  Europe  and 
in  Calabria  and  Sicily.  The  manna  which  the  Israelites  are 
said  to  have  used  as  bread  during  their  wanderings  in  the 
wilderness  probably  exuded  from  the  branches  of  the  Tamaria 
manni/era,  which  contains  no  mannite  but  a  fermentable  sugar, 
whilst  that  which  fell  from  heaven  probably  was  the  edible 
lichen,  Spaerothallia  escitlenta,  which  grows  in  Asia  Minor,  Persia, 
North  Africa,  &c.,  is  carried  in  masses  before  the  wind  forming 
a  rain  of  manna  (Luerssen).^ 

Maimite  occurs  widely  distributed  in  the  vegetable  kingdom, 
being  found  in  the  roots  of  celery,  in  monkshood  (Aconiiun 
napellus),  in  the  leaves  of  Syringa  vulgaris,  in  the  olive,  in 
the  bark  of  Canella  alia,  in  the  sap  of  the  larch  (Pinus  Lam), 
in  the  sugar-cane,  in  various  algaB,  in  many  fungoid  growths,  &c. 
After  immoderate  water-drinking  it  is  found  in  the  urine.  It  is 
also  formed  in  the  lactic  and  mucous  fermentations  of  sugar,  and 
it  may  be  obtained  from  the  isomeric  saccharoses,  dextrose  and 
laevulose,  CgHjgOg,  the  corresponding  aldehydes  (see  sugars,  &c). 

For  the  preparation  of  mannite,  manna  is  dissolved  in  half 
its  weight  of  boiling  water,  the  solution  clarified  with  white  of 
egg  and  filtered  boiling  hot.  The  mannite  which  crystallizes  out 
is  separated  from  the  liquor  by  pressure,  and  recrystallized  from 

*  Ann.  Ckim.  IxTii.  148. 
'  Beilsteiu,  Org,  Chem.  558. 
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hot  water,  after  treatment  of  the  solution  with  animal  charcoal. 
Mannite  may  also  be  extracted  from  manna  by  boiling  dilute 
alcohol,  and  the  crystals  which  separate  on  cooling  are  then 
recrystallized  from  water  or  alcohol.  Agaricus  integer^  a 
commonly-occurring  fungus,  may  also  be  used  as  a  source  of 
mannite,  it  containing,  in  the  dry  state,  from  nineteen  to 
twenty  per  cent,  of  this  substcmce. 

Mannite  has  a  pleasant  sweet  taste,  and  dissolves  at  IQ'^'S  in 
6*22  parts  of  water.  It  is  much  more  readily  soluble  in  boiling 
water,  and  crystallizes  in  small  rhombic  prisms.  It  is  much  less 
soluble  in  alcohol,  and  from  this  solution  separates  in  needles ; 
and  it  is  insoluble  in  ether.  It  melts  at  166°,  and  on  prolonged 
fusion  partially  Volatilizes.  The  aqueous  solution  is  optically  in- 
active, but  on  addition  of  borax  becomes  strongly  dextro-rotatory,^  ' 
whilst  caustic  soda  imparts  to  it  a  laevo-rotatory  power.^  When 
heated  with  concentrated  hydriodic  acid,  mannite  is  transformed 
into  secondary  hexyl  iodide  (Part  I. ,  p.  627). 

A  mixture  of  mannite  and  platinum  black,  moistened  with 
water,  oxidizes  in  the  air  forming  mannitic  acid,  C^S^(01i)fiOfi^ 
a  gummy  mass,  and  its  aldehyde,  C^H^jO^  which  belongs  to 
the  class  of  fermentable  sugars,  and  is  known  as  mannitose? 
This  will  be  afterwards  described,  as  also  saccharic  ocirf, 
GJ3,JiOK)JfjO^^  formed  by  the  oxidation  of  mannite  with 
nitric  acid. 

807  Mannitan,  CgHj^jOg,  is  formed  when  mannite  is  heated  to 
200^  or  boiled  for  some  time  with  concentrated  hydrochloric  acid. 
It  is  a  syrupy  liquid  having  only  a  slightly  sweet  taste,  and  deli- 
quesces t)n  exposure.*  It  has  a  feeble  dextro-rotatory  power,^ 
and  on  long  boiling  partially  recombines  with  water,  forming 
mannite. 

If  mannite  be  heated  with  half  its  weight  of  sulphuric  acid  to 
120"* — 125"*  a  mannitane  is  produced  which  has  strongly  dextro- 
rotatory power,  and  does  not  re-unite  with  water  to  form 
mannite  (Vignon).  Both  modifications  dissolve  readUy  in  cold 
alcohol. 

When  the  mannitane  prepared  by  means  of  hydrochloric  acid 
is  exposed  for  some  months  in  a  dry  atmosphere,  it  deposits 

*  Vignon,  Ann,  Chim.  Phys.  [5],  ii,  440. 

*  Muntz  and  Aubin,  ib.  [5],  z.  556. 

*  Gonip-Besanez,  Ann,  Chem,  Phann.  cxviii.  257. 

*  Berthelot,  Ann.  Chim,  Phys,  [3],  xlvii.  806. 
'  Boachardat.  Ann.  Chim,  Phys,  |.5],  vi.  102. 
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crystals  from  which  the  syrupy  mother-liquor  may  be 
separated  by  washing  with  absolute  alcohol.  Crystallized 
mamiitane  consists  of  monoclinic  tables  dissolving  readily  in 
water,  and  being  easily  transformed  into  mannite  on  boiling 
with  this  liquid. 

Mannite  DicMorhydrin,  or  a-ffexone  Dichlorht/dride,  CgHg 
(0H)^Cl2,  is  formed  when  mannite  is  heated  for  ten  to  fifteen 
hours  at  100''  with  fifteen  times  its  weight. of  aqueous  hydro- 
chloric acid  which  has  been  saturated  at  O"*.  The  solution  is  con- 
centrated over  sulphuric  acid  and  quicklime,  when  the  compound 
separates  out  very  slowly  in  monoclinic  crystals  which  melt  with 
decomposition  at  174**  and  are  laevo-rotatory. 

Mannite  Dibromhydrin,  CQH.^(OJI)fir^,  is  '  obtained  in  a 
similar  way  to  the  foregoing  compound,  and  closely  resembles 
it,  except  in  that  it  is  insoluble  in  cold  water,  and  melts  at 
ITS''  with  evolution  of  hydrobromic  acid. 

If  these  compounds  be  boiled  with  water  they  are  converted 
into  the  moTiochlorhydrin,  CgHgOCl(OH)s,  and  monohromhydnn, 
C0HgOBr(OH)3,  of  mannitan  respectively.  Both  are  crystalline, 
melt  below  100**,  and  dissolve  readily  in  water.  If  they  are 
boiled  for  a  longer  time  with  water,  mannite  is  again  obtained 
(Bouchardat). 

Acid  Sulphates  of  ^  Mannite.  When  mannite  is  dissolved  in 
concentrated  sulphuric  acid,  the  disulpJuite,  GQT3^{OJI)^(SOJf)2f^ 
and  the  trimlpkate,  C^^{OB)^{^Ofi\?  are  formed.  These 
form  readily  soluble  salts,  and  on  heating  with  water  are 
decomposed,  yielding  mannite  again. 

Mannite  ffexasulphuric  Add,  or  a-Hexone  Hacai&idphjik, 
CgH8(S0^H)g,  is  obtained  by  dissolving  mannite  in  chlor- 
sulphonic  acid : 

CeHglOH)^  +  6CISO2.OH  =  CeH8(0.S0,.0H)e  +  6HC1. 

As  the  product  is  uncrystallizable  it  has  not  as  yet  been 
obtained  in  the  pure  state,  but  several  of  its  salts  have  been 
prepared.  Of  these  barium  hexhexone  sulpJiaie,  CgH8(S0  JgBa3+ 
5H2O,  is  characteristic,  and  is  obtained  by  neutralizing  the 
freshly  prepared  aqueous  solution  of  the  acid  with  barium 
carbonate,  the  mixture  being  well  cooled  during  the  operation. 
On  adding  absolute  alcohol  to  the  solution  thus  obtained,  the  salt 
is  thrown  down  as  an  oily  liquid,  which  spontaneously  passes 

*  Favre,  Ann.  Chim,  Phys.  [8],  xl  77  ;  Berthelot,  ib.  [8],  xlvii.  336. 
'  Knop  and  Schnedermann,  Ann.  Chem,  Pharm.  li.  182. 
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into  a  crystalline  modification  ^hich  is  completely  insoluble 
in  water  and  acids.  Similarly,  if  the  aqueous  solution  of  the 
salt  be  evaporated  on  the  water-bath  the  insoluble  forms 
separate  out  in  crystalline  crusts.  The  free  acid  and  also  the 
solutions  of  its  salts  are  strongly  dextro-rotatory.  The  acid 
in  aqueous  solution  readily  changes  into  the  tetrasulphate, 
C^Ji^{01S)^(80Ji.\,  which  has  a  weaker  dextro-rotatory  power 
and  forms  amorphous  salts.^ 

808  Nitr<Hnafmite,  or  c^Hexom  Sexnitrate,  C<|Hg(NO^y  This 
compound  was  first  obtained  by  Flores  Domonte  and  Menard,' 
and  by  Sobrero,'  by  acting  on  mannite  with  a  mixture  of  con- 
centrated nitric  and  sulphuric  acids*  Its  correct  composition 
was  afterwards  established  by  Strecker,^  and  Knop  was  the  first 
to  put  forward  the  view  that  it  is  not  a  nitro-compound,  but 
contains  nitric  acid.^ 

To  prepare  nitro-mannite  one  part  of  finely  powdered  maimite 
contained  in  a  mortar  is  treated,  in  small  quantities  at  a  time^ 
with  five  parts  of  well-oooled  nitric  acid  of  specific  gravity  1*6, 
and  the  clear  solution  is  then  poured  into  a  vessel  kept  cold  by 
ice  or  snow,  and  ten  parts  of  concentrated  sulphuric  acid  added, 
the  mixture  being  kept  well  stirred.  After  a  few  hours  the  curdy 
mass  which  is  formed  is  brought  on  to  an  asbestos  filter,  the 
liquid  filtered  off,  and  the  residue  well  rubbed  up  with  water 
until  it  has  only  a  weak  acid  taste.  The  product  is  then 
washed  with  hot  solution  of  carbonate  of  soda,  and  afterwards 
purified  by  recrystallization  from  hot  alcohol.^. 

Nitro-mannite  crystallizes  in  needles  which  melt  at  112'' — 113^ 
and'  on  carefully  raising  the  temperature  they  quietly  decom- 
pose. If,  however  it  be  thrown  on  to  glowing  charcoal  it 
deflagrates  strongly,  and  when  struck  with  a  hammer  it  explodes 
more  violently  than  fulminating  mercury.  Its  alcoholic  solution 
is  dextro-rotatory.  When  treated  with  sulphuric  acid  it  evolves 
fiimes  of  nitric  acid,  and  when  treated  with  ammonium  sulphide/ 
acetic  acid  and  ice,®  or  hydriodic  acid,*  it  is  re-converted  into 
mannite.  Mannite  is  also  formed  when  nitro-mannite  is  boiled 
for  some  time  with  a  solution  of  acid  ammonium  sulphite,  whilst 

'  ClaesBon,  Joum,  Praki,  Chem.  [2],  xx.  10. 

»  Compt.  Rend.  xxiv.  89  and  391.  •  Ih,  xxv.  21. 

«  Ann.  Chem.  Pharm.  Ixxiii.  59.  '  Jaum,  Prakt,  Chem.  xxlL  228. 

*  Sokolow,  Joum.  Rues.  Chem.  Oee.  xL  136. 
^  Dessaignes,  Compt.  Rend,  xxxiii.  462. 

•  B^champ,  Avm..  Chim.  Phys.  [3],  xlvi.  854. 
»  Mills,  Jourjt.  Chem.  Soe.  xvii.  153. 
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at  the  same  time  ammonium  sulphate^  nitrate,  and  nitrite  are 
produced.^ 

If  dry  ammonia  be  passed  into  an  ethereal  solution  of  nitro- 
mannite,  evolution  of  gas  takes  place,  and  a  semi-fluid  black 
mass  separates  out,  which  contains  ammonium  nitrite  and  nitrate, 
together  with  other  bodies.  If  the  liquid  be  poured  off  from 
this,  the  ether  allowed  to  evaporate,  and  the  residue  crystallized 
from  alcohol,  long  needles  arranged  in  stellar  groups  are  first 
deposited.  These  are  either  hexonepentanitraie,  CJi^iOB^^SO^)^ 
or  have  the  formula  [CeHaCNOj)^,©.  They  melt  at  77°— 79^ 
deflagrate  slightly  when  more  strongly  heated,  and  explode  on 
percussion.  From  the  alcoholic  mother-liquor,  water  precipitates 
syrupy  mannitantetranitrate,  CjHgO(NOs)4,  which  on  percussion 
detonates  more  powerfully  than  nitro-mannite.' 

809  a-Hexone  HexacetcUe,  C0H3(C2H3O2)8,  is  produced,  together 
with  mannitan  acetates,  when  mannite  is  heated  with  acetic 
anhydride.'  It  is  best  prepared  by  warming  mannite  with  four 
times  its  weight  of  the  anhydride  and  some  zinc  chloride,  when 
a  moderately  brisk  reaction  sets  in  in  a  few  moments.^  The 
acetate  forms  rhombic  crystals  which  melt  at  119^  and  are 
dextro-rotatory.  They  are  insoluble  in  cold  water,  alcohol,  and 
ether,  but  dissolve  somewhat  on  heating,  and  very  readily  in 
acetic  acid. 

According  to  SchtLtzenberger,  the  first  product  of  the  action  of 
acetic  anhydride  on  mannite  is  the  compound  C^2^28(^2^s^)^io» 
which  in  the  pure  state  forms  a  light  whit«  mass,  wUch  has  a 
slight  sweet  but  somewhat  bitter  taste,  and  on  saponification 
yields  mannitan,  the  molecular  formula  of  which  is  therefore 

probably  Ci,H^O^o- 

When  mannite  is  heated  with  glacial  acetic  acid  to  200"* — 220^ 
mannitan  diacetate,  G^^^o{Cfifi^fi^  is  formed.  This  is  a 
very  bitter  syrup,  which  on  saponification  yields  acetic  acid  and 
mannitan. 

By  heating  mannite  with  other  fatty  acids,  Berthelot  has 
obtained  a  series  of  ethereal  salts  of  mannitan.^ 

^  A.  and  W.  Knop,  Joum,  Prakt.  Chem,  Ivi.  887. 

'  llchanowitsch,  Zeitfch.  Chem.  1864,  482. 

'  Schutzenberger,  Ann.  Chem,  Pharm,  clz.  94  ;  BouchardAt,  2oft  dL 

*  Franchimont,  Ber.  Deutach.  Chem,  Oca.  zlL  2059. 

»  Ann,  Chim,  Fhy$,  [8],  xlviL  316. 
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DuLciTOL,  DuLciTE,  OR  /8-Hexone  Alcohol,  CjH8(0H)g. 

&Z0  lu  1836,  Htinefeld  found  that  a  peculiar  crystalline  body, 
termed  by  him  melampyrin,^  exists  in  the  sap  of  Melampyrum 
nemorostim,  and  M.  vulgatum.  This  body  was  then  further 
examined  by  £ichler»  who  found  it  also  in  Scrophularia  nodosa, 
and  EhinarUMis  Christa-Oalli,  but  the  formula  assigned  by  hjm 
to  the  substance  was  an  incorrect  one.^ 

In  1848,  Laurent  examined  certain  crystalline  lumps  of 
unknown  origin,  which  were  sent  from  Madagascar  to  Paris 
in  large  masses,  and  found  that  their  principal  constituent  was 
a  sugar-like  substance,  which  he  considered  to  be  a  homologue 
of  grape  sugar,  or  of  the  glucoses,  C^H^j^o*  ^^^  termed  it  duleote, 
assigning  to  it  the  formula  G^'K^fi^  whilst  Jacquelain  believed 
its  composition  to  be  CgHijOg,  and  termed  it  dvldne}  Souberan 
came  to  the  conclusion  that  it  was  mannite,^  and  soon  after 
Laurent  recognized  the  fact  that  it  is  an  isomeride  of  mannite.^ 
Finally  Gilmer  showed  that  dulcite  is  identical  with  melampyrin 
and  with  the  evonymite  which  Kubel  found  in  the  sap  of 
Evonymus  JSuropmtLsJ 

The  Madagascar  manna,  as  the  above-mentioned  lumps 
were  termed,  consists  almost  entirely  of  dulcite,  and  this  is 
readily  extracted  by  treatment  with  hot  water.  Dulcite  may 
be  obtained  from  Melampyrum  nemorosum  by  boiling  the  plant, 
dried  when  flowering,  with  water,  adding  milk  of  lime  to  the 
decoction  till  just  alkaline,  and  again  boiling,  and  then  decom- 
posing the  filtered  solution,  after  suflScient  evaporation,  with 
hydrochloric  acid.  The  dulcite  then  separates  out  and  is 
purified  by  recrystallization. 

Dulcite  is  also  formed  by  union  of  hydrogen  with  galactose, 
C^H^O^  a  saccharose  obtained  from  milk-sugar,  and  an  aldehyde 
of  dulcite. 

Dulcite  has  a  taste  less  sweet  than  that  of  mannite,  and  is  • 
also  less  soluble  in  water,  dissolving  at  16°'6  in  thirty-four  parts 
of  this  liquid.  It  is  but  very  slightly  soluble  in  alcohol,  and 
does  not  dissolve  in  ether.  It  crystallizes  in  monoclinic  prisms 
which  melt  at  188**-5.  When  heated  with  concentrated  hydriodic 
acid  it  yields  the  same  secondary  hexyl  iodide  as  is  obtained 

*  Joum.  Prakt,  Chem,  vii.  233  ;  ix.  47. 
»  Jahresb.  1856,  665. 

»  Compi.  Rend.  xxx.  41.  *  lb.  xixi  625.  »  lb.  xxx.  889. 

*  Laurent  aud  G«rhardt,  Campt.  Jiend.  1851,  29. 
'  Ann,  Chem.  Pharm.  czziii.  372. 
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from  mannite,^  but  it  differs  from  the  latter  substance  inasmuch 
as  nitric  acid  does  not  oxidize  it  to  saccharic  acid,  but  to  the 
isomeric  mucic  acid.  Bulcite  dissolves  when  warmed  with 
concentrated  hydrochloric  acid,  and  on  cooling  down  to  0""  the 
compound,  C^Hj^Oj  +  HCl  +  SH^O,  separates  out  in  large 
crystals  which  lose  hydrochloric  acid  on  exposure  to  air,  and  are 
decomposed  into  their  constituents  when  treated  with  water  or 
alcohol.  It  forms  corresponding  compounds  with  hydrobromic 
and  hydriodic  acids.'  ^ 

8x1  JDiUcUan,  CJ3.yP^,  is  formed  when  dulcite  is  heated  for 
Gome  time  to  200^  and  is  a  viscous  syrup,  which  dissolves  readily 
in  water  and  alcohol,  but  is  insoluble  in  ether,  and  is  perceptibly 
volatile  at  120^  When  exposed  to  moist  air,  or  on  heating 
with  baryta-crystaJs  and  water  to  160°,  it  is  partially  trans- 
formed into  dulcite.  When  dulcite  is  heated  with  organic 
acids,  ethereal  salts  of  dulcitan  are  formed,  some  of  which  are 
crystalline  and  others  amorphous.^  Dulcitan  differs  from  the 
isomeric  mannitan  by  acting  as  a  pentatomic  alcohol,  and  it 
may  therefore  be  termed  hexonyl  alcohol,  GgHyCOH)^ 

Dvidtol  Dichlorhydrin,  or  fiSexone  DiMorhydraU,  C^Hg(OH)^ 
Cl^t  is  obtained  in  a  similar  way  to  the  corresponding  mannite 
derivative.  It  crystallizes  in  small  tables  which  are  insoluble 
in  water,  and  at  ISO""  it  splits  up  into  hydrochloric  acid  and 
dulcitan  chlorhydrin,  or  hexonyl  chlorhydraie,  C0H7(OH)4C1,  this 
compound  being  also  produced  on  boiling  with  water.  It 
crystallizes  in  long  easily  soluble  needles,  wliich  melt  at  90^  and 
are  dextro-rotatory.  It  readily  unites  with  hydrochloric  acid, 
forming  again  the  dichlorhydrin,  whilst  with  hydrobromic  add 
it  yields  the  chlorbromhydrin  C5H8(0H)^C1  Br. 

Duldtd  Dibromhydrin,  CJ3^(0T3.\Bt^,  crystallizes  in  small 
tables,  which  are  insoluble  in  cold  water,  whilst  when  dissolved 
in  hot  water  they  yield  dulcitan  brorahydHn,  CgHy(OH)^Br. 
This  latter  forms  long  very  soluble  needles,  which  melt  at  143^ 
readily  reunite  with  hydrobromic  acid,  and  yield  the  dichlor- 
hydrin on  treatment  with  fuming  hydrochloric  acid. 

If  any  one  of  the  foregoing  compounds,  and  the  best  for  this  pur- 
pose is  dulcitan  chlorhydrin,  be  heated  with  alcoholic  ammonia, 
dtUcitamine,  CflH8(OH5)NHa,  is  formed.  To  separate  this,  the 
solution  is  evaporated  and  the  hydrochloride  extracted  by  means 

1  Wanklyn  and  Erlenineyer,  Zsitseh.  Chem.  1862,  641. 
*  Bouchardat,  Ann,  Chim,  Phys,  [i],  zzyiL  168. 
>  Berthelot,  Chim,  Org,  Synth,  li.  209. 
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of  absolute  alcohoL  On  then  adding  ether  the  salt  crystallizes 
out  in  needlea  By  the  action  of  silver  oxide  on  the  aqueous 
solution  the  free  base  is  obtained,  and  this  on  evaporation  forms 
a  thick  syrup,  having  a  strongly  alkaline  reaction,  absorbing 
carbon  dioxide  from  the  air,  and  decomposing  ammoniacal 
salts.^ 

Sidphatea  ofI>ulcitol.  According  to  Eichler,  dulcite  when  dis- 
solved in  sulphuric  acid  yields  the  acid  trisulpJuxte,  CqU^(OB.\ 
(SO^H),,  whose  barium  salt  is  amorphous.  When  dulcite  is 
dissolved  in  chlorsulphonic  acid,  acid  dukitan  pentasulphate, 
CgH7(S0^H)g,  is  formed.  This  is  a  syrup  which  on  warming 
with  water,  splits  up  into  dulcitan  and  sulphuric  acid 

fi'Hexone  HexnitraU,  or  Nitroduldtol,  CgHgCNOg)^,  is  obtained 
by  dissolving  one  part  of  dulcite  in  five  parts  of  fuming  nitric 
acid,  adding  ten  parts  of  sulphuric  acid,  and  then  pouring  the 
mixture  quickly  into  ten  to  fifteen  parts  of  water.*  The  salt 
which  separates  out  crystallizes  from  alcohol  in  beautiful 
flexible  needles  which  melt  at  SS'^'S.  At  the  ordinary  tem- 
perature these  give  oflf  acid  vapours,  and  when  they  are  kept 
for  a  few  months  at  a  temperature  of  Sd""  to  40''  they  are 
transformed  into  the  tetranUraie,  G^^(fyE^^(SO^^,  less 
soluble  in  alcohol  than  the  former  compound,  and  crystallizing 
from  this  solution  in  transparent  needles. 

Acetates  of  Dukitol.  When  ten  parts  of  dulcite  are  dissolved 
in  a  boiling  mixture  of  twelve  parts  of  acetic  anhydride  and 
120  parts  of  glacial  acetic  add,  and  the  mixture  allowed  to 
cool,  fi'hexone  diacetate,  C^H^^OB^^fC^lifi^i*  ^  formed.  This 
crystallizes  from  hot  water  in  thin  tables  which  melt  at  175**, 
and  have  a  feeble  dextro-rotatory  power. 

When  dulcite  is  heated  with  an  equal  quantity  of  glacial 
acetic  acid,  and  three  times  its  amount  of  acetic  anhydride, 
fi'hexone  hexacetate,  CgHgCCgHgOg)^,  is  formed,  and  this  cry- 
stallizes  from  boiling  alcohol  in  leaflets  which  melt  at  l7l^ 

fi'Sexone  Pentacetocklorhydrin,  G^T3^(G2lBifi^fil,  is  obtained 
by  heating  dulcite  with  acetyl  chloride.  It  forms  microscopic 
crystals,  which  on  boiling  with  alcohol  are  converted  into  fi-hexone 
perUacetaU,  G^^(C^jd^Jdlly  this  latter  crystallizing  in  fine 
needles  melting  at  163^  If,  however,  it  be  heated  for  some 
time  to  200**  a  brittle  resinous  mass  of  hexonyl  pentacetate, 
CeHyCCjHsOjj)^,  is  formed. 

^  Bouchardat,  Ann,  Chim.  Phya.  [4],  xzyii.  197. 

>  B^champ,  Compt,  JtcntL  li  265 ;  m^  aUo  Champion,  ib.  IxxyiiL  1160. 
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8X2  IsodulcUe,  C^H^fi^  does  not  occur  in  the  free  state  in  nature 
but  is  found  as  a  peculiar  ethereal  salt  belonging  to  the  class  of 
glucosides.  On  boiling  with  dilute  sulphuric  acid  this  splits  up 
into  isodulcite  and  other  bodies  which  will  be  hereafter  described. 
Isodulcite  was  first  obtained  by  Hlasiwetz  and  Pfaundler  from 
quercitrin,  a  body  occurring  in  quercitron  bark,  a  product  con- 
tained in  the  bark  of  the  Qtt^ctis  tinctoria}  Liebermann  and 
Hormann  afterwards  prepared  it  from  XarUhx^rhamnin  contained 
in  Bhamrma  infectoriua  and  B.  tinctoria,^ 

Isodulcite  dissolves  readily  in  water,  has  a  very  sweet  taste> 
and  crystallizes  in  large,  transparent,  glassy,  monoclinic  prisms 
or  tables,  which  melt  at  92** — QS*"  and  are  dextro-rotatory.  At 
100*'  it  is  converted  into  amorphous  isodulcUan,  C^HjjOg,  and 
this  on  solution  in  water  again  yields  isodulcite.  If  sodium 
alcoholate  be  added  to  a  solution  of  isodulcite  in  absolute  alcohol, 
the  compound,  C^H^^Na^Oe,  is  precipitated  as  a  crystalline 
powder.*  When  isodulcite  is  heated  with  concentrated  hydriodic 
acid,  it  is  converted  for  the  most  part  into  a  tarry  mass,  whilst  at 
the  same  time  a  heavy  liquid,  containing  iodine,  distils  over. 
This  is  a  mixture  of  several  bodies  which  have  not  as  yet  been 
separated.^  The  action  of  a  mixture  of  concentrated  nitric 
and  sulphuric  acids  transforms  isodulcite  into  nitro-isodtUdtan, 
0^8^(^03)305,  an  amorphous  and  insoluble  body  which  explodes 
slightly  on  percussion. 

When  oxidized  with  dilute  nitric  acid,  isodulcite  yields  dibasic 
isodulcitic  add,  G^^fi^  remaining  on  evaporation  of  its  solu- 
tion as  a  syrup,  from  which  crystalline  grains  separate  out  on 
standing.' 

813  Sorbite,  (CgHj^Og),  +  HgO,  occurs  in  mountain-ash  berries, 
and  in  the  vinous  liquor  obtained  from  these  by  fermentation.  If 
this  latter  be  precipitated  with  lead  acetate  and  the  filtrate,  after 
treatment  with  sulphuretted  hydrogen,  be  allowed  to  evaporate, 
a  syrup  remains  behind  from  which  sorbite  gradually  separates 
out  in  crystals.  It  loses  its  water  of  crystallization  at  about 
100^  and  then  melts  at  110''— lir.« 

814  Finite,  CgHi^Og.   This  compound,  isomeric  with  mannitan, 

^  Ann,  Ohem.  Phann,  cxxvii.  862.  *  Ih,  cxcvi.  823. 

'  Liebermann  and  Hommann,  Ber.  Deutaeh,  Chem,  Oei.  xiL  1186. 

*  Dale  and  Schorlemmer,  ib.  xi.  1197. 

"  MaliD,  Attn,  Chem,  Pharm.  cxlv.  197. 

«  Boussingault,  Ann,  OfUm,  Fhys,  [i\  xxvL  376. 
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&c.,  forms  the  principal  constitiient  of  the  pine-sugar  contained 
in  the  sap  of  Finns  lambertiana,  which  grows  profusely  on  the 
western  slopes  of  the  Sierra  Nevada  in  California.  This  collects 
at  the  foot  of  the  tree,  in  holes  burnt  into  the  trunk,  in  dark 
round  lumps  and  is  used  by  the  Indians  as  a  food.'  Finite  is 
exceedingly  soluble  in  water,  has  a  very  sweet  taste,  crystallizes 
in  hard  white  nodules,  and  is  dextro-rotatory. 

A  substance  isomeric  with  pinite  has  been  obtained  by  Eichler 
and  termed  quercite,  but  this,  as  is  also  probably  the  case'  with 
pinite  itself,  is  not  connected  with  the  group  of  fatty  bodies,  and 
will  be  described  hereafter. 

^  Berthelot,  Ann.  Chim.  Pliys,  [8],  zlvi.  76  :  Johnson,  Jowm.  PraJcL  Chem. 
lzx.246. 
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815  The  above  name  has  for  some  time  past  been  given  to  a 
group  of  compounds  which  contain,  in  the  molecule,  six  atoms  of 
carbon  or  a  multiple  of  this  number,  together  with  hydrogen  and 
oxygen  present  in  the  proportion  in  which  these  elements  unite 
to  form  water. 

Many  of  the  carbohydrates  constitute  some  of  the  most  im- 
portant constituents  of  plants,  some  few  are  also  found  in  the 
animal  kingdom,  whilst  the  larger  number  are  well  known  as 
valuable  articles  of  food. 

They  consist  of  several  distinct  isomeric  groups,  most  of  whose 
members  exhibit  active  optical  properties  deviating  the  plane 
of  polarized  light  either  to  the  right  (+)  or  to  the  left  ( — ). 


I.  THE  SUGAR  GROUP. 

The  SaccJiarosea.  The  Qlvjcoses. 

+  Cane-sugar,  or  saccharose.      +  Grape-sugar,  or  dextrose. 
+  Milk-sugar.  —  Fruit-sugar,  or  levulose. 

+  Melezitose.  +  Galactose, 

-f  Melitose.  4-  Arabinose. 

+  Trehalose.  ^  +  Eucalyn. 

+  Maltose.  —  Sorbin. 

Inosite. 

Scyllite. 

Dambose. 

The  saccharoses  are  ether-like  compounds  which  are  converted 
into  glucoses  on  boiling  with  dilute  sulphuric  acid  : 

<>{c;|;o;+H.o-2c.H,o,. 
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Cane-sugar,  when  thus  treated,  yields  equal  quantities  of  grape- 
sugar  and  fruit-sugar.  Such  a  mixture  is  widely  distributed 
throughout  the  vegetable  world,  and  is  termed  invert-sicgar 
because  it  deviates  the  plane  of  polarization  to  the  left,  the 
specific  rotatory  power  of  levulose  being  at  ordinary  temperatures 
greater  than  that  of  dextrose.  Milk-sugar  thus  acted  upon 
gives  galactose  and  grape-sugar,  the  latter  being  also  formed, 
together  with  eucalyn,  from  melitose,  whilst  all  the  other 
saccharoses  apparently  yield  only  grape-sugar. 

Of  the  glucoses  the  first  three  alone  have  been  carefully 
examined.  They  reduce  ammoniacal  silver  solution  with  de- 
position of  a  metallic  mirror.  Grape-  and  finiit-sugar  combine 
directly  with  nascent  hydrogen  to  form  mannitol,  CgHg(OH)g, 
galactose  yielding  the  isomeride  dulcite.  In  these  respects  the 
glucoses  act  as  aldehydes  of  these  alcohols,  but  they  do  not 
exhibit  the  characteristic  reaction  of  aldehydes  discovered  by 
Hugo  SchiflF,  and  which,  according  to  Caro,  is  a  general  one  for 
this  class  of  compounds. 

This  reaction  consists  in  adding  sulphurous  acid  to  a  solution 
of  aniline-red  until  the  latter  is  decolourized ;  upon  the  addition 
of  an  aldehyde  to  this  colourless  solution  it  assumes  a  splendid 
violet  tint.  Grape-sugar  does  not  give  this  reaction,  and  it 
and  its  isomers  may,  therefore,  possibly  be  a  ketone-alcohol, 
HO.CH2(CH.OH)sCO.CH2.0H.*  On  the  other  hand,  grape- 
sugar  yields,  on  oxidation,  monobasic  gluconic  acid,  Cfi^fi^, 
and  dibasic  saccharic  acid,  CgH^^Og,  whereas  the  above  con- 
stitutional formula  would  point  to  the  formation,  under  these 
conditions,  of  acids  containing  less  than  six  atoms  of  carbon. 
It  may,  however,  be  remembered  that  Breuer  and  Zincke,in  the 
examination  of  the  acetic  etherof  acetylcarbinol,CH3.CO.CH2.0H, 
obtained  by  the  action  of  potassium  acetate  upon  monochlor- 
ftcetone,  found  that  this,  when  oxidized  by  an  alkaline  solution 
of  a  cupric  salt,  did  not  yield,  as  was  expected,  pyro-racemic  acid, 
CH3.CO.COOH,  but  formed  ordinary  lactic  acid,  CHg.CHiOH) 
CO.OH.*  In  a  similar  way  grape-sugar  may  yield  gluconic  acid, 
and  the  formation  of  laevulinic  acid  (p.  249),  a  ketonic  acid 
from  grape-sugar,  favours  this  view. 

^  Victor  Meyer,  Bar.  DeuUch,  Chem,  Oes,  xiii.  2344. 
>  Ber.  Dmtseh,  Chem,  Ges.  xiii.  635. 
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11.  THE  AMYLOSE  GROUP  (CeH^oH^n. 

+  Starch.  Laevulin.  Gunis. 

+  Dextrin.  +  Glycogen.  Cellulose. 

—  Inulin. 

Some  of  the  members  of  this  group  are  soluble  in  cold  or 
in  hot  water ;  others  soften  and  swell  when  brought  in  contact 
with  water  hot  or  cold,  whilst  cellulose  is  insoluble  in  water. 
They  are  all  transformed  by  the  action  of  acids  into  ghicoses. 


THE  SACCHAROSES. 

Cane-Sugab,  CijHjjOu. 

8x6  Sugar  was  known  to  Eastern  nations  in. early  times,  but 
was  not  introduced  into  Europe  until  the  time  of  Alexander 
the  Great,  and  it  was  at  first  used  entirely  as  a  medicine. 
Dioscorides,  speaking  of  the  different  kinds  of  honey,  says, 
"Some  are  termed  sugars  {a-aKjfapov),  being  a  solid  honey 
found  in  canes  {iirl  r£v  icakafUDv\  coming  from  India  and  Arabia 
Felix,  in  consistence  like  salt,  and  capable  like  salt  of  being 
ground  to  powder  between  the  teeth."  PHny  remarks  on  this 
subject,  "Saccharon  ex  Arabia  fert,  sed  laudatius  India;  est 
autem  mel  in  arundinibuS'Collectum,gunmiiummodo  candidum, 
dentibus  fragile,  amplissimum  mucis  avellansB  magnitudine,  ad 
medicinsB  tantum  usum."  The  Arabians,  and  the  physicians 
educated  in  their  schools,  speak  of  this  product  in  similar  terms. 
The  oriental  names  for  sugar  are  derived  from  the  Sanskrit 
Sharkard,  signifying  a  body  in  the  form  of  granules  or  small 
stones. 

The  cultivation  of  the  sugar-cane  spread  from  the  far  East 
to  Arabia,  Nubia,  and  Egypt.  The  Saracens  extended  its 
culture  to  Sicily  and  other  islands  of  the  Mediterranean,  and 
the  Moors  introduced  it  into  southern  Spain  and  Portugal  In 
the  year  1494,  the  sugar-cane  was  first  planted  in  Madeira,  and  in 
1495  it  found  its  way  to  St.  Domingo,  and  in  1603  to  the  other 
West  Indian  islands.  We  find  it  in  the  Brazils  towards  the 
beginning  of  the  sixteenth  century,  shortly  after  which  it  was 
introduced  largely  throughout  the  American  continent. 

The  importation  of  sugar  from  these  localities  into  Europe 
soon  made  this  article  better  known.    Libavius,  in  his  Akhymia, 
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published  in  1595,  mentions,  "  Sacchaii  crystallini  quod  candi 
appellant ; "  he  recommends  a  plan  of  purifying  Madeira  sugar 
by  means  of  albumen,  and  Angelus  Sala  in  his  Saccharologia 
advises  the  use  of  egg  albumen  and  lime-water  for  this  purpose. 

817  The  sugar-caue  (Saccharum  officinarum)  now  planted  in 
tropical  countries  contains  from  16  to  18  per  cent,  of  cane- 
sugar.  Another  gramineous  plant  {Sorghum  saecharcUum),  also 
used  as  a  source  of  sugar,  is  a  native  of  Asia.  The  sugar-cane, 
as  grown  in  the  United  States,  yields  on  an  average  from  70  to 
75  per  cent,  of  juice,  containing  from  6  to  7  per  cent,  of  sugar.' 
Many  other  species  of  grasses  contain  cane-sugar,  thus  the  maize 
stems  after  flowering  yield  a  juice  which  contains  from  7*4  to 
9  per  cent,  of  sugar,  of  which  about  half  consists  of  cane-sugar. 
This  source  of  sugar  was  employed  by  the  ancient  inhabitants  of 
Mexico  for  the  production  of  sugar.  Many  palms,  such  as 
Caryota  urens,  used  in  Ceylon  for  the  preparation  of  jaggery, 
'  also  contain  sugar.  In  Java  and  many  of  the  East  Indian 
Islands  the  Arenga  palm  (Saguerus  sacchifera)  and  other  species 
are  employed  as  sugar-bearing  plants. 

Marggraf  ^  was  the  first  to  point  out  that  sugar  is  contained 
in  many  kinds  of  fleshy  roots,  especially  in  those  of  beet  {Beta 
vulgaris).  These  roots  usually  contain  from  7  to  11  and  some- 
times 14  per  cent,  of  sugar.*  According,  indeed,  to  Scheibler  • 
as  high  a  percentage  as  20  is  sometimes  reached,  and  tubers 
containing  less  than  10  per  cent,  cannot  now,  owing  to  the 
fiscal  arrangements  in  Qermany,  be  profitably  used  for  the 
manufacture  of  beet-root  sugar.  Cane*sugar  also  occurs  in  the 
roots  of  Daucus  carota^  Pastinaca  sativa,  Sium  sisarum,  and 
others.  Madder-root  likewise  contains  from  14  to  15  per  cent, 
of  sugar.^  It  is  moreover  found  in  many  seeds,  such  as  almonds, 
walnuts,  hazelnuts,  and  barley.  Coffee-beans,  before  roasting, 
contain  from  6  to  7  per  cent.*  The  sap  of  many  trees  is  also 
rich  in  sugar,  as,  for  example,  that  of  the  lime,  birch,  sycamore, 
and  especially  the  maple,  the  sugar-maple  {Acer  saccharinum) 
having  long  been  used  as  a  source  of  sugar  in  the  Northern 
States.  Cane-sugar  is  likewise  found  in  the  juice  of  many  fruits, 
but  almost  always  accompanied  by  invert-sugar  (p.  494).  As 
this  latter  sugar  is  derived  from  cane-sugar  by  the  action  of 

^  Schriften,  Berlin  Acad.  1747. 

•  Omelin,  Handbook  Organ.  Chan,  xt.  289. 

•  Ber,  Entw,  Deutsch,  Chem,  hid.  ii.  186. 

*  St^in,  Joum.  Prakt.  Chcm.  cvii.  444. 

*  Graham,  Stenhoofie,  and  Campbell,  Q%iaH,  Joum,  Chem.  Soc.  iz.  88. 
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acids  and  of  certain  ferments,  it  has  generally  been  supposed 
that  cane-sugar  is  first  formed  during  the  process  of  ripening, 
and  that  this  is  afterwards  converted  into  invert-sugar.  Much 
may,  however,  be  said  against  this  view.  Thus  in  acid  fruits, 
such  as  the  orange,  the  quantity  of  cane-sugar  regularly  in- 
creases during  the  ripening,^  and  the  most  acid  of  all  fruits,  the 
lemon,  contains  to  1  per  cent,  of  invert-,  0*4  per  cent,  of  cane- 
sugar,  whilst  grapes  and  sweet  cherries  do  not  contain  any  cane- 
sugar,  though  it  is  present  in  quantity  in  the  juice  of  pine-apples 
and  St.  John's  bread.  In  other  instances  it  has  been  shown 
that  the  formation  of  invert-sugar  precedes  that  of  cane-sugar. 
Thus  the  saccharine  juice  formed  during  the  early  period  of 
vegetation  contains  only  invert-sugar,*  and  this  appears  to  be  the 
case  with  the  sugar  cane  itself,  as  the  cane  when  covered  with 
young  green  leaves  contains  considerable  quantities  of  invert- 
sugar,  which  passes  into  cane-sugar  when  the  leaves  dry  up.* 

The  nectar  of  flowers  contains  cane-sugar ;  in  that  of  the 
flowers  of  Bhododendron  ponticum  it  may  even  be  found  in  crystals,^ 
and  in  the  nectar  from  a  single  flower  of  Cactus  ctckermanni, 
Braconnot  found  0*1  grm.  of  sugar.^  In  most  cases  invert-sugar 
accompanies  the  cane-sugar. 

The  quantity  of  sugar  contained  in  the  nectar  of  certain 
flowers  has  been  determined  by  A.  S.  Wilson,*  who  finds  that  in 
order  to  produce  1  kilo,  of  sugar  5,600,000  flowers  of  red  clover 
must  be  used. 

Honey  is  likewise  a  mixture  in  varying  proportions  of  the 
two  sugars,  as  it  is  obtained  by  the  bees  from  the  nectar.  If 
bees  be  fed  with  grape-sugar  their  honey  contains  this  variety 
of  sugar.^  Boders  found  that  heather-fed  honey  contained 
invert-  but  no  cane-sugar,  whilst  Cuba  honey  contained  none  of 
the  latter,  but  consisted  chiefly  of  dextrose. 

SUGAR    MANUFACTURE. 

8x8  From  crude  beginnings,  the  manufacture  of  sugar  has 
attained  gigantic  proportions  and  a  marvellous  degree  of  com- 
pleteness, due  to  a  fertile  union  of  both  chemical  and  engineering 
science. 

^  Berthelot  and  Buignet,  Compt.  Rend.  li.  1094. 
'  Jackson,  ib.  zlvi.  55 ;  Leplay,  ib.  zlvi.  444. 
'  leery,  Ann,  Ckim.  Phy$,  [4],  v.  850. 

*  Stammer,  Jahresh.  1849,  464.  »  Bcrsel,  Jakretb,  xxir.  454. 

•  Fhann.  Joum,  Trans.  [3],  iz.  225.  ^  Bodera,  Jahreab.  186S,  574. 
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The  simplest  process  for  obtaining  sugar  is  that  from  the 
sugar-cane,  which  still  yields  the  largest  quantity  of  this  invalu* 
able  article.  The  juice  of  the  cane  contains  about  24  per  cent, 
of  sugar,  about  1*7  per  cent,  of  inorganic  salts,  and  about  0*2 
per  cent  of  organic  acids,  albuminous  matter,  &c.  Only  about 
half  this  amount  is,  however,  obtained  in  practice  in  the  form 
of  crystallizable  sugar. 

The  various  causes  which  bring  about  a  considerable  loss 
are  mainly  the  following  :  In  the  first  place,  the  hard  silicious 
stem  of  the  cane  renders  the  complete  extraction  of  the  juice 
in  the  rolling-mill  impossible  where  the  cane  is  crushed  by 
passing  between  horizontal  rollers.  These  are  now  commonly 
heated  by  steam  for  the  purpose  of  assisting  the  outflow  of 
juice,  and  also  because  the  megasse,  as  cane  after  crushing 
is  termed,  holds  back  less  juice  when  crushed  hot  than  when 
crushed  cold.  Secondly,  the  juice  is  liable  to  undergo  dele- 
terious fermentive  change  at  the  temperature  of  the  hot 
countries  where  it  is  made,  and  in  order  to  avoid  loss  from 
this  cause,  it  becomes  necessary  to  work  as  quickly  as  possible, 
and  this  is  done  by  running  the  juice  directly  from  the  mill 
through  a  double  metallic  sieve  (for  the  purpose  of  removing 
most  of  the  suspended  matter)  into  a  copper  cauldron  of 
4,000  gallons  capacity,  called  the  clarifier.  This  is  heated 
by  a  fire  placed  beneath,  and  as  soon  as  the  juice  has  reached 
the  temperature  of  130**  Fahr.,  cream  of  lime  is  added  in  the 
proportion  of  about  4  oz.  of  quicklime  to  the  gallon  of  juice, 
which  is  enough  to  cause  the  formation  of  a  thick  scum  as  soon 
as  the  juice  boils.  This  not  only  takes  out  of  solution  the 
albuminoid  and  other  bodies,  the  presence  of  which  is  liable  to 
cause  fermentation,  but  it  also  neutralizes  the  malic  and  other 
acids  contained  in  the  juice,  which  if  allowed  to  remain  would 
prevent  a  portion  of  the  sugar  from  crystallizing.  The  clarified 
juice  is  then  run  into  a  second  pan  placed  alongside  the  first, 
and  here  another  scum  is  formed,  which  is  ladled  back  into 
pan  No.  1.  From  the  second  pan  the  juice  is  passed  into 
smaller  pans,  and  in  the  last  one  it  is  still  further  evapo- 
rated until  the  point  of  crystallization  is  reached.  This  is 
judged  of  by  the  finger-test,  that  is,  a  drop  of  the  syrup  is 
placed  between  finger  and  thumb,  when  it  must  be  capable  of 
being  drawn  out  in  a  stringy  mass.  This  thread  of  sugar  is  the 
longer  the  more  concentrated  is  the  syrup,  and  when  it  has  a 
length  of  3  cm.  the  liquor  has  been  sufficiently  boiled.    The  last 
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scum,  which  contains  a  considerable  quantity  of  sugar,  and  the 
ash  left  after  burning  the  megasse,  are  employed  as  manure. 
In  former  times,  deep  cast-iron  pans  were  employed,  now  flat 
copper  pans  are  used,  and  these  are  ranged  one  above  the 
other  so  that  the  juice  runs  from  the  first  to  the  last  pan  by 
gravitation  instead  of  being  ladled  out. 

The  experience  gained  in  the  preparation  of  sugar  from  beet- 
root and  the  improvements  which  have  been  made  in  these 
processes  have  done  much  to  improve  the  cane-sugar  manufac- 
ture. In  the  first  place,  evaporation  over  an  open  fire,  by  which 
great  risk  is  run  of  burning  the  sugar,  has  been  modified  by  the 
introduction  of  heating  by  steam.  This  is  eflFected  by  a  coil  of 
pipes  placed  in  a  pan,  through  which  high-pressure  steam  is 


Fio.  122. 

passed.  But  in  this  arrangement  a  deposit  of  lime-salts  is  apt 
to  form  on  the  steam-pipes,  and,  in  consequence,  an  evaporator, 
known  as  Wetzel's  pan,  is  now  much  used.  The  construction 
of  this  is  shown  in  Fig.  122.  The  steam  passes  through  a 
system  of  pipes  moving  on  a  horizontal  axis,  and  the  sugar 
juice,  placed  in  the  lower  pan,  is  carried  in  a  thin  film  over  the 
heated  surface. 

819  Another  process  for  evaporating  the  raw  juice,  also  largely 
used  in  the  colonies,  is  carried  out  by  help  of  an  arrangement 
known  as  the  concretor  of  Mr.  Alfred  Fryer,  an  elevation  of 
which  is  shown  in  Fig.  123  and  a  plan  in  Fig.  124.  In  this,  the 
clarified  juice  is  very  quickly  evaporated  but  not  burnt.     The 
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object  of  this  process,  to  use  the  words  of  the  inventor,  is  to 


turn  the  juice  at  once  into  a  solid  mass  which  can  easily  be 
packed  and  is  not  subject  to  loss  by  drainage.      To  accomplish 
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this,  the  clarified  juice  is  first  run  over  a  series  of  shallow  trays, 


P^Jn 


A  A  (Figs.   123,  124),  in  a  stream  of  about  half  an  inch  deep. 
These  trays  are  divided  by  ribs  running  from  one  side  nearly  to 


Digitized  by 


Google 


SUGAR  MANUFACTURE.  503 

the  other,  so  that  each  tray  forms  a  continuous  narrow  serpentine 
channel,  in  traversing  which  the  juice  passes  six  times  from  side 
to  side  of  the  tray.  In  the  large  sizes  there  are  ten  of  these 
trays  placed  end  to  end,  so  arranged  that  the  juice  can  flow 
freely  from  one  end  to  the  other  of  the  series,  or  on  a  length  of 
forty-eight  feet,  the  juice  traversing,  therefore,  about  six  times  this 
length  in  the  space  of  five  minutes.  The  flame  from  the  furnace 
(b)  passes  under  the  whole  length  of  the  trays,  and  by  this 
process  the  juice  is  concentrated  to  a  density  of  from  30**  to  40**, 
Baum^.  After  leaving  the  trays  the  juice  passes  into  the  revolving 
cylinder  (f),  in  which  a  very  large  surface  is  exposed  to  the 
action  of  a  current  of  heated  air  drawn  through  the  cylinder  by 
means  of  a  fan,  the  air  being  heated  by  passing  through  tubes 
placed  in  the  economizer  (c).  In  this  cylinder  the  concentration 
is  continued  until  the  material  has  attained  such  a  consistency 
that  it  drops  down  in  large  flakes  instead  of  flowing  in  a 
continuous  stream. 

This  being  attained,  the  evaporated  mass  is  discharged  into 
casks,  and  on  cooling  becomes  solid,  incapable  of  undergoing 
further  change,  and  ready  for  shipment  to  the  refiner.  The 
whole  operation  lasts  about  half  an  hour,  and  the  process  is  a 
continuous  one.  No  molasses  are  made,  and  the  average  yield 
of  concrete  is  about  2  lbs.  to  the  gallon  of  juice  standing  at 
10°-5  Baum^  (Fryer). 

Other  improved  methods  of  evaporating  the  sugar-juice  will 
be  described  under  the  head  of  Beet-Sugar. 

The  syrup  obtained  by  one  or  other  of  these  processes,  after 
being  brought  to  the  crystallizing  point,  is  thrown  into  wooden 
tanks,  the  bottoms  of  which  are  pierced  with  holes  stopped  with 
pieces  of  sugar-cane.  If,  after  standing  for  twenty-four  hours, 
the  mass  has  become  granular,  it  is  stirred  and  the  non-crystal- 
line syrup  or  molasses  allowed  to  run  oflf,  an  operation  which 
takes  some  time  owing  to  the  viscid  character  of  the  liquor. 
The  raw-,  brown-,  or  Muscovado-sugar  thus  obtained  has  a 
pleasant  smell  and  taste,  and  is  often  used  without  any  further 
purification,  but  the  largest  quantity  undergoes  the  operation 
of  refining ;  the  details  of  this  operation  will  be  given  in  the 
sequel. 

820  Molasses  are  formed  in  varying  quantities,  according  to  the 

climate,  the  species  of  sugar-cane  worked,  and  the  care  displayed 

in  the  operations.     They  consist  of  a  mixture  of  cane-sugar, 

unciystallizable    sugar,   caramel,    gum,    and    salts.      Molasses 

196 
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are  used  as  an  article  of  food,  but  chiefly  employed  in  the 
manufacture  of  rum. 

821  Beet-root  Sugar  Manufacture.  The  observation  first  made 
by  Marggraf  that  beet-roots  contain  sugar  remained  without  fruit 
until  hi3  pupil,  F.  K.  Achard,  corroborating  the  fact,  established 
in  1769  the  first  beet-root  sugar  works  in  Qermany,  and  this 
was  soon  followed  by  others.  This  trade  received  a  great 
impetus  owing  to  Napoleon's  decree  in  1806  forbidding  the 
import  of  foreign  sugar,  which  sent  up  the  price  of  cane-sugar 
to  a  very  high  point,  but  after  the  overthrow  of  the  Empire 
most  of  the  beet^root  sugar-works  were  obliged  to  close.  The 
experiencOi  however,  gained  in  the  few  works  which  were  able 
to  hold  out,  gave  rise  to  such  improvements  in  the  processes  as 
to  render  a  subsequent  revival  of  the  trade  possible.  These 
improvements  consisted,  first,  in  better  plans  for  evaporating  the 
juice ;  secondly,  in  a  method  for  revivifying  the  animal  charcoal 
which  after  a  time  loses  its  decolourizing  power ;  and  thirdly, 
in  the  progress  made  by  agricultural  chemistry  pointing  out  the 
methods  by  which  a  root  rich  in  sugar  and  poor  in  salts  can  be 
grown.  The  beet-root  sugar  industry  has  attained  gigantic 
dimensions  in  France,  Germany,  Austria,  and  Russia.  It  is 
also  largely  and  very  successfully  worked  in  Belgium,  whilst  other 
countries,  such  as  Holland,  Sweden,  and  Italy,  also  produce 
beet-root  sugar.  In  England  and  her  colonies  this  manufacture 
is  not  carried  on. 

In  order  to  obtain  the  juice  of  the  beet,  the  roots,  cleansed 
and  washed,  are  rasped  by  machinery  and  the  liquor  extracted 
by  hydrauhc  presses  and  the  solid  mass  dried  by  centrifugal 
machines.  According  to  the  old  maceration  process  of  Schtit- 
zenbach  the  roots  were  sliced,  then  dried,  and  then  lixiviated 
with  water  at  80°  C.  This  method  possesses  the  advantage  of 
being  capable  of  continuous  working  throughout  the  year,  but 
the  extraction  takes  place  slowly,  and  the  high  temperature 
needed  is  apt  to  bring  into  solution  substances  which  act 
prejudicially  on  the  yield  of  sugar.  Hence  the  same  manu- 
facturer afterwards  introduced  another  method  by  which  the 
roots  were  systematically  lixiviated  in  a  series  of  tanks  in  a 
similar  way  to  that  now  employed  in  the  extraction  of  soda 
in  the  black-ash  process  (see  Vol.  II.  Part  I.  p.  148).  This 
process  gave  place  to  another  suggested  by  Dubrunlaut  under 
the  name  of  the  diffusion  process,  and  introduced  on  the  large 
scale  by  Robert.     The  freshly-sliced  roots  are  systematically 
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lixiviated  as  just  described,  and  the  liquors  dialysed,  when  the 
sugar  solution  passes,  together  with  the  other  crystalloids, 
through  the  cell-walls,  whilst  the  colloidal  bodies,  such  as 
albumen,  gum,  &c.,  remain  behind,  so  that  in  this  way  a  much 
purer  juice  is  obtained  than  by  the  older  processes. 

In  order  to  piuify  the  beet-root  juice  it  is  first  heated  to  about 
85""  C,  at  which  temperature  the  albumen  coagulates,  and  then 
about  0*5  to  1  per  cent,  of  lime  is  added  in  the  form  of  milk. 
The  liquid  is  next  filtered  off  from  the  scum  by  means  of  a 
press,  and  carbon  dioxide  passed  into  the  liquor  in  order  to  de- 
compose the  saccharate  of  lime  which  is  formed.  These  pro- 
cesses, which  are  termed  defecation  and  saturation,  are  often 
carried  out  in  one  operation.  The  defecated  juice  is  then 
mixed  with  a  larger  quantity  of  lime,  usually  amounting  to 
6  per  cent,  and  again  treated  with  carbon  dioxide,  .and  thus 
the  purification  completed.  Formerly  the  addition  of  so  much 
lime  was  not  made,  as  it  proved  impossible  to  extract  the  sugar 
from  the  large  quantity  of  scum  which  forms,  but  this  has  now 
been  accomplished  by  the  use  of  improved  forms  of  filter-presses. 
The  above  method  is  chiefly  used  for  the  purification  of  juice 
obtained  by  diffusion.  After  saturation  the  juice  is  filtered 
through  a  mass  of  animal  charcoal  placed  in  high  cylinders, 
by  which  not  only  is  the*  colour  removed  but  with  it  many 
impurities.  After  a  time  this  "char"  loses  its  decolourizing 
power  and  it  is  necessary  to  revivify  it  by  first  washing  it  with 
water  containing  a  little  hydrochloric  acid  when  fermentation 
takes  place.  As  soon  as  this  is  over  the  char  is  washed  with 
water,  dried,  and  ignited  in  closed  cylinders. 

The  filtered  and  colourless  juice  is  now  concentrated  by 
evaporation,  an  operation  which  is  now  universally  carried 
on  in  vacuum-pans  under  a  diminished  pressure.  Fig.  125 
shows  the  section  of  a  vacuum-pan  such  as  is  used  for  boiling 
down  the  juices  both  of  beet-  and  cane-sugar,  fresh  juice  being 
added  from  time  to  time  until  the  mass  begins  to  "  show  grain." 
This  crystallization  is  allowed  to  continue  for  a  certain  time, 
then  air  is  admitted,  and  the  charge  run  out  into  a  tank  for 
cooling,  when  further  crystallization  occurs.  By  placing  three 
of  these  vacuum-pans  in  series,  the  steam  arising  from  the 
first  evaporation  in  pan  No.  1  passes  through  a  "save-all" 
(Fig.  126,  h)  to  catch  any  juice  which  primes,  into  the  steam- 
drum  of  pan  No.  2;  and  the  same  operation  is  repeated 
with  the  steam  from  the  juice  in  pan  No.   3.     This  leads  to 


Digitized  by  VjOOQ  IC 


606  CARBOHYDRATES. 


considerable  economy  of  fuel  as  compared  with  the  steam 
evaporating  pans  used  under  the  ordinary  atmospheric  pressure. 
822  ^gar  Refining.  The  first  process  of  the  sugar  refiner,  tech- 
nically termed  "  melting,"  consists  in  dissolving  the  raw  sugar  in 
hot  water,  or  by  means  of  a  jet  of  steam,  and,  when  necessary, 
precipitating  the  impurities  either  by  addition  of  lime,  animal 
charcoal,  or  albuminous  substances.     The  clarified  liquor  is  then 


Fia.  126. 

filtered  through  bag-filters,  and  next  flows  on  to  the  animal  char- 
coal filters  to  be  decolourized,  whence  it  passes  to  the  vacuum-pans 
for  boiling  down.'  The  vacuum-pan  of  the  refiner  is  a  complicated 

^  This  decolourizing  action  of  animal  charcoal  appears  not  to  be  due  to  oxida- 
tion from  absorbed  oxygen,  as  a  sanijjle  of  cJiar  ignited  in  vacuum  T»ith  a 
sprengel,  and  therefore  freed  from  absorbed  oxygen,  acted  as  well  as  the  ordinary 
char. 
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and  expensive  piece  of  apparatus,  often  attaining  very  large 
dimensions.  Fig.  126  gives  a  section  of  a  vacuum-pan  made 
by  Messrs.  Heckmann  of  Berlin  and  exhibited  in  the  Vienna 
Exhibition  of  1873,  and  is  capable  of  boiling  down  at  one 


Fio.  127. 

time  twenty  tons  of  juice.  Another  form  of  vacuum  apparatos, 
shown  in  elevation  in  Fig.  127,  is  built  by  Messrs.  Adam,  of 
Greenock,  and  is  drawn  to  a  scale  of  7^.  At  each  operation  it 
boils  twenty-seven  tons  of  juice,  and  it  is  from  4  to  4*5  metres 
in  diameter. 
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The  operation  of  boiling  to  grain  being  completed,  the 
granular  mass  of  crystals  and  syrup  passes  from  the  vacuum- 
pan  into  heaters  in  which  the  temperature  of  the  mass  is  raised 
to  180''— 190°Fah.  that  in  the  pan  having  been  about  150*"  Fah. 
The  mass  is  then  filled  into  conical  moulds  and  allowed  to  cool. 
After  a  lapse  of  about  twenty  hours  a  fine  opening  is  made 
at  the  apex  of  the  cone,  and  the  syrup  allowed  to  flow  out. 
The  sugar  is  then  known  as  loaf-sugar.  If  crystals  are  needed, 
the  mass  is  filled  into  the  sieve  of  a  centrifugal  machine,  by 
which  means  the  syrup  is  removed. 

823  Extraction  of  CrydallizaUe  Sugar  from  Molasses.  It  has 
been  already  stated  that  a  quantity  equal  to  one  half  the  total 
obtained  sugar  remains  in  the  molasses,  from  which  it  cannot 
be  removed  by  simple  evaporation  or  crystallization,  and  the 
same  is  true  of  the  beet-root  liquors.  One  of  the  most  im- 
portant problems  for  the  sugar-boiler  is  to  obtain  this  sugar  in 
a  crystallizable  condition,  and  a  large  number  of  processes  have 
been  proposed  for  effecting  this.  Of  these,  the  one  of  most 
importance  depends  on  the  formation  of  basic  strontium 
sucrate,  which  being  insoluble  in  syrup  can  be  easily  separated 
from  the  non-crystalline  sugar  syrup,  and  which,  when  afterwards 
decomposed  by  carbonic  acid,  yields  a  crystalline  sugar.  More- 
over, if  the  insoluble  sucrate  prepared  in  hot  solutions  be 
allowed  to  cool,  the  basic  compound  decomposes  with  precipita- 
tion of  strontium  hydroxide,  the  solution  consisting  of  a  sugar 
syrup  saturated  with  this  hydroxide.  By  this  means  nearly  the 
whole  of  the  crystallizable  sugar  contained  in  the  molasses  can  be 
regained,  and  the  process  bids  fair  to  become  generally  adopted 
provided  a  suflScient  quantity  of  native  strontianite  (SrCOg)  can 
be  obtained.  A  second  plan  also  largely  employed,  especially  for 
beet  syrups,  is  known  as  the  alum  process.  These  syrups  contain 
a  large  proportion  of  potash  salts — ^according  to  Dr.  Wallace, 
KCl  187,  KgSO^  4-18,  K^COj,  or  538  per  cent,  of  the  total  dry 
salts — ^which  retard  the  crystallization  considerably.  To  these 
syrups  a  quantity  of  sulphate  of  alumina  is  added  suflScient  to 
form  an  alum  with  the  whole  of  the  potash.  Alum  is  insoluble 
in  the  syrup,  and  is  deposited  from  this  solution  in  fine  crystals 
known  as  alum  meal,  and  this  is  then  separated  from  the  syrup 
which  is  afterwards  worked  up  for  crystallizable  sugar. 

The  employment  of  the  vinasse  for  the  preparation  of  potash- 
salts,  methyl-compounds  and  ammonia,  has  already  been  noticed 
(Vol.  III.  Part  I.  page  196). 
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Sorghum  Sugar.  The  manufacture  of  sugar  firom  this 
source  appeared  to  offer  a  large  measure  of  success,  inasmuch 
as  this  cane  thrives  in  climates  too  hot  for  beet-root  culture,  but 
too  cold  for  that  of  the  sugar-cane  proper.  Owing,  however, 
to  the  fact  that  this  plant  yields  a  larger  proportion  of  invert- 
sugar  than  ordinary  cane-juice,  and  likewise  contains  gam, 
albumen,  and  salts  in  larger  quantity,  a  great  extension  of 
this  manufacture  has  not  taken  place.  Becently,  however, 
Stewart  has  proposed  a  plan  by  which  crystallizable  sugar  can 
be  economically  prepared  from  Sorghum  cane,  and  in  the  south 
of  Russia  this  plant  is  said  to  yield  from  14*2  to  16*5  per  cent^ 

The  Extraction  of  Sugar  from  plants  on  the  small  scale  is 
best  effected  as  follows  :  the  plant  is  dried,  sliced,  and  repeatedly 
extracted  with  seventy  per  cent,  alcohol  On  cooling,  the 
filtered  alcoholic  solution  deposits  crystals  of  sugar,  and  a 
further  crop  is  obtained  on  evaporation  (Marggraf).  Another 
plan  is  to  prepare  sucrate  of  lime,  or  of  strontia,  from  the  juice, 
and  to  decompose  these  compounds  by  carbon  dioxide. 

Sugar  Analysis. 

824  At  the  commencement  of  the  beet-root  sugar  manu- 
facture, the  quantity  of  sugar  was  estimated  by  extraction 
with  alcohol  by  the  method  already  given.  Afterwards,  this 
process  was  superseded  by  that  of  allowing  the  juice  to  ferment 
on  addition  of  yeast,  the  quantity  of  alcohol  and  of  carbonic 
acid  generated  being  determined.  Another  plan  was  to  take 
the  specific  gravity  of  the  juice  before  and  after  the  fermenta- 
tion, the  alcohol  being  removed  by  ebullition,  and  the  volume 
made  up  to  the  original  one  by  the  addition  of  water. 

These  and  other  methods  have  now  been  replaced  by  that 
of  optical  analysis.  This  depends  upon  the  special  power  which 
solutions  of  saccharoses  and  glucoses  possess,  of  deviating  the 
plane  of  a  ray  of  polarized  light,  and  upon  the  law  discovered  by 
Biot,  that  the  amount  of  this  deviation  to  the  right  or  to  the 
left  is  directly  proportional  to  the  weight  of  sugar  contained 
in  the  unit  volume  of  liquid,  and  to  the  length  of  colunm  through 
which  the  ray  passes.  This  has,  however,  been  found  not  to  be 
perfectly  true,  as  Hesse  ^  and  l^oUens'  have  shown  that  the 
same  quantity  of  sugar  possesses  a  somewhat  greater  rotatory 

*  iV^crfurf,  vol.  xxviiL  876.  "  Ann,  Chem.  PJiamu  clxxvi  89, 189. 

*  Bcr.  IJeutsch.  Chem.  Gcs,  xi.  1800. 
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power  ia  dilute  than  in  concentrated  solution.    Still  this  error 
does  not  materially  affect  the  practical  estimation* 

Many  different  kinds  of  polariscopes  have  been,  and  are  now 
employed  in  the  optical  analysis  of  sugars.  One  of  the  simplest 
forms  of  saccharimeter,  as  suggested  by  Mitscherlich  and  Soleil, 
is  shown  in  Figs.  128  and  129  respectively.  The  two  Nicholas 
prisms^  are  placed  at  each  end  (a  and  V)  of  the  apparatus, 
and  the  liquid  to  be  examined  is  brought  into  the  tube 
(Fig.  130),  and  this  then  placed  between  the  Nichols  in 
the  direction  denoted  by  the  dotted  line  (Fig.  129).  If, 
before  the  tube  is  placed  in  position,  the  Nichol's  prisms  are 


Fio.  128. 

SO  turned  that  no  light  passes  through,  it  will  be  observed 
that  light  is  seen  to  pass  through  the  prisms  after  the  tube 
is  placed  in  position,  and  the  Nichol  (a)  will  have  to  be  turned 
round  through  a  certain  angle  in  order  to  prevent  any  light 
passing.  The  magnitude  of  this  angle  is  read  off  on  the 
divided  circle  (Fig.  128).  The  deviation  is  in  this  case  propor- 
tional to  the  volume-percentage  of  sugar,  as  the  length  of  column 
remains  constant.  Thus  supposing  that  a  sugar  solution  containing 
15  grms.  of  pure  cane-sugar,  in  100  cbc.  be  found  to  effect  a 

*  For  a  description  of  this  phenomena  of  polariation,  works  on  Phyucs  must 
be  consulted. 
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deviation  of  +  20*,  then  10"5  gnn.  dissolved  in  100  cbc.  will  be 
found  to  give  a  deviation  of  +  14^  for  20  :  15 : :  14  :  10-5.  If 
fifteen  grms.  of  any  sugar-K^ontaining  substance  be  dissolved  in 
100  cbc.  of  water,  and  if  the  angular  rotation  of  this  solution  be 
multiplied  by  five,  the  percentage  by  weight  of  sugar  is  obtained ; 
thus  a  solution  of  fifteen  grms.  of  raw  sugar  gave  a  rotation  of 
19^  or  the  sample  contains  19  X  5  =  95  per  cent,  of  cane-sugar. 


Fio.  129. 

The  accuracy  of  this  method  depends  of  course  on  the 
degree  of  exactitude  with  which  the  point  of  greatest  dark- 
ness can  be  estimated.  In  practice  this  has  been  found  to 
be  a  difficulty,  and  to  obviate  it,  Soleil  has  made  the  following 
addition  to  the  polariscope.  In  front  of  the  prism  (b)  Fig.  131 
is  placed  a  plate  of  rock-crystal,  3*75  or  7'5  mm.  in  thickness, 
and  cut  at  right  angles  to  the  axis.    This  consists  of  two  halves 


Fig.  180. 

(Fig.  132),  one  of  which  (g),  turns  the  plane  to  the  right,  and 
the  other  (d),  possesses  the  opposite  or  laevo-rotatory  power.  Now 
when  the  prism  (a)  is  rotated,  each  half  of  the  quartz  plate  will 
attain  different  tints,  and  the  same  effect  will  be  observed  i£ 
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instead  of  rotating  the  prism,  the  tube  containing  a  solution 
of  sugar  be  placed  between  the  prisms.  In  order  to  bring  about 
an  identity  of  tint  in  the  halves  of  the  quartz  plate,  the  prism 
(a)  must  be  turned  through  a  given  angle.     The  same  object  is 


Fio.  181. 


attained  with  greater  precision  than  is  possible  by  turning  the 
prism,  by  an  arrangement  also  made  by  Soleil,  and  termed 
the  compensator.  It  consists  in  the  first  place  of  a  plate  of 
quartz  (the  thickness  and  kind   of  polarization  of  which  is 


Fig.  132. 


immaterial),  placed  at  n  (Fig.  131),  and  secondly  of  two  equal 
right-angled  quartz  prisms  (Fig.  133),  cut  so  that  the  surfaces 
/  /  are  perpendicular  to  the  axis  of  the  crystal.  These  prisms 
can  slide  one  over  the  other,  so  that  any  desired  thickness  of 


ifiijiTn|l]|i|;^i,i,^^^ 


Fio.  133. 


quartz  can  be  brought  in  the  line  of  vision.  A  scale  and  vernier 
attached  to  these  quartz  prisms  are  so  arranged  that  when  the 
vernier  points  to  0^  the  thickness  of  the  two  prisms  is  equal  to 
the  thickness  of  the  plate  n,  so  that,  possessing  opposite  rotatory 


Digitized  by  VjOOQ  IC 


514 


CARBOHYDRATES. 


powers,  the  optical  action  of  the  one  is  counterbalanced  by  that 
of  the  other.  If,  when  thus  arranged,  a  source  of  light  be 
allowed  to  pass  through  the  apparatus  into  the  eye,  the  two 
halves  {g  d),  of  the  quartz  plate  will  appear  of  a  violet  colour, 
(neutral  point,  transition  tint,  tdrUe  de  passage). 

The  insertion  of  a  column  of  sugar  solution,  of  course  disturbs 
this  equality  of  tint,  and  the  observer  has  then  to  alter  the 
position  of  one  or  other  of  the  quartz  prisms  (by  means  of  a 


Fio.  184. 

rack  and  pinion  motion),  until   this    neutral    tint    is    agam 

reached. 

825  Many  other  forms  of  saccharimeters  are  employed;  of 
those  in  general  use  may  be  mentioned,  (1)  the  Laurent  p6nombre, 
or  half-shadow  instrument  (Fig.  134),  (2)  the  Soleil-Ventzke 
saccharimeter,  (3)  Wild's  polaristrobometer  (Fig.  136).  and  (4) 
the  form  of  apparatus  now  generally  adopted  both  in  England 
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and  Germany,  manufactured  by  Messrs.  Schmidt  and  Haensch 
of  Berlin  (Fig.  135). 

For  the  exact  description  of  these  different  instruments  we 
must  refer  the  reader  to  Landolt's  Handbook  of  the  Folariscope 
(MacmiUan  &  Co.,  1882).  Suffice  it  here  to  say  that  the  instru- 
ment made  by  Schmidt  and  Haensch,  claims  to  combine  the 
advantages  of  the  Soleil-Scheibler  with  those  of  the  Laurent 
apparatus.  In  common  with  the  former  it  admits  of  the  use  of 
white  light,  and  thus  does  away  with  the  trouble  of  the  sodium 
flame,  and  is  more  suitable  for  dark  solutions.  Yet,  like  the 
Laurent,  Jellett,  Comu,  and  other  instruments,  it  is  a  Tialf' 
shadow  instrument,  and  the  two  fields  differ  only  in  intensity  of 
light  and  not  in  colour  (Jellett),  so  that  the  personal  error  is 
less  than  when  the  transition  tint  has  to  be  reached. 


Fio.  135. 

The  one  disadvantage  attending  the  use  of  this  instrument, 
viz.  that  the  chromatic  dispersion  due  to  the  rotatory  power  of 
sugar  solutions  and  quartz  are  not  absolutely  identical,  and 
that  therefore  the  field  is  not  perfectly  colourless  for  large 
rotations,  has  been  remedied  by  an  arrangement  of  a  so-called 
regulator  recently  adapted  to  their  instruments  by  Messrs. 
Schmidt  and  Haensch.^  Although  the  instrument  last  described 
is  that  to  be  most  strongly  recommended  for  practical  sugar- 
work,  there  is  no  doubt  that  for  more  strictly  scientific  purposes 
the  Laurent  instrument  with  sodium  flame,  is  for  many  reasons 
the  most  accurate.* 

*  See  Landolt,  Polariseope,  p.  155,  and  also  Zeitsehrift  da  Fereins  fUr  die 
MhcTUMcker  Industrie,  Sept.  18S1,  and  Jan.  and  Dec.  1880. 
'  Gamgee,  Fhys,  Chem.  pp.  9  and  10. 
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826  The  following  is  a  short  description  of  the  method  adopted 
in  the  optical  analysis  of  a  cane-sugar  contained  in  a  solution  of 
beet-root  sugar,  which  it  may  be  assumed  does  not  contain  any 
appreciable  quantity  of  glucose,  the  instrument  used  being  a 
Soleil-Ventzke,  1**  on  the  scale  corresponding  to  0*26048  gnnsL  of 
sugar  in  100  cbc.  of  water. 


Fio.  186. 

The  modtcs  operandi  is  as  follows  : 

26048  grms.  (in  case  of  a  Ventzke  instrument),  of  the  sample 
which  has  been  thoroughly  mixed  in  a  mortar,  are  weighed  out 
into  a  German-silver  dish  of  a  convenient  size  and  shape. 
From  this  the  sugar  is  washed  with  as  little  water  as  possible 
into  a  100  cbc.  flask,  exactly  graduated. 
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Ab  soon  as  the  sugar  is  all  dissolved,  a  few  cbc.  of  a  solution  of 
basic  acetate  of  lead  (the  amount  varies  with  the  nature  of 
the  sugar)  are  added,  and  about  2  cbc.  of  well  washed  Al2(0H)^ 
in  water ;  the  former  solution  precipitates  a  great  part  of  the 
colouring  matter  present,  and  the  alumina  prevents  any  of  the 
very  finely  divided  lead  precipitate  from  passing  through  the 
filter,  and  thus  a  clear  and  bright  filtrate  is  obtained. 

The  volume  occupied  by  the  lead  precipitate  and  of  the 
alumina  has  been  proved  to  be  insufficient  in  most  cases  to 
affect  the  true  polariscope  reading. 

The  use  of  animal  charcoal  for  preparing  a  sugar  solution  for 
the  polariscope  is  now  quite  given  up,  owing  to  the  fact  that  it 
absorbs  some  of  the  sugar  from  solution,  and  hence  too  low  a 
reading  is  obtained. 

The  clear  filtrate  is  now  poured  into  a  glass  tube  of  exactly 
two  decimetres  in  length,  and  the  two  ends  closed  by  plane  glass 
covers  held  on  by  brass  heads,  care  being  taken  not  to  screw  on 
the  heads  so  tightly  as  to  exert  more  than  a  very  gentle  pressure 
upon  the  cover-glasses,  otherwise  the  error  introduced  by  rotation 
due  to  strains  of  the  glass  may  be  considerable,  amounting  in 
some  cases  to  as  much  as  0*5 — 07  degree  on  the  Ventzke  scale. 
The  actual  reading  of  the  result  on  the  instrument  is  a  matter 
which  only  requires  experience  and  care.  With  a  good  half- 
shadow  instrument,  such  as  those  made  by  Schmidt  and  Haensch 
of  Berlin,  and  an  ordinary  beet  solution,  a  practised  eye  should 
be  able  to  read  with  certainty  to  within  01  per  cent.  It  is  usual 
to  take  several  readings,  which  should  not  differ  by  more  than  02, 
the  mean  being  taken  as  correct.  It  is  also  well  each  time, 
before  using  the  instrument,  to  check  the  zero  point  of  the  scale. 
This  is  not  so  important  however,  with  the  half-shadow  instru- 
ments in  which  a  monochromatic  flame  is  used,  for  in  this  case 
the  zero  point  can  only  be  affected  by  some  slight  displacement 
of  some  essential  portion  of  the  instrument,  whereas  in  the  case 
of  the  older  colour  instruments,  and  of  those  instruments  using 
a  white  light,  a  mere  change  in  the  gas-pressure  was  sufficient 
to  upset  the  zero. 

The  percentage  of  cane-sugar  thus  found  by  direct  reading, 
is  taken  for  trade  purposes  to  be  the  true  representation  of  the 
amount  of  cane-sugar  present,  and  all  transactions  in  the  English 
and  Scotch  markets  are  based  on  this  assumption.  Doubtless  in 
many  cases  the  results  are  sufficiently  correct,  but  that  they 
cannot  be  so  in  all  cases  will  be  seen  firom  the  following  list  of 
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other  active  substances  than  sugar  that  are  found  in  beet-roots, 
and  many  of  which  find  their  way  into  the  raw  sugars : — 

Malic  Acid   ....  Laevo-rotatory. 

Asparagin  and  Aspartic  Acid.  Both  +  in  acid  and  —  in  alkaline 

solution. 

Glutamic  Acid       .         .        .  +. 

Invert  sugar .         .         .         .  — . 

Beet-gum      ...         .  — . 

Dextrin         .         .        .         .  +  very  strongly. 

827  Estimation  of  Soktble  Ash.  The  compounds  of  alkali  and 
other  metals,  which  occur  in  the  sugar  with  various  oi^anic  and 
inorganic  acids,  are  known  as  soluble  ash.  The  importance  of 
ascertaining  the  total  quantity  of  these  constituents  is  indicated  by 
the  fact  that  they  influence  to  a  great  degree  the  amount  of  crystal- 
izable  sugar  which  can  be  obtained,  inasmuch  as  they  prevent 
the  crystallization  of  a  considerable  quantity  of  the  cane-sugar. 
In  practice  it  is  found  that  1  per  cent,  of  soluble  ash  prevents  5  per 
cent,  of  sugar  from  crystallizing.  For  this  determination,  about 
2  grms.  of  sugar  is  placed  in  a  tarred  platinum  dish,  and  moistened 
with  pure  concentrated  sulphuric  acid,  then  charred  carefully, 
and  ignited  in  a  platinum  muffle  until  the  whole  of  the  organic 
matter  is  destroyed.  It  is  the  custom  in  the  trade  to  deduct 
yV  of  the  weight  of  ash  as  roughly  representing  the  increase  in 
"weight  due  to  the  replacement  of  the  various  acids  by  sulphuric, 
and  the  difference  multiplied  by  five  is  deducted  from  the 
percentage  of  sugar  obtained  by  the  saccharimeter. 

These  determinations  are  the  only  ones  needed  in  the  case 
of  high  class  beet-root  sugars.  In  certain  cases,  however,  of  low- 
class  samples,  the  amount  of  insoluble  ash  (silica,  &c.),  is 
determined,  and  this  deducted  from  the  weight  of  soluble  ash. 
The  quantity  of  water  in  beet-sugar  is  also  sometimes  determined 
as  a  check,  but  it  does  not  enter  into  the  calculation  of  the  net 
value.  The  following  example  shows  the  result  of  an  analysis 
of  beet-sugar : 

Cane-sugar  (found  by  polariscope)     =  93'40  p.c. 
Sulphated  ash    =  0*0230  less  V  +  0*0207  grms.  =  1-03  p.c. 
from  2  grms.  sugar 

Percentage  of  net  available  sugar,  95*4  —  (1*03  x  5)  =  90'25. 

Such  a  sugar  would  probably  contain  about  three  per  cent 
of  moisture,  and  0*5  per  cent,  of  organic  matter  not  sugar. 
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828  Analysis  of  Gane-Sugars,  Jaggery,  &c.  EstimaAion  cf 
Cane-Sugar  atid  Glucose.  In  this  case  the  amount  of  glucose  or 
invert-sugar  present  has  to  be  estimated  as  well  as  that  of  the 
cane-sugar.  For  this  purpose  the  cane-sugar  is  estimated 
optically,  as  already  described.  The  invert-sugar  is  estimated 
by  Fehlin^s  method.  This  depends  on  the  fact  that  an  alka- 
line cupric  solution  is  reduced  by  glucose,  the  point  at  which 
decolorization  of  the  standard  solution  occurs  being  ascertained. 
In  some  cases  the  weight  of  reduced  cuprous  oxide  is  ascer- 
tained, but  in  general  the  simpler  volumetric  process  is  adopted. 

The  following  is  one  of  the  best  receipts  for  preparing 
Fehling's  solution : 

(a)  Dissolve  34*639  grms.  of  crystallized  copper  sulphate, 
powdered  and  dried  between  filter-paper,  in  200  cbc.  of  hot  water. 

(6)  Dissolve  in  another  vessel  173  grms.  of  pure  crystallized 
Rochelle  salt  in  480  cbc.  of  pure  solution  of  sodium  hydrate 
of  sp.  gr.  1'14. 

Add  the  first  solution  to  the  second,  and  dilute  the  clear  deep 
blue  liquid  to  1,000  cbc.  and  pour  into  a  stoppered  bottle  of 
dark  blue  glass.  In  such  a  bottle  the  solution  will  keep  for  a 
considerable  time  without  decomposing,  even  though  it  has  not 
been  boiled,  as  some  authors  recommend. 

The  solution  is  standardized  by  means  of  a  weak  solution  of 
invert-sugar,  2*375  grms.  dry  powdered  cane-sugar  are  dissolved 
in  a  little  water  and  heated  for  a  few  minutes  to  60°  C.  with 
a  few  drops  of  concentrated  sulphuric  acid.  The  solution  is 
then  cooled,  neutralized  with  sodium  carbonate,  and  made  up  to 
500  cbc.  Each  10  cbc.  of  this  solution  contains  Cl'05  grm.  of 
invert-sugar,  and  should  be  capable  of  exactly  reducing  10  cbc. 
of  the  copper  solution. 

It  is  usual  to  take  10  cbc.  of  the  Fehling  solution  in  a  small  flask, 
or  large  test-tube,  dilute  with  20  cbc.  of  water,  boil  and  titrate 
with  the  sugar  solution,  boiling  again  after  each  addition  of  the 
reducing  agent.  The  end  of  the  reaction  is  indicated  by  a 
transition  of  the  colour  of  the  solution  from  a  pale  blue  to  a 
brown  colour.  The  point  may  also  be  confirmed  by  filtering 
ofif  a  few  drops  and  testing  with  an  acetic  acid  solution  of 
potassium  ferrocyanide. 

In  the  analysis  of  raw  sugars  containing  glucose  the  following 

method  is  adopted :  Of  the  solution  of  26  048  grms.  of  the  sugar 

in  100  cbc.,  which  has  been  used  for  polarizing,  25  cbc.  are  taken, 

a  slight  excess  of  sulphurous  acid  is  added  to  remove  the  lead, 

197 


Digitized  by 


Google 


620  CARBOHYDRATES. 


and  a  little  precipitated  alumina;  the  whole  is  then  made  up  to  50 
or  100  cbc.  according  to  the  nature  of  the  sugar  (it  being  always 
desirable  to  have  a  solution  of  such  a  strength  that  10  cbc.  contains 
somewhat  about  t)'05  grm.  glucose).  The  solution  is  filtered 
and  10  cbc.  of  Fehling  titrated  by  it.  From  the  number  of  cbc. 
used  the  amount  of  glucose  present  can  easily  be  calculated. 
It  is  in  this  case  supposed  that  1  per  cent,  of  soluble  ash  entails 
a  loss  of  5  per  cent,  of  sugar.  But  the  glucose  present  also 
acts  in  a  similar  way,  1  per  cent,  of  this  substance  being  con- 
sidered to  prevent  1  per  cent,  of  cane-sugar  from  crystallizing. 
We  thus  have  the  net  value  of  such  a  cane-jaggery  estimated 
as  follows : 

Cane-sugar  by  direct  reading  of  polariscope  =  76*80 
Glucose  by  Fehling's  test 9  04 

Sol.  ash  =  2  27  p.c.  x  6  +  11-35  +  9-04  =  20-39 

Net  =  76-8  -  20-39  =  5641  p.c.  crystallizable  sugar. 

The  presence  of  uncrystallizable  sugars  does  not  interfere 
with  the  results  of  optical  analysis,  as  they  are  optically  in- 
active.^ On  the  other  hand  the  organic  acids  and  other  bodies 
which  occur  in  the  juice  are  some  of  them  dextro-  and  others 
laevo-rotatory.  In  addition,  beet-root  molasses  contains  rajffinose^ 
2C9Hig08  -I-  SHgO,  a  tasteless  crystalline  body  which  possesses  a 
more  powerful  dextro-rotatory  power  than  cane-sugar.*  Practi- 
cally it  appears  that  the  error  due  to  the  rotatory  power  of 
these  substances  has  been  found  to  lie  as  often  in  one  direction 
as  the  other,  and  in  few  cases  it  exceeds  1  to  2  per  cent.  For 
the  purpose  of  checking  this  reading,  the  inversion  method 
suggested  by  Clerget  is  the  best.* 

Adulterations.  The  above  methods  are  sufficient  to  detenjoine 
the  value  of  unadulterated  beet-  or  raw  cane-sugar,  but  if,  as  has 
happened  in  some  cases,  the  sugar  be  purposely  mixed  with  cheap 
commercial  glucose  or  maltose,  a  further  examination  is  neces- 
sary. For  this  purpose  advantage  is  taken  of  the  fact  that 
freshly  prepared  solutions  of  dextro-glucose,  the  principal  con- 
stituent of  commercial  glucose,  when  allowed  to  stand  for  some 
hours,  or  when  gently  warmed,  lose  their  rotatory  power.  Thus 
a  sugar  adulterated  with  10  per  cent,  of  a  solid  commercial 
glucose  (and  it  would  not  be  worth  while  to  add  less),  will  show 

^  Girarde  and  lAborde,  Comptea  Hendna^  IxxxiL  2H.  417. 

•  Loisseau,  Bull.  Soc.  Chim,  xxvi.  865. 

•  Landolt,  2'olariscqpe,  187,  &c 
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a  difference  of  from  3**  to  4°  on  the  Ventzke  scale  between  the  first 
and  second  readings,  the  usual  proportion  of  26*048  grms.  in 
100  cbc.  being  taken. 

For  other  methods  of  testing  for  and  determining  the  amount 
of  this  adulteration  we  may  refer  to  Tucker  s  Manvul  of  Sicgar 
Analysis,  p.  287. 


Fio.  137. 


829  Payen-Scheihler's  Method.    A  totally  diflferent  method  of 
estimating  the  quantity  of  crystallizable   sugar  in  raw  cane- 
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sugar  is  that  proposed  by  Payen  and  modified  by  Scheibler. 
This  process  depends  upon  the  fact  that  if  raw  sugars  be 
treated  with  an  alcoholic  saturated  solution  of  cane-sugar  acidified 
with  acetic  acid,  the  colouring  matter  and  other  impurities, 
together  with  the  syrup  and  other  uncrystaUizable  constituents^ 
are  removed,  whilst  the  crystalline  su^ar  remains  unchanged. 
The  sugar  adhering  firom  the  alcoholic  liquid  is  then  washed  out 
by  pure  alcohol.  Fig.  137  shows  the  arrangement  used  in  this 
method.  The  bottles  1,  2,  3,  and  4,  contain  the  alcoholic  sugar- 
wash  solutions  which,  in  Nos.  1  and  2,  consist  of  alcoholic 
acidified  and  saturated  solutions  of  sugar,  whilst  No.  3  contains 
pure  alcohol  of  85  per  cent.,  and  No.  4  absolute  alcohoL  The 
sugars  to  be  examined  are  placed  in  the  vertical  tubes,  washed, 
and  afterwards  dried  in  a  filter  pump.^ 

830  Properties  of  Cane  Sugar,  Pure  cane-sugar  crystallizes  from 
aqueous  solution  in  hard  transparent  monoclinic  prisms  which 
grate  between  the  teeth,  and  when  broken  emit  a  bluish  light 
Its  specific  gravity  at  3**'9  is  1*593,  and  its  coefficient  of  cubic 
expansion  from  0°— 100*'  is  0*01116.^  100  parts  of  the  saturated 
aqueous  solution  contain  at 

0'  lO'*         20'         SO'*         40'         60° 

65  0    65-6     67  0     69-8     75*8     827  parts  of  cane-sugar. 

From  this  point  the  solubility  increases  rapidly,  so  that  in 
boiling  water  it  dissolves  in  all  proportions. 

It  is  practically  insoluble  in  absolute  alcohol,  whilst  in  dilute 
spirit  it  dissolves  the  more  rapidly  according  to  the  quantity  of 
water  present,  but  not  into  direct  proportion  to  the  quantity  of 
the  latter,  as  a  weak  alcoholic  solution  contains  more  sugar  than 
would  be  dissolved  by  the  quantity  of  water  present,  whilst  a  liquid 
rich  in  alcohol  dissolves  a  less  quantity  of  sugar  than  is  propor- 
tional to  the  amount  of  water  which  it  contains.  If,  therefore, 
to  a  solution  of  cane-sugar  saturated  at  14**  an  equal  volume 
of  alcohol  be  added,  the  liquid  remains  clear,  but  if  more  alcohol 
be  added,  sugai*  separates  out,  Scheibler,  who  has  investigated 
this  subject,  has  constructed  tables  showing  the  solubiUty  of 
sugar  in  alcohol  of  diflferent  strengths,  a  subject  of  importance 
to  manufacturers  of  Hqueurs.* 

^  For  further  information,  see  Nichol,  Fresenius  Zeitschr.  xiv.  180  ;  Stammer, 
Lehrhuch  der  Zuckerfabrikatum ;  R.  Fruhling  and  J.  Schulz,  UntemucJtun^eji  v. 
Ziicker  and  RoJistofe,  <fec.  (Vieweg,  1881) ;  Lippmonn,  Die  Zuckerartcn;  Walkofli 
Frakt.  RUhm  Zuckerfabrikation,  kc. 

*  Joule  and  Play  fair,  C?iem,  Soc.  Joum,  I.,  130. 

»  £cr,  Deutsch.  Chem,  Ges,  v.  343. 
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Cane-sugar  melts  at  160** — 16V  and  on  cooling  does  not  again 
crystallize.^  If  kept  for  some  time  at  a  temperature  somewhat 
above  its  melting-point,  it  becomes  transformed  without  loss  of 
weight  into  a  mixture  of  equal  molecules  of  grape  sugar, 
CgHijO^  and  laevulosan,  C^Hi^Og  (p.  547).*  If,  however,  sugar 
be  melted  in  presence  of  a  small  quantity  of  water,  as  is  done 
in  the  manufacture  of  bonbons  and  barley-sugar  (in  the  pre- 
paration of  which  latter  barley-water  was  formerly  used),  a 
glassy  mass  is  obtained  on  cooling,  which  contains  mechanically 
inclosed  water.  This  dissolves  a  small  quantity  of  the  sugar, 
and  deposits  it  again  in  the  crystalline  condition,  as  a  body  is  more 
soluble  in  water  in  the  amorphous  state  than  when  crystalline 
— and  this  goes  on  until  the  whole  mass  becomes  crystalline. 
If  the  mass  be  broken  the  water  can  be  distinctly  recognized 
between  the  crystals.* 

When  sugar  is  heated  above  its  melting  point  it  swells 
up,  owing  to  escape  of  water,  and  afterwards  turns  brown, 
caramel  being  formed.  This  latter  is  a  mixture  of  several 
bodies,  of  which  what  little  is  known  is  due  to  the  re- 
searches of  Q^lis.*  At  temperatures  below  190**  cararnelan, 
CigHjgOjj,  is  principally  formed ;  this  is  an  amorphous,  brittle, 
very  deliquescent  mass,  having  a  bitter  taste,  and  being  colour- 
less when  pure,  and  incapable  of  being  reconverted  into  sugar. 
At  a  higher  temperature  (about  210** — 220*)  dark-coloured 
substances  are  produced  in  larger  or  smaller  quantity,  some  of 
which  are  soluble  and  others  insoluble  in  water  or  alcohol 
Caramel  is  also  formed  on  heating  starch-sugar ;  and  prepared  in 
this  way  it  is  used,  under  the  name  of  "  colouring,"  for  tinting 
artificial  cognac,  rum,  &c. 

When  sugar  is  more  strongly  heated  certain  peculiar  aromatic- 
smelling  products  are  given  off,  and  a  residue  of  porous  glisten- 
ing charcoal  remains  behind,  known  as'sugar-charcoal.  Amongst 
the  products  which  are  formed  in  the  dry  distillation  of  cane- 
sugar,  aldehyde,  acetic  acid,  &c.,  have  been  found,  together  with 
carbon  dioxide,  carbon  monoxide,  and  some  marsh  gas.^  If 
sugar  be  distilled  with  quiok-lime,  acetic  acid,  acetone  metace- 
tone,  CgH^oO,*  and  phorone,  C^Hi^O  (Vol.  III.  part  I.  p.  572)  are 

*  Berzelitts,  Pogg,  Ann.  xlvii  321. 

*  GeliB,  Compt.  Rend.  xlviiL  1062. 

*  Mitscherlich,  Fogg.  Ann.  Iv.  223. 

*  Ann.  Chim.  Pkys.  [3],  lii.  260 ;  Ixv.  496. 

*  VOlckel,  Ann.  Cfhem.  Pharm.  bucxv.  69 ;  Kaiser,  Jahresb.  1862,  472. 

*  Gottlieb,  Ann,  Chem.  Pharm.  lii  127  ;  Schwarz,  ib.  Ixxvi.  292. 
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formed,^  and  amongst  the  gases  evolved,  acetylene  and  its 
homologues  occur.'  Metacetone  is  a  pleasantly-smelling  liquid 
which  boils  at  84"",  and  is  oxidized  by  chromic  acid  solution 
to  carbon  dioxide,  and  acetic  and  propionic  acids. 

Dry  sugar  is  carbonized  by  concentrated  sulphuric  acid  only 
on  warming,  whilst  a  concentrated  syrupy  solution  is  acted  on 
in  the  cold;  the  sugar  blackens  and  swells  up  enormously, 
carbon  monoxide,  carbon  dioxide,  and  sulphur  dioxide  are 
evolved,  and  charcoal  remains  behind.  On  heating  with  strong 
hydrochloric  acid  a  similar  action  occurs. 

When  sugar  is  boiled  with  pure  water  it  does  not  undergo 
change ;  in  the  presence  of  acids,  however,  it  is  transformed  into 
invert-sugar  (p.  545).  This  inversion  is  effected  even  by  car- 
bonic acid,  taking  place  very  slowly  in  the  cold,  as  is  the  case 
also  when  other  dilute  acids  are  employed.  If,  however,  a  larger 
solution  saturated  with  carbon  dioxide  be  heated  in  a  closed 
tube  for  a  few  hours  to  100**  the  conversion  is  at  once  completed* 

When  sugar  is  heated  with  water  to  160"*  it  is  decomposed 
with  formation  of  formic  acid,  carbon  dioxide,  and  charcoal^  At 
a  temperature  of  280''  the  two  last-named  products  are  formed 
together  with  some  pyrocatechin,  C^H^O,,  a  derivative  of 
benzene,  C^Hg.'^ 

Cane-sugar  is  not  carbonized  when  heated  with  caustic  potash 
solution,  and  does  not  precipitate  cuprous  oxide  from  an  alkaline 
copper  solution.  K,  however,  to  an  ammoniacal  silver  solution 
cane-sugar  be  added,  and  then  some  caustic  soda,  a  mirror-like 
deposition  of  silver  takes  place  on  warming.^ 

If  sugar  be  triturated  with  eight  parts  of  lead  oxide  the 
mixture  takes  fire.  When  fused  with  caustic  potash  it  yields 
formic  acid,  acetic  acid,  propionic  add,  oxalic  acid,  acetone  and 
metacetone  (Gottlieb). 

When  yeast  is  added  to  a  solution  of  cane-sugar  no  immediate 
fermentation  is  produced,  but  this  takes  place  on  standing,  as 
invert-sugar  is  then  formed,  and  this  is  then  acted  upon  by  the 
ferment.  Sugar  acts  as  an  anti-putrescent,  and  is  therefore 
used  in  the  preservation  of  fruit. 

831  Metallic  GompouTids  of  Sugar.   Cane-sugar  combines  with 

^  Benedict,  Ann,  Chcm,  Pharm  cbdL  804 
«  Bertholot,  Jahreab.  1858,  220. 

*  Von  Lippmann,  Ber,  Deutach.  Chem.  Gfes.  xiii.  1822. 

*  Loew,  Zeitsch,  Chem,  1867,  510. 

*  Hoppe-Seyler,  Ber.  Deutseh,  Chem,  Ots.  iv.  15. 

*  Salkowski,  Hoppe-Seyler*8  ZeUsch,  Pkya,  Chem^  iv.  138. 
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various  oxides  and  hydroxides,  forming  compounds  the  exact 
constitution  of  which  has  not  as  yet  been  determined.  These 
compounds  are  probably  formed  by  the  replacement  of  hydrogen 
in  hydroxyl  by  the  metal,  and  they  have  usually  been  termed 
saccbarates,  but  as  this  name  is  also  used  to  designate  the  salts 
of  saccharic  acid,  it  is,  therefore,  convenient  to  adopt  for  the 
compounds  at  present  under  consideration  the  French  term  of 
sucrates. 

Sodium  SiLcrate,  C^j^n^^^u*  separates  as  a  semi-fluid  mass 
on  the  addition  of  a  concentrated  solution  of  caustic  soda  to  a 
solution  of  sugar  in  alcohol ;  the  reaction  is  accompanied  by  an 
evolution  of  heat.  After  washing  with  alcohol  and  drying  in  an 
atmosphere  of  carbon  dioxide  it  forms  a  translucent  friable  mass, 
possessing  a  strongly  alkaline  taste,  and  dissolving  readily  in 
water.  The  solution  is  decomposed  by  carbon  dioxide,  sugar 
being  again  formed.^ 

The  corresponding  potassium  exhibits  exactly  analogous 
reactions. 

Ammonium  Sucrate,  C^^^Q^^^O^y  Sugar  absorbs  dry 
ammonia,  and  is  transformed  into  a  viscous  mass  which  contains 
4  72  per  cent,  of  ammonia,  this  corresponding  to  the  above 
formula.  On  exposure  to  air  the  ammonia  escapes,  and  sugar 
is  left  behind.* 

SucrcUes  of  Calcium.  At  the  close  of  the  last  century,  Lowitz 
noticed  the  fact  that  lime  dissolves  readily  in  an  aqueous  sugar 
solution,  the  amount  of  lime  dissolved  depending  upon  the 
strength  of  the  sugar  solution,*  and  also  upon  the  temperature,* 
being  the  greater  the  more  sugar  is  present,  but  diminishing 
with  the  increase  in  temperature  of  the  liquid.  This  fact  being 
explained  by  the  behaviour  of  the  sucrates  as  described  below. 

This  solution,  which  has  an  alkaline  and  bitter  taste,  may  be 

used  instead  of  soda  solution  in  volumetric  analysis  (Peligot), 

and  it  is  also  used  in  medicine.     The  liquor  colds  saccharcUv^  of 

the  pharmacopoeia  is  prepared  by  digesting  together  one  part  of 

slaked  lime,  two  parts  of  sugar,  and  twenty  parts  of  water.     The 

mixture  is  filtered,  after  standing  for  a  few  hours;   and  the 

filtered  liquid  contains  one  part  of  lime  to  sixty-five  parts  of  the 

solution.    It  is  administered  in  cases  of  chronic  sickness  and  of 

sickness  during  pregnancy. 

■  Soubeiran,  Joum,  Pharm,  [3],  i.  649 ;  Brendecke,  Areh,  Pkarm.  [2],  xxii.  71. 
'  Berzcliua,  TraitS  Ckem.  v.  239. 

•  Peligot,  Compt.  Rend,  xrdL  335  ;  Berthelot,  Ann.  Chim.  Phijs,  [3],  xlvi 
173.  ^  Dnbrantauty  Compi.  Rend,  zxzii.  498. 
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The  calcium  sucrates,  or  saccharates  of  lime  as  they  are 
commonly  called,  which  pky  so  important  a  part  in  the  sugar 
manufacture,  were  first  more  closely  examined  by  Peligot  ^  and 
by  Soubeiran.* 

Monocalcium  SttcrcUe,  or  Monohasic  SaceJiaraie  of  Lime, 
CigHggOii-fCaO,  or  Ci2H2i(CaOH)Oii,  is  thrown  down  as  an 
amorphous  precipitate  when  alcohol  is  added  to  a  solution 
containing  equal  molecules  of  sugar  and  lime.  When  dried  in 
an  atmosphere  of  carbon  dioxide  it  forms  a  white,  brittle,  easily 
friable  mass.  To  prepare  the  pure  salt,  a  sugar  solution 
containing  an  excess  of  lime  is  treated  with  magnesium  chloride, 
when  magnesium  hydroxide  is  precipitated,  and  the  monobasic 
saccharate  remains  in  solution  and  is  then  precipitated  by  the 
addition  of  alcohol'  Monocalcium  sucrate  dissolves  readily  in 
cold  water.  On  boiling  the  solution,  the  tribasic  saccharate 
separy^tes  out,  but  dissolves  again  on  cooling. 

Dicalcium  Sucrate,  G^^EL^O^^^^^GkO,  or  C^^^{CdXyE.)jdy;^,  is 
obtained  when  a  solution  of  sugar  is  treated  with  an  excess  of 
slaked  lime  and  the  filtrate  precipitated  by  alcohol.^  It  separates 
from  its  hot  concentrated  aqueous  solution  on  cooling  in  white 
crystals,^  and  dissolves  at  the  ordinary  temperature  in  thirty-three 
parts  of  water,  but  is  more  readily  soluble  in  sugar  solution,  and 
the  aqueous  solution  comports  itself  at  the  boiling  point  as  does 
that  of  the  monobasic  compound. 

Tricalcium  SucraJte,  CigH^jOn  +  3CaO,  or  CijHig(CaOH)30,i. 

The  formation  of  this  compound  has  already  been  described. 

It  is  obtained  as  a  paste  resembling  coagulated  albumen,  and 

must  be  filtered  hot  and  washed  with  hot  water.     When  dried 

it  forms  hard  brittle  masses  containing  three  molecules  of  water. 

K  powdered  caustic  lime  be  added  to  a  sugar  solution  containing 

alcohol,  heat  is  evolved,  and  after  standing  sixteen  hours  the 

sugar  and  the  lime  have  combined  to  form  a  granular  mass  of 

the  tribasic  sucrate.^    It  requires  more  than  100  parts  of  cold 

water  for  solution,  and,  on  boiling,  one-half  of  the  salt  separates 

out.     It  dissolves  readily,  however,  in  sugar-water.      When 

boiled  with  alcohol  it  is  converted  into  the  anhydrous  hexabasic 

saccharate.^ 

^  Ann,  Chem.  Pharm.  xzx.  7^;  loc  cU. ;  Compt.  Bend,  lix.  930. 
'  Ann,  Chem,   Pharm,  xliii.  229. 

*  Benedict,  Bet.  Deutseh.  Chem.  Oes,  yi.  418. 
«  Pelouze,  Jahresb.  1864,  572. 

'  Boivin  and  Loisean,  Ann  Chim.  Phys,  [4],  vL  203. 

•  Neue  ZeUseh,  BUbenzucker,  iii.  178. 
7  D4on,  Bull,  Chim.  zviL  156. 
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Strontium  Stccrate,  G^^^ioi^^^J^iv  When  strontium 
hydroxide  is  added  to  a  boiling  15  per  cent,  solution  of  sugar, 
the  above  compound  begins  to  separate  as  soon  as  more  than 
two  molecules  of  strontia  have  entered  into  solution  to  each  mole- 
cule of  sugar  present.  When  two  and  a  half  molecules  of 
strontia  have  been  added,  almost  the  whole  of  the  sugar  is 
precipitated.  Prepared  in  this  way  it  forms  a  granular  pre- 
cipitate, which  may  be  easily  washed  with  hot  water.  •  If 
suspended  in  boiling  water  and  allowed  to  cool,  it  decomposes 
slowly  into  its  constituents.  If,  however,  its  solution  be  heated 
with  strontia  under  pressure  above  100°  higher  basic  compounds 
are  obtained  (Scheibler). 

Barium  Sucrate,  Ci2H2i(BaOH)Oii.  If  a  hot  solution  of  one 
part  of  caustic  baryta  in  three  parts  of  water  be  mixed  with  the 
syrupy  solution  of  sugar  obtained  by  dissolving  two  parts  of  sugar 
in  four  parts  of  water  the  liquid  solidifies  to  a  crystalline  mass. 
After  washing  with  cold  water  and  drying  in  an  atmosphere 
free  from  carbon  dioxide,  the  salt  is  obtained  in  glistening  scales 
resembling  those  of  boric  acid.  These  have  an  alkaline  taste, 
and,  like  the  preceding  compounds,  are  decomposed  by  carbon 
dioxide,  sugar  being  again  formed.^ 

The  compounds  of  sugar  with  the  alkalis  and  alkaline  earths 
dissolve  many  bodies  which  are  insoluble  in  water,  especially 
metallic  oxides,  as,  for  instance,  oxide  of  iron,  oxide  of  copper, 
&c.,^  whilst  the  salts  of  these  metals  in  the  presence  of  sugar 
are  not  precipitated  by  alkalis.*  A  solution  of  lime  in  sugar- 
water  also  dissolves  carbonate,  phosphate,  and  oxalate  of  lime.^ 

832  Sucratea  of  Lead.  By  digesting  lead  oxide  with  a  sugar 
solution  Berzelius  obtained  the  compound  CigHgjOn  +  2PbO,  or 
C|2H23(PbOH)20ii,  and  when  the  lead  oxide  is  present  in  excess 
all  the  sugar  is  precipitated.^  This  compound  is  also  formed, 
according  to  Peligot,  when  sugar  solution  is  precipitated  with 
ammoniacal  lead  acetate,  and  the  gelatinous  precipitate  thus 
obtained,  dissolved  in  boiling  water  and  the  solution  allowed 
to  cool,  the  disaccharate  separating  out  either  in  crystalline 
warty  masses  or  in  needles.  It  is  insoluble  in  water,  but  dis- 
solves readily  in  lead  acetate  solution.    According  to  Peligot 

^  Peligot,  Ann,  Chim.  Fhys,  [2],  Ixvii.  125  ;  see  alBO  Stein,  Ann,  Chem,  Pharvr., 
XXX.  82. 

*  Hunton,  Jtmm,  Prakt,  Chem,  xi.  413 ;  Boderbender,  Jahresb.  1865,  600. 

*  I.4is8aigne,  Compt.  Bend.  xiv.  691 ;  Grothe,  Jaum,  Prakt,  Chem,  xcii.  175« 
^  Bobbiere,  Ann,  Chem,  Phanti.  Ixxx.  344. 

*  Dabranfant,  Compt.  Rend,  xxxii.  498. 
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this  compound  has  the  formula  CijHigPbgOn,  but  the  above 
formula  given  to  the  compound  by  Berzelius  has  been  verified 
by  the  researches  of  Mulder,  who  has  also  shown  that  ihis 
substance  loses  a  molecule  of  water  when  heated  to  165**.  ^ 

When  caustic  soda  solution  is  added  to  a  solution  of  sugar 
and  lead  acetate,  the  tribasic  saccharate  Oij^igPbgO^  is  pre- 
cipitated; this  is  somewhat  soluble  in  boiling  water  and 
dissolves  readily  in  caustic  potash*  It  is  also  easily  soluble 
in  sugar-water,  and  from  this  solution  the  tribasic  compound 
separates  in  needles  (Boivin  and  Loiseau). 

Lead  is  attacked  by  sugar  solution,  slowly  at  the  ordinary 
temperature  and  more  quickly  at  the  boiling  point,  the  lead 
passing  into  solution.  Copper  and  zinc,  on  the  other  hand,  are 
but  slightly  acted  upon  by  sugar  solution.* 

Sucrates  of  Iron.  Difficulty  has  often  been  experienced  in 
carrying  raw  sugar  in  iron  ships,  as  it  has  been  found  that  the 
liquor  leaking  from  the  casks  attacks,  and  rapidly  corrodes,  the 
iron  plates.  Moreover,  it  is  a  common  observation  in  sugar 
refineries  that  the  iron  portions  of  machines  are  rapidly  acted 
upon,  or  even  completely  dissolved,  by  the  sugar  solution. 
J.  H.  Gladstone,^  who  has  investigated  this  subject,  has  found 
that  when  a  piece  of  iron  is  partially  immersed  in  a  solution 
of  sugar  it  is  quickly  attacked  at  the  point  of  contact  with  the 
liquid,  ferrous  oxide  passing  into  solution.  This  afterwards 
absorbs  atmospheric  oxygen  and  is  precipitated  as  ferric 
oxide,  whilst  the  sugar  solution  attacks  a  fresh  portion  of  the 
iron.  The  sugar  thus  acts  as  a  carrier  of  oxygen,  and  a  small 
quantity  of  it  is  sufficient  to  corrode  deeply  a  large  plate  of 
iron.  The  solution  of  ferrous  sucrate  is  of  a  dark  reddish- 
brown  colour,  and  has  the  taste  of  the  other  ferrous  salts.  It  is, 
however,  not  decomposed  by  alkalis,  but  sulphuretted  hydrogen 
precipitates  the  iron  completely  as  sulphide  leaving  pure  sugar 
in  solution. 

In  order  to  isolate  the  sucrate,  Gladstone  allowed  iron  to 
remain  in  contact  with  sugar  solution  in  a  warm  place  for 
eighteen  months,  when  the  whole  became  dry.  This  mass 
gave  with  water  a  tasteless  solution,  which  possessed  only  a 
slight  aftertaste  of  iron.  It  is  not  so  readily  altered  in  presence 
of  oxygen  as  is  the  compound  before  described.    The  determi- 

A  Jour/i.  PraJd.  Cfhem.  xix.  187 

-  Gladstone,  Quart.  Joum.  Chem.  Sae.  vii.  195. 

*  Quart,  Joum,  Chem,  Soe  vii.  193. 
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nation  of  iron  gave  the  formula  C^^H^FeOj^,  but  Gladstone 
is  himself  in  doubt  as  to  whether  he  was  dealing  with  a  pure 
compound.  The  same  chemist  founds  further,  that  the  presence  of 
sodium  chloride  and  other  salts  does  not  accelerate  the  corrosive 
action  of  sugar  on  iron,  and  that  in  fact  the  presence  of  these 
salts  has  no  influence  whatever  on  the  reaction. 

833  Compounds  of  Sugar  with  Salts,  By  evaporating  a  solution 
of  sugar  with  common  salt,  Peligot  in  1839  obtained  deliques- 
cent crystals,  which,  on  analysis,  he  found  to  be  a  compound 
of  equal  molecules  of  the  two  bodies.  Blondeau  de  CaroUes 
then  examined  a  similar  body  which,  however,  contained  water 
of  crystallization,  of  the  presence  of  which  Peligot  made  no 
mention.  Neither  Mitscherlich  nor  other  chemists  could,  how- 
ever, obtain  either  of  these  bodies,  and  the  existence  of  this 
compound  was  held  in  question  until  Maumen^  ^  and  Gill  ^ 
succeeded  in  again  obtaining  it.  For  its  preparation  85 
parts  of  sugar  and  15  parts  of  common  salt  are  dissolved  in 
water  and  the  solution  allowed  to  evaporate  over  sulphuric 
acid.  It  has  the  composition  CjjHjjOu  +  NaCl  +  2H2O,  and 
crystallizes  in  rhombic  prisms  very  readily  soluble  in  water, 
but  deliquescent  only  in  very  moist  air.  Gill  in  one  pre- 
paration accidentally  obtained  crystals  of  the  composition 
2C„H^0ii  +  3NaCl  +  4H2O,  ^^*  ^®  ^^^^^  ^^*  obtain  these 
again. 

In  addition  to  the  above,  the  following  compounds  are  known : 

CjjHgoOii  -h  KCl  +  2H2O  rhombic  non-  deliquescent 

crystals.' 
SCijHjgOji  +  3NaI  +  3H2O  large  monoclinic  crystals.* 

SCigHjgOii  4-  NagBgOy  +  4^B.fi    large  crystals.*^ 
CisHjaOu  +  CuSO^  +  2H,0         small  blue  crystals.^ 


Ethereal  Compounds  of  Saccharose. 

834  Cane-sugar  contains  eight  hydroxyls  the  hydrogen  of 
which  can  be  replaced  by  acid  radicals. 

TetranitroxysaccJiarose,  C^^^^^^ifO^fij.  This  compound, 
which  is  also  termed  nitro-sugar   or  fulminating   cane-sugar, 

*  Bull.  Soe.  Chim.  xv.  1.  ^  Joum.  Chem,  Soc.  [2],  ix.  269. 
>  Maamen^,  Bull,  Soc  Chim.  zix.  289.        *  Gill,  loe.  cU. 

•  Stureiiberg,  Ann.  Ckim.  Pharm.  xviii.  279. 
'  Barreswil,  Joum.  Pharm,  [3]  vii  29. 
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is  obtained  by  acting  on  sugar  with  a  mixture  of  concentrated 
nitric  and  sulphuric  acids  and  is  a  resinous  mass  insoluble  in 
cold  water.  At  a  low  temperature  it  is  brittle,  but  at  the 
ordinary  atmosphere  temperature  it  forms  an  elastic  mass  which 
can  be  drawn  out  into  fine  threads  exhibiting  a  fine  silky  lustre. 
It  detonates  when  touched  with  a  glowing  body,  and  explodes 
on  percussion.  It  is  readily  soluble  in  sulphuric  acid,  in  strong 
nitric  acid,  in  alcohol,  &c.  The  formula  above  given  for  this 
body,  although  probable,  has  not  as  yet  been  definitely  fixed^ 

Monaceto-sacduirose,  C^fi^ii^J^fii)^!!'  ^^  formed  when  2 
parts  of  sugar,  1  part  of  acetic  anhydride,  and  6  to  8  parts 
of  glacial  acetic  acid  are  heated  together.  On  then  adding 
ether,  the  acetate  is  precipitated  as  an  amorphous  mass,  which 
is  soluble  in  water  and  alcohol,  and  has  a  taste  which  is  at  the 
same  time  slightly  sweet  and  bitter.  When  its  ethereal  solution 
is  evaporated,  an  amorphous  residue  is  obtained,  consisting  of 
a  mixture  of  the  tetracetate  and  the  pentacetate.* 

When  sugar  is  heated  with  an  excess  of  acetic  anhydride,  or 
with  a  mixture  of  sodium  acetate  and  the  anhydride,  the  hex- 
acetate  and  the  octacetate  are  formed.'  These  likewise  are 
resinous  bodies  insoluble  in  water.  They  are  saponified  by 
potash  solution  with  re-formation  of  cane-sugar> 

Parasaccharose,  CigHgjOi^  If  a  solution  of  sugar  to  which 
ammonium  phosphate  is  added  be  allowed  to  stand  exposed 
to  the  air  a  peculiar  fermentation  sets  in  and  parasaccharose 
is  formed,  together  with  an  amorphous  deliquescent  glucose. 
Parasaccharose  is  dextro-rotatory  and  forms  small  crystals  which 
dissolve  readily  in  water,  but  are  insoluble  in  absolute  alcohol^ 


MILK  SUGAR,  C^^U^O^^. 

835  Milk  sugar,  occurring  in  the  milk  of  mammalia,  especially 

in  that  of  the  herbivora,  was  first  examined  in  1619  by  Fabrizio 

Bartoletti  and  termed  by  him  manna  8.  nitrum  seri  lactis.    It 

was  more  closely  examined   by  Ludovico   Testi,  who  in  his 

Belazione  concemente  U  zuccaro  di  Zatte,  published   in  1698, 

recommends  it  as  a  valuable  medicine. 

^  Schonbein,  Pogg.  Ann,  Ixx.  100  ;  Sobrero,  Compt,  Bend.  xxt.  122 ;  Thomp- 
son, Pharm,  Joum.  Trans,  vili.  165  ;  Reinsch,  Jahrb,  PrakLPharm^  xviii.  102; 
A.  and  W.  Knop,  Joum.  Prakt,  Chem,  Ivi.  884. 

*  Schutzenbeiger  and  Naudin,  Bull.  Soc.  Chim.  xii.  207. 

*  Herzfeld,  Ber.  DetUach,  Chcm,  Oes,  xiii.  267. 

*  Demole,  ib.  xiL  1986.  *  Jodin,  Comptes  Bend,  liii,  1252. 
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According  to  Bouchordat,  milk-sugar  occurs,  together  with 
cane-sugar,  in  Sapota  ackras,  a  West  Indian  tree,  also  grown 
in  other  tropical  countries  for  the  sake  of  its  fruit.  Its  milky 
sap  in  addition  yields  caoutchouc.  Bouchardat  examined  a 
sugar-like  substance,  found  amongst  other  specimens,  with  the 
label,  '*  Sucre  obtenu  de  sue  du  sapotillier,  Martinique,  1837," 
and  proved  that  it  contained  both  sugars.  From  the  ripe  fruit, 
which  he  procured  from  Cairo,  he  obtained  a  sugar  which,  like 
milk-sugar,  is  transformed  on  oxidation  into  mucic  acid,  but 
which  does  not  crystallize.  Bouchardat  therefore  believed  that 
the  milk  sugar  is  derived  from  the  milky  sap.^ 

Milk-sugar  is  prepared  in  large  quantity,  especially  in 
Switzerland,  from  whey,  this  being  simply  evaporated  to  a 
syrup,  and  allowed  to  stand  in  a  cold  place.  It  is  purified  by 
re-crystallization,  string  or  splinters  of  wood  being  placed  in 
the  solution,  round  which  the  crystals  are  deposited. 

Commercial  milk-sugar  contains  small  quantities  of  other 
organic  bodies  and  salts.  In  order  to  purify  it  is  recrystallized 
and  precipitated  several  times  from  aqueous  solution  by  the 
addition  of  alcohol. 

Pure  milk-sugar  forms  large  transparent  rhombic  crystals, 
which  contain  one  molecule  of  water  of  crystallization.  It  has 
at  5'°9  a  specific  gravity  of  1*534  and  its  co-efficient  of  cubic 
expansion  from  0**  to  100"*  is  O'OOOll  (Joule  and  Playfiur).  It 
dissolves  in  6  parts  of  cold  and  2*5  parts  of  hot  water  and  has  a 
much  less  sweet  taste  than  cane-sugar.  In  alcohol  it  is  insoluble. 

If  its  aqueous  solution  be  rapidly  boiled  it  suddenly  solidifies 
to  a  porous  mass  consisting  of  small  crystals  of  the  anhydrous 
compound.*  This  dissolves,  with  slight  reduction  of  tempera- 
ture, in  as  little  as  3  parts  of  cold  water,  and  from  this  solution 
crystals  of  the  hydrated  variety  are  quickly  deposited. 

When  hydrated  milk-sugar  is  heated  to  130**  it  loses  its  water 
of  crystallization  and  a  white  amorphous  hygroscopic  mass 
remains,  which  dissolves  in  water  with  an  increase  of  tempera- 
ture. If  this  solution  be  boiled,  4  parts  of  milk-sugar  still 
remain  in  solution  at  111®,  but  at  US'*  the  liquid  solidifies  to 
a  mass  of  the  crystalline  anhydrous  sugar  (Erdmann). 

These  isomeric  modifications  differ  amongst  themselves  in 
their  optical  properties. 

^  Bull.  Soc,  Chim.  [2],  xtI.  36 ;  Hofmeister,  Hoppe-Ssyler's  ZeiUeh,   Physiol. 
Chem.  i.  107(  or  101). 
'  Schmogen,  Ber,  DeiUach.  Chem.  Ota.  xiiL  1915  ;  Erdmaiixi,  ih,  2180. 
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When  milk-sugar  is  heated  above  130°  it  acquires  a  yellow 
colour  and  at  180°  it  becomes  brown,  with  formation  of 
•amorphous  lactocaramel  and  separation  of  water. 

Milk-sugar  also  becomes  brown  on  heating  with  alkalis  and 
it  reduces  alkaline  copper  solution.  When  heated  with  am- 
moniacal  silver  solution,  the  reduced  metal  forms  a  mirror-like 
deposit,  and  this  reaction  is  used  for  silvering  glass.  When 
heated  with  water  milk-sugar  begins  to  decompose  at  105° — 
110°,  and  at  higher  temperatures  it  yields  the  same  products 
of  decomposition  as  are  found  in  the  case  of  cane-sugar 
(Hoppe-Seyler). 

When  placed  in  contact  with  water  and  sodium  amalgam 
it  yields  dulcite,  mannite,  isopropyl  alcohol,  and  secondary 
hexyl  alcohol.  If  boiled  with  dilute  sulphuric  acid  it  sphts 
up  into  equal  molecules  of  galactose  and  grape-sugar,  water 
being  eliminated.  When  heated  with  aqueous  oxalic  acid  to 
100°  it  is  unaffected,  thus  differing  from  cane-sugar,  and  by  this 
reaction  the  presence  of  the  latter  in  a  mixture  of  the  two 
sugars  can  be  detected.^ 

Milk-sugar  does  not  undergo  fermentation  in  the  presence 
of  pure  yeast,  but  it  is  decomposed  by  certain  schitzomycetes 
yielding  alcohol  and  lactic  acid,*  the  well-known  intoxicating 
drink  of  the  Tartars  called  koumiss  being  made  from  mare's 
milk.'  A  similar  drink  is  now  prepared  in  London,  Switzerland, 
and  other  places  from  cow's  milk,  and  much  used  as  a  dietetic 
for  invalids.  A  sample  of  koumiss  prepared  in  Davos  was  found 
on  analysis  to  possess  the  following  composition  : — 


Water 

Alcohol 

Lactic  acid    . 

Sugar   - 

Albuminates 

Butter 

Salts 

Carbon  dioxide 


90-346 
3-210 
0-190 
2105 
1-860 
1-780 
0-509 
0-177 

100177 


Old  Russian  koumiss  contains  more  lactic  acid  and  no  sugar.* 

*  Bouchardat,  Ann.  Chim.  Phys,  [4j,  xxvii.  75. 
'  Ijorin,  Freseniiis's  Zeitsch,  xviii.  107. 

*  For  its  preparation,  see  Pogg.  Ann.  xxzii.  210. 

*  Suter-Nitief;  JSer.  Deutseh.  Chem.  Ges.  v.  286. 
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Milk-sugar  is  used  for  various  purposes  in  medicine.  Its 
aqueous  solution  mixed  with  cow's  milk  in  certain  proportions 
forms  the  essential  feature  of  the  artificial  mother's  milk  now 
much  in  vogue.  Human  milk  contains  on  an  average  4  per 
cent,  of  milk-sugar. 

836  Metallic  Compounds  of  Milk-Sugar.  Milk-sugar  unites 
with  the  alkalis,  the  alkaline  earths  and  lead  oxide,  forming  com- 
pounds which,  like  those  of  cane-sugar,  dissolve  readily  in  water, 
but  are  insoluble  in  alcohol.  Like  cane-sugar  it  also  prevents 
the  precipitation  of  copper  oxide,  iron  oxide,  &c. 

JEthereal  Compounds  of  Milk-Sugar,  Milk-sugar,  like  cane- 
sugar,  contains  eight  hydrogen  atoms  which  are  capable  of 
replacement  by  acid  radicals. 

NUroxylactose,  K  milk-sugar  be  brought  into  a  cold  mixture 
of  concentrated  sulphuric  and  nitric  acids  and  water  be  then 
added,  a  precipitate  is  formed  which  crystallizes  in  glistening 
scales  from  solution  in  alcohol.^  According  to  Sokolow  this  is 
perUanitroocyladose,  Gi2B.rf{^0^fi^^;  it  melts  at  140°  and 
when  the  temperature  is  raised  to  ISG**  it  explodes.  At  the 
same  time  amorphous  trinitroocyladose,  G^^^g^NO^fi^^,  is 
formed;  a  body  melting  at  37**  and  at  1 10"  decomposing  with 
a  powerful  detonation.^ 

Oda^etolactosey  G^^^J^C^fi^fi^^^  is  formed  by  heating  milk- 
sugar  with  acetic  anhydride  and  precipitating  the  solution 
with  water,  when  tetracetolactose  remains  in  solution  and  when 
dried  forms  a  white,  deliquescent  granular  powder.*  The  octo- 
compound  is  also  obtained  by  heating  milk-sugar  together  with 
the  anhydride  and  anhydrous  sodium  acetate  to  100°.*  It 
crystallizes  from  a  mixture  of  alcohol  and  ethyl  acetate  in 
rectangular  tablets,  and  on  saponification  again  yields  milk- 
sugar.  According  to  Demole,  octacetolactose  is  also  formed 
by  the  employment,  instead  of  milk-sugar,  of  a  mixture  of 
grape-^ugar  and  galactose  obtained  by  the  action  of  boiling 
dilute  sulphuric  acid  on  milk-sugar.  Thus,  it  would  appear 
that  two  glucoses  may  be  re-united,  with  elimination  of  water, 
to  form  milk-sugar.^ 

»  Rcinsch,  Jahread.  1849,  470 ;  Vohl,  Auti.  Chem.  Pharm.  Ixx.  362. 

3  Cliem.  Centralb.  1882,  170. 

■  Schutzenberger  and  Nautlin,  Bull.  Soc,  Chim,  xii.  208. 

*  Herzfeld,  Ber.  D&uiecK  Chem.  Ges.  xiii.  266. 

^  Ber,  Dcutsch,  Chem.  Ots,  xii.  1936. 
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Melttose,  CigHggOii  +  SHjO. 

837  This  compound  forms  the  Australian  manna  which  exudes 
in  drops  from  the  Eucalyptus  mannifera  and  other  species  of 
eucalyptus  occurring  in  Tasmania  where  it  is  collected.  It  was 
first  examined  by  Johnston  in  1843,  who  assigned  to  the 
eucalyptus-sugar  the  formula  CijH^gO,^  and  also  showed  that 
it  contains  water  of  crystallization/  whilst  Berthelot,  who  studied 
it  more  closely  in  1856,  gave  it  the  name  it  now  bears.* 

For  the  preparation  of  melitose,  the  manna  is  dissolved  in 
hot  water,  the  solution  clarified  by  animal  charcoal,  and  the 
filtered  solution  then  allowed  to  crystallize.  It  forms  fine  felted 
needles,  which  give  up  two  of  their  molecules  of  water  at 
100"*  and  the  remaining  one  at  130°,  becoming,  however,  at  this 
temperature  yellow-coloured.  Melitose  has  a  slightly-sweet 
taste,  dissolves  in  cold  water  in  about  the  same  proportion  as 
mannite,  and  is  readily  soluble  both  in  hot  water  and  in  alcohol 
When  boiled  with  dilute  sulphuric  acid,  or  when  its  aqueous 
solution  is  allowed  to  ferment  in  presence  of  yeast,  it  spUts 
up  into  grape-sugar  and  eucalyn.' 

Melezitose,  C12H22O11  +  HjO. 

838  This  sugar  occurs  in  the  manna  of  Brian9on,*  which  in 
Southern  France  exudes  in  the  summer  from  the  young  twigs 
of  the  larch  (M^lkze,  in  French;  Abies  Larix)  and  is  used  as  a 
substitute  for  sugar.  Melezitose  is  also  found  in  turanibin,  a 
manna-like  substance  exuded  from  the  AUiazi  Mcmrorum^  a 
shrub  which  grows  in  Persia  and  Afighanistan.  This  species 
of  manna  is  brought  into  Lahore  where  it  is  used  as  a  pur- 
gative. It  contains,  beside  melezitose,  cane-sugar  and  a  syrupy 
matter.* 

Melezitose  is  extracted  from  larch  manna  by  boiling  out  with 
alcohol  and  is  then  recrystallized.  It  forms  small,  hard,  glisten- 
ing monoclinic  crystals,  which  are  about  as  sweet  as  grape-sugar 
and  efiloresce  in  the  air.  At  100°  they  lose  their  water  of 
crystallization  and  they  melt  at  140°.  When  boiled  with  dilute 
sulphuric  acid  melezitose  is  converted  into  grape-sugar. 

1  Mem,  Chem,  Soc.  i.  159.  *  Ann.  Chim.  Phys,  [8],  xlvi  66. 

«  Ann.  Chim.  Fhys.  [xvli.],  366. 

*  Berthelot,   Ann.  Chim.  Pkys.  [3],  Iv.  282. 

•  Villiera,  Cmnptes  Rend,  Ixxiiv.  36. 
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MyCOSE  or  TREflALOSE,  G^iJ^Oll  +  2HjO. 

839  In  1833  Wiggers  found  a  sugar  in  ergot  of  rye  {Claviceps 
purpurea),  but  its  properties  were  then  more  closely  studied  by 
Mitscherlichy  who  gave  to  it  the  name  mycose  (javko^,  fungus). 
Berthelot  then  examined  trehala  manna,  which  is  obtained  from 
the  nest  of  a  coleopterous  insect  (Lavinus  nidificans),  found  in 
Syria  upon  a  species  of  JSchinops.  The  larvse  live  en  the  sap,  but 
exude  the  partly-digested  food  in  order  to  make  their  nests.  This 
nest  is  bag-shaped  and  about  the  size  of  an  olive;  the  mass 
of  which  it  is  composed  consists,  together  with  a  peculiar  sugar, 
of  a  considerable  amount  of  starch,  some  gum,  and  other  sub- 
stances.^ In  the  East  this  trehala-manna  is  used  as  food  and 
in  Persia  it  is  known  as  nest-sugar.  Berthelot  proved  the 
distinct  nature  of  this  sugar  and  termed  it  trehalose,^  and  he 
afterwards  recognised  that  it  was  identical  with  mycose.* 

Trehalose  also  occurs  in  several  species  of  fungus,  as,  for 
example,  in  the  Agaricus  sidphureti^,  which,  when  dried,  contain 
10  per  cent,  of  this  substance.  In  Boletus  cyancUus  mannite 
occurs  together  with  mycose.* 

To  prepare  trehalose,  the  trehala  is  boiled  with  alcohol,  or 
the  fungus  is  extracted  with  water ;  the  solution  is  precipitated 
with  lead  acetate,  the  lead  removed  from  the  filtrate  by  means 
of  sulphuretted  hydrogen,  and  the  solution  then  evaporated 
to  a  syrup. 

Trehalose  forms  rhombic  crystals,  which  melt  when  heated 
to  100"",  and  at  130''  lose  their  water  of  crystallization  and 
solidify.  It  dissolves  easily  in  cold  water,  but  is  hardly  soluble 
in  cold  alcohol.  It  possesses  a  sweet  taste,  and  is  transformed 
into  grape-sugar  when  boiled  with  dilute  sulphuric  acid. 

Maltose,  C^jHaOu  +  H,0. 

840  As  early  as  1811  Eirchhoff  made  the  observation  that 
starch  may  be  converted  into  a  crystalline  sugar  by  treatment  with 
dilute  sulphuric  acid.^  Two  years  after  this  he  found  that  the 
albuminous  substance  contained  in  grain  is  also  able  to  effect 
this  change,  and,  further,  that  the  transformation  is  much  more 
speedily  effected  when  malted  grain  is  used.*     This  starch- 

^  Oonibert,  CimpL  Rend.  zlvi.  1218.         '  Ann,  Chim.  Phy$.  [8],  It.  271. 

*  Chim.  Org.  ii.  268.  «  Milntz,  Comfi.  Mend.  lxx?i  649. 

*  Sekufcigg.  lowm.  iv.  108.  •  lb.  zir.  889. 
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sugax,  which  Saussure  described  more  fully  in  1819,*  was  at 
a  later  date  considered  to  be  identical  with  grape-sugar,  until 
Dubrunfaut  pointed  out  that  the  sugar  from  malt  is  more 
difficultly  soluble  in  alcohol  and  exhibits  a  stronger  rotatory 
power  than  grape-sugar,  and  that,  therefore,  it  is  a  disUDct 
substance,  to  which  he  gave  the  name  of  maltose.*  The 
individuality  of  this  substance  was,  however,  first  completely 
established  by  the  researches  of  O'Sullivan.'  Maltose  is  abo, 
according  to  Dubrunfaut  and  others,^  the  first  product  of  the 
action  of  dilute  sulphuric  acid  on  starch  (see  Starch  and  Dextrin, 
pp.  654-563). 

Preparation.  For  the  preparation  of  maltose  2  kilograms  of 
potato-starch  are  rubbed  up  with  9  liters  of  cold  water  and  then 
heated  in  a  water-bath  until  it  forms  a  paste.  When  this  has  then 
cooled  down  to  60** — 65°,  from  120  to  140  grams  of  air-dried  malt 
are  added,  and  the  mixture  is  kept  at  this  temperature  for  an 
hour.  It  is  next  heated  to  the  boiling-point,  filtered  hot,  and  the 
filtrate  evaporated  in  shallow  dishes  until  it  attains  the  con- 
sistency of  a  syrup.  This  is  then  repeatedly  boiled  up  with 
90  per  cent,  alcohol.  After  a  portion  has  been  treated  thus 
once  or  twice  it  is  then  extracted  with  absolute  alcohol  and  the 
resulting  solution  is  evaporated  to  a  thin  syrup  which,  after 
some  days,  crystallizes.  The  operation  last  described  is,  how- 
ever, necessary  only  in  cases  where  crystallized  maltose  is  not 
to  be  had.  In  this  case  the  alcohol  is  distilled  off  from  the 
other  extracts,  the  liquid  evaporated  to  a  syrup,  and  a  small 
piece  of  crystallized  maltose  added.  After  the  lapse  of  firom 
three  to  five  days  the  whole  will  have  solidified  to  a  thick  paste, 
which  is  washed  with  methyl  alcohol,  thrown  on  to  the  filter 
pump,  again  washed  with  methyl  alcohol,  and  then  pressed. 
The  residue,  dried  as  completely  as  possible,^is  then  dissolved 
on  the  water-bath,  30  cbc.  of  water  being  employed  for  every 
100  grams  of  the  material,  260  cbc.  of  90  per  cent,  alcohol  are 
next  added,  the  liquid  filtered  hot,  and  the  filtrate  allowed  to 
crystallize.  The  product  is  then  further  purified  by  recrystal- 
lization  from  hot  alcohol  or  wood  spirit.^ 

Maltose  crystallizes  in  fine  needles  which  become  anhydrous 
at  100**,  yielding  an  extremely  hygroscopic  residue.  In  aqueous 
solution  it  undergoes  no  change  on  treatment  with  malt  extract, 

*  Ann.  Chim,  Phys.  xl  870.  •  AntL  Chim,  Phys,  xxL  178. 

>  Journ.  Chcnu  ^'oc  1872,  579  ;  1876,  i.  478  ;  see  also  Schnlze,  Ber.  DnUtdL 
Chem,  Qes,  vii.  1047.  *  Soxhlet,  Jwm.  Prakt,  Chem.  [21  xxi.  274. 
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but  when  boiled  with  dilute  sulphuric  acid  it  is  transformed 
into  grape-sugar.^  From  the  latter  it  is  distinguished  not  only 
by  its  stronger  rotatory  power,  but  also  by  being  less  soluble  in 
alcohol,  and  inasmuch  as  it  does  not  reduce  a  weak  acetic  acid 
solution  of  copper  acetate. 

THE  GLUCOSES. 

Grape  Sugar,  or  Dextrose,  C^B.^fi^, 

841  So  long  ago  as  1660,  Glauber  noticed  that  a  granular 
sugar  is  contained  in  honey,  in  raisins,  in  inspissated  must,  and 
in  the  juice  of  sweet  cherries.  This  substance  was  afterwards 
examined  by  ^various  cfiemists,  thus  Lowitz  pointed  out  that  it 
differs  from  cane-sugar  and  that  honey  contains  in  addition  a 
non-crystallizable  sugar,  whilst  Proust  in  1802  showed  that  the 
crystalline  sugar  of  honey  is  identical  with  grape-sugar,  and 
he  classed  cane-sugar,  grape-sugar,  and  the  non-crystallizable 
sugars,  as  distinct  substances. 

As  has  been  already  stated,  Kirchhoff  found  in  1811,  that 
starch  may  be  transformed  into  a  sugar,  and  Braconnot  in  the 
same  year  obtained  it  from  linen  rags. 

More  exact  knowledge  of  these  several  varieties  of  sugar  was 
obtained  first,  by  the  optical  researches  of  Biot,  and  secondly 
by  the  more  extended  researches  of  Dubninfaut. 

The  name  glucose  was  suggested  by  Dumas,  whilst  Berthelot 
termed  the  left-handed  or  fruit  sugar,  laevulose,  and  Eekul^ 
then  designated  the  dextro-rotatory  grape-sugar  by  the  appro- 
priate name  of  dextrose.* 

As  already  described  under  cane-sugar,  dextrose  is  very 
widely  distributed  throughout  the  vegetable  kingdom,  occurring 
almost  invariably  together  with  an  equal  quantity  of  laevulose 
forming  invert-sugar,  cane-sugar  being  also  usually  present 
(p.  497).  The  last-named  sugar  does  not,  however,  occur  in 
ripe  grapes  and  cherries,  these  containing  from  9*5  to  17  per 
cent,  of  invert-sugar.  The  amount  of  sugar  and  of  acid  con- 
tained in  the  various  varieties  of  fruits  has  been  determined  by 
Fresenius  *  and  by  Buignet.* 

Dextrose  is  sJso  normally  contained  in  small  quantity 
in  variotis  animal  fluids  and  tissues,  occurring  for  example 
in    the    chyle,    in    the    allantoic    fluid,    in    urine,    in    the 

^  Compare  Meissl,  Joum.  PraJct.  Chem,  [2],  xxt.  123.  '  Lehrb.  ii.  830. 

•  Ann.  Chem.  Pharm,  cu  219.  *  Ann,  Chim,  Phys.  [3],  Ixi.  283. 
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liver,  in  eggs,  &c.  In  cases  of  diabetes  mellitus  the  urine 
contains  as  much  as  from  8  to  10  per  cent,  of  grape-sugar, 
so  that  in  the  course  of  twenty-four  hours  the  quantity  of 
sugar  eliminated  often  amounts  to  as  much  as  500  grams. 
Dextrose  is  also  very  frequently  formed  as  a  product  of  decom- 
position of  the  glucosides,  a  numerous  class  of  bodies  occurring 
chiefly  in  the  vegetable  kingdom.  These  by  the  action  of  dilute 
sulphuric  acid  or  of  certain  ferments,  are  transformed,  with 
assumption  of  water,  into  dextrose  and  other  compounds.  Some 
yield  isomeric  glucoses  in  place  of  dextrose.  Dextrose  is  also  a 
decomposition  product  of  myronic  acid. 

For  the  preparation  of  small  quantities  of  dextrose  many 
recipes  have  been  given.  Of  these  the  following  yields  a  very 
pure  product.'  A  mixture  of  500  cbc.  of  90  per  cent,  alcohol, 
and  20  cbc.  of  fuming  hydrochloric  acid  is  heated  to  45'',  and  to 
this  160  grams  of  finely  powdered  cane-sugar  are  added  in  small 
quantities  at  a  time,  the  heat  being  kept  up  till  the  whole  is 
dissolved.  After  standing  for  about  a  week,  crystals  begin  to 
appear ;  the  mixture  is  then  frequently  agitated,  and  after 
about  two  days,  a  sufficient  quantity  of  crystals  having  formed, 
the  mother-liquor  is  removed  by  means  of  the  filter  pump.  By 
means  of  these  crystals  the  separation  of  the  sugar  in  its  prepa- 
ration in  larger  quantity  may  be  accelerated.  For  the  prepara- 
tion of  a  kilogram  of  the  sugar,  12  liters  of  alcohol  of  90  per 
cent,  and  480  cbc.  of  fuming  hydrochloric  acid  are  heated  on  the 
water-bath  to  45^  and  4  kilograms  of  powdered  sugar  added. 
When  the  whole  is  dissolved,  the  mixture  is  allowed  to  cool,  and 
the  crystals  obtained  in  the  previous  preparation  are  then 
introduced,  and  the  mixture  frequently  stirred  round.  A  con- 
siderable quantity  of  very  finely  divided  crystals  separate  out  in 
the  course  of  twelve  hours,  and  after  Standing  for  twenty-four 
hours  longer,  the  crystalline  powder  is  separated  from  the 
mother-liquor  by  the  filter  pump,  and  washed  with  alcohol  until 
all  the  hydrochloric  acid  is  removed.  Other  methods  of  prepa- 
ration have  been  described  by  Miiller  •  and  by  Otto.* 

842  Manufacture  of  Starch  Sugar.  Dextrose  is  prepared  on 
the  large  scale  by  boiling  starch  with  water  containing  from  1 — 2 
per  cent,  of  sulphuric  acid,  the  operation  being  best  conducted 
under  pressure.  The  boiling  is  continued  some  little  time  after 
all  the  starch  has  disappeared,  in  order  to  allow  of  the  conver- 

1  Soxhlet,  Joum.  Prakt.  Chem. 

«  Joum,  Prakt.  Chan.  12],  xxvl  78,  *  lb.  87. 
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sion  into  sugar  of  the  dextrine  which  is  first  formedi  this  change 
however  being  in  no  case  complete.  The  liquid  is  then  neutral- 
ized with  chalk  or  very  finely-ground  limestone,  the  filtrate 
decolorized,  if  necessary,  with  animal  charcoal,  and  the  solution 
evaporated,  when  the  gypsum  present  in  the  liquid  first  separates 
out.  This  is  allowed  to  settle,  and  the  clear  liquid  is  concentrated 
in  a  vacuum-pan  until  the  point  is  reached  at  which  it  solidifies 
on  cooling.  As  dextrose  readily  forms  supersaturated  solutions, 
its  separation  is  accelerated  by  the  addition  of  crystals  of  starch- 
sugar  to  the  hquid.  The  material  thus  obtained  contains  in 
addition  to  water,  dextrines  and  other  products,  the  nature 
of  which  is  not  yet  known.  These  are  not  fermentable,  and 
they  act  upon  the  organism  in  a  similar  manner  to  fusel  oil 
(Vol.  III.,  Part  L,  pp.  148-288).  The  presence  of  the  dextrines, 
which  do  not  act  injuriously,  is  due  to  the  fact  that  these  are 
the  first  products  into  which  the  starch  is  transformed,  they  being 
in  turn  transformed  into  dextrose.  This  latter  change  proceeds 
more  quickly  and  completely  according  as  the  strength 
of  the  acid  used  is  greater,  the  action  longer,  and  the 
temperature  to  which  the  mixture  is  brought  higher.  When 
the  final  amount  of  starch  decomposed  to  sugar  varies  from 
about  40  to  50  per  cent,  of  the  whole,  the  rate  of  change  is 
proportional  to  the  time  allowed  for  the  action.  In  the  later 
stages  of  the  operation  the  rate  diminishes  rapidly,  so  that  the 
conversion  of  all  the  starch,  even  if  under  the  circumstances  it 
be  possible,  takes  a  long  time.  The  cause  of  this  slow  action  is 
to  be  ascribed  to  the  amount  of  the  resistance  to  change  which 
the  dextrines  exhibit  in  contact  with  dilute  acids.^  Many 
attempts  have  been  made  to  purify  starch-sugar  by  re-crystalli- 
zation and  removal  of  the  mother-liquor  by  pressure,  as  this 
cannot  be  effected  by  the  centrifugal  machine,  because  molasses 
are  firmly  inclosed  between  the  plates  of  the  sugar  crystals. 

Behr  has  recently  made  the  important  observation  that  when 
a  few  crystals  of  anhydrous  grape-sugar,  prepared  by  crystalliza- 
tion from  alcoholic  solution,  are  dropped  into  a  solution  of  the 
sugar  of  sufficient  concentration,  heated  to  30"" — 40^  the  dextrose 
separates  in  anhydrous  prisms.  These  are  also  formed  when  a 
aolution  of  the  moderately  pure  sugar  is  kept  for  some  time  at 
this  temperature.  The  mother-liquor  may  be  readily  removed 
from  these  by  drying  in  the  centrifugal  machine.' 

1  Allihn,  Joum.  Prakt  Ckem.  [2],  xxu.  96. 

^  Chem,  News,  zly.  179;  Ber,  LeuUck,  Chem.  Ges.  xt.  1104 ;  see  also  Hesse, 
i5.  XT.  2349. 


Digitized  by 


Google 


640  CARBOHYDRATES. 


In  order  to  prepare  pure  dextrose  from  commercial  starch- 
sugar,  the  organic  salts  present  must  be  decomposed  by  means 
of  hydrochloric  acid.  The  sugar  is  shaken  with  85  per  cent 
alcohol  to  which  3  per  cent,  of  hydrochloric  acid  has  been 
added,  when  it  becomes  changed  into  a  crystalline  powder, 
whilst  the  liquid  itself  forms  thin  brown  molasses.  The  liquid 
is  removed  by  means  of  the  filter  pump,  and  the  residue  washed 
first  with  neutral  alcohol  of  85  per  cent,  and  finally  with  such  a 
alcohol  of  90 — 95  per  cent,  this  operation  being  naturally  best 
performed  on  the  filter  pump.  The  brown  molasses  solution 
also  deposits  on  standing  pure  dextrose  in  nodules.^ 

843  Properties.  Dextrose  crystallizes  from  aqueous  solution 
with  one  molecule  of  water  in  thin  six-sided  scales  which 
are  aggregated  in  nodular-  or  cauliflower-like  masses.  From 
alcoholic  solution  anhydrous  microscopic  needles  are  obtained 
(Dubrunfaut)  whilst  from  hot  aqueous  methyl  alcohol,  possessing 
at  20°  a  specific  gravity  of  0*825,  triclinic  prisms  crystallize 
out,  these  usually  being  formed  as  twins.* 

Dextrose  dissolves  at  the  ordinary  temperature  in  about  1*2 
parts  of  water,  whilst  in  boiling  water  it  is  more  readily  soluble. 
One  hundred  parts  of  alcohol  of  specific  gravity  0'837  dissolve 
1*94  parts  of  dextrose  at  IT'^'S,  and  21  '7  parts  at  the  boiling- 
point.  Grape-sugar  has  a  taste  that  is  less  sweet  than  that  of 
cane-sugar,  the  sweetness  of  this  latter  as  compared  with  pure 
dextrose  being  according  to  Behr  in  the  proportion  of  1*66  :  1. 

Anhydrous  grape-sugar  melts  at  146°  and  passes  at  170**  into 
glu^cosan,  CgH^^iOg  or  C^^^O^q,  a  colourless  mass  possessing 
hardly  any  sweet  taste,  and  being  again  converted  into  dextrose 
when  boiled  with  dilute  acids.* 

If  a  solution  of  dextrose  in  alcohol  be  cooled  in  ice,  and  then 
saturated  in  the  dark  with  hydrochloric  acid,  diglucose,  G^JBi^O^^, 
is  produced,  forming  a  very  hygroscopic  gum-like  mass.  When 
this  is  heated  with  water  to  160°,  it  passes  into  a  sugar,  CgHuO^, 
which  diflfers  from  dextrose  in  that  it  possesses  a  very  sweet 
taste,  and  it  undergoes  fermentation  only  with  great  difficulty.* 

In  aqueous  solution  dextrose  is  reduced  to  mannite  by  the 
action  of  sodium  amalgam.*  At  the  same  time,  ethyl  alcohol, 
secondary  propyl  alcohol,  hexyl  alcohol,  and  lactic  acid  are  also 

*  Schwarz,  Dingler's  PoIyL  Joum.  ccv.  427. 

*  Soxhlet  and  Brezina,  Joum.  Prakt.  Chan,  [2],  xxL  247. 

*  Gelis,  Oompt.  JUnd.  li.  381. 

*  Gautier,  null.  Soc.  Chini,  [2],  xxii.  145. 

*  Dewar,  Phil.  Mag.  [4],  zxxix.  845. 
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formed*  The  substance  last  named  is  produced  by  the  action  of 
the  caustic  soda  fonned,  for,  if  grape-sugar  be  heated  on  the 
water-bath  with  soda-ley,  a  violent  reaction  commences  at  90° 
accompanied  by  increase  of  temperature,  and  lactic  acid  is 
formed,  together  with  some  formic  acid,  pyroCatechin,  and  other 
products.* 

Dextrose,  like  cane-sugar,  prevents  the  precipitation  by 
alkalis  of  various  metallic  salts.  From  solutions  containing 
gold  and  silver  these  metals  are  precipitated  by  dextrose  on 
warming,  whilst  from  an  ammoniacal  silver  solution  the  metal 
is  precipitated  as  a  silver-mirror.  Hence  grape-sugar  is  used 
for  silvering  mirrors  and  other  glass  articles. 

844  Fehling's  Reaction.  If  to  a  solution  of  dextrose,  first 
potash-ley  and  then  copper  sulphate  be  added,  a  deep  blue 
solution  is  obtained  which  gradually  in  the  cold,  and  instan- 
taneously on  heating,  yields  a  precipitate  of  red  cuprous 
oxide.  This  reaction  is  so  delicate  that  O'OOOOl  gram  of 
grape-sugar  may  be  recognized  by  the  formation  of  a  pre- 
cipitate and  O'OOOOOl  by  the  red  coloration  of  the  solu- 
tion.' If  to  a  solution  of  grape-sugar,  there  be  added  copper 
sulphate  solution,  soda-ley  and  an  alkaline  acetate,  a  precipita- 
tion of  cuprous  oxide  also  occurs  on  warming.  Upon  this 
reaction  Barreswil*  and  Fehling*  have  grounded  a  method  for 
the  volumetric  estimation  of  sugar,  and  this  has  been  further 
worked  upon  and  improved  by  various  other  chemists.  It  was 
formerly  considered  that  one  molecule  of  anhydrous  dextrose 
had  the  power  of  reducing  five  molecules  of  cupric  oxide  to 
cuprous  oxide,  but  according  to  Soxhlet  this  is  not  correct,  as  the 
quantity  of  cuprous  oxide  formed  is  dependent  upon  the 
concentration  of  the  solution  and  upon  other  circumstances. 
In  the  application,  therefore,  of  this  reaction  to  the  estimation 
of  grape-sugar,  care  must  be  taken  always  to  work  as  nearly  as 
possible  under  the  same  conditions.  For  further  details  the 
subjoined  memoirs  may  be  consulted. 

Oth&r  Methods  of  Detection  and  Estimation.    When  a  solution 
of  mercury  cyanide,  to  which  caustic  soda  solution  has  been 

•  Bonchardat,  Ann.  Chim.  Phya.  [4],  xxvii.  87. 

»  Hoppe-Seyler,  Ber.  Dtutsek,  Chem.  Ges.  iv.  846. 

•  Trommer,  Ann,  Chein.  PharvL  zxxiz.  361. 

•  Joum.  Pharm.  vL  361. 

•  Ann.  Chem.  Pharm,  Ixxii.  106 ;  cvi.  75. 

•  Jaum  Praki.  Chem.  [2],  xxi.  254. 

'  Soxhlet,  loe.  cit.  289 ;  Allihn,  ib,  [2],  xxii,  52 ;  Heron  and  Brown,  Chem, 
Soe.  Trans.  1879,  602. 
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added,  is  boiled  with  grape-sugar,  metallic  mercury  is  precipi- 
tated, and  Knapp  has  applied  this  reaction  to  the  volumetric 
estimation  of  dextrose,^  whilst  in  place  of  the  cyanide  Saochse 
has  substituted  a  solution  of  potassium  mercuric  chloride.* 
Sozhlet,  who  has  further  worked  out  this  method,  has  deter- 
mined the  conditions  under  which  reliable  results  can  be 
obtained  by  titration  with  alkaline  mercury  solution.^ 

If  dextrose  be  boiled  with  caustic  soda  solution  and  basic 
bismuth  nitrate  then  added,  bismuth  separates  out  as  a  black 
powder.^  This  reaction  is  useful  in  the  detection  of  grape-sugar  in 
urine,  as  the  bismuth  solution  is  not  reduced  either  by  uric  acid  or 
by  creatinine,  as  is  the  case  with  copper  solution.  If,  however, 
the  urine  contains  albuminous  bodies  in  which  sulphur  is 
present,  black  sulphide  of  bismuth  will  be  formed,  and  these 
albuminous  matters  must  therefore  be  removed  before  the  test  is 
applied.  For  this  purpose  freshly  precipitated  basic  bismuth 
acetate  is  dissolved  in  hot  potassium  iodide  solution  with 
addition  of  a  little  hydrochloric  acid.  This  liquid  is  then  added 
to  the  urine,  which  has  been  previously  acidified  with  hydro- 
chloric acid,  the  precipitate  which  is  formed  filtered  oflF,  the 
filtrate  supersaturated  with  caustic  potash,  and  then  heated 
to  the  boiling  point.* 

When  a  solution  containing  potassium  ferricyanide  and  an 
excess  of  grape-sugar  is  heated,  and  baryta-water  then  added, 
the  solution  becomes  colourless  from  formation  of  potassium 
ferrocyanide.  If  a  solution  of  dextrose  to  which  caustic  soda 
has  been  added,  be  heated  to  90^  and  then  a  few  drops  of  a 
solution  of  picric  acid  added,  a  red  coloration  is  produced  from 
formation  of  picramic  acid.  Laevulose  and  milk-sugar  give  the 
same  reaction,  but  neither  cane-sugar  nor  mannite.^ 

When  an  aqueous  solution  of  dextrose  is  heated  with  chlorine 
or  bromine  and  then  with  silver  oxide,  care  being  taken  not 
to  add  an  excess  of  the  latter,  a  solution  of  gluconic  acid, 
CjHjgOy  is  formed,  and  this  on  evaporation  remains  behind 
as  a  syrup.  It  is  a  monobasic  acid,  but  like  the  saccharoses 
it  yields  so-called  basic  salts.^ 

^  Arm,  Ckem.  Pharffi.  cUt.  262. 

'  Farbttoffe,  KohlenhydraU,  &c.,  Leipzig,  1877,  p.  214.  •  Loc  cU.  800. 

4  Bdttger,  Jourr^,  Prakt^  Chem.  li.  431  ;  see  also  Fm&qni  and  Yyverl,  iVv- 
tmiu^  Zeilsch,  v.  268.  *  Briicke,  Fraeniiu'  Zeitsch,  xv.  101. 

*  Stahlschmidt,  Ber.  Deuiach.  Chem,  Oes,  I  HI, 

'  Braoji,  Frmeniua*  ZeiUeh,  It.  187.  . 

'  Ulasiwetz  u  Habermann,  Ann.  Chem.  Pharm,  civ.  121 ;  clviii.  257  ;  oIziL 
301 ;  Kiliani,  ib,  ocv.  182 ;  Orieflshammer,  Jahreab,  1879,  852. 
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845  Calcium  Gluconate,  {G^yfi^)fidk  +  2HjO,  crystallizes  in 
small  needles  united  in  warty  masses.  If  slaked  lime  be  added 
to  its  lukewarm  solution,  the  liquid  filtered  and  then  heated  to 
boiling,  the  salt  OgH^^O^Ca  is  almost  completely  precipitated. 

On  treatment  with  silver  oxide  and  water  gluconic  acid  is 
easily  oxidized  to  glycolic  acid,  and  by  the  action  of  commercial 
nitric  acid  it  yields  saccharic  acid,  oxalic  acid,  and  cassonic  add, 
CgHgOy.  The  last  named  acid,  which  may  also  be  obtained 
from  sugar,  forms  a  syrup  and  is  dibasic.^ 

Faragltuxmic  Acid  is  produced  when  gluconic  acid  is  left  in 
contact  for  a  long  time  with  nitric  acid  of  specific  gravity  1*3. 
It  likewise  forms  a  syrup,  but  is  distinguished  from  gluconic 
acid  by  the  fact  that  it  forms  crystalline  salts  with  the  alkali 
metals,  and  non-crystalline  salts  with  those  of  the  alkaline 
earths,  whilst  vdth  the  first  named  acid  the  reverse  is  the  case.^ 

Uses  of  Starchr-sugar.  Starch-sugar  is  made  use  of  in  the 
doctoring  of  wine.  This  treatment  consists  in  diluting  the 
sour  must  with  water  until  the  liquid  contains  only  so  much 
acid  as  is  present  in  the  juice  of  the  good  ripe  grape,  then 
adding  the  requisite  quantity  of  sugar,  and  subjecting  the  liquor 
to  fermentation.  As  ordinary  starch-sugar  always  contains 
a  large  amount  of  unfermentable  material  which  is  strongly 
dextro-rotatory,  doctored  wine  can  easily  be  recognised  by  means 
of  the  polariscope.^  A  vinous  drink  is  also  obtained  by  another 
system,  the  grape  skins  being  covered  with  a  solution  of  starch- 
sugar  solution  and  the  liquid  then  allowed  to  ferment. 

Starch-sugar  is  also  used  as  a  substitute  for  malt  in  the 
brewing  of  beer,  in  confectionery,  for  making  table-syrups, 
artificial  honey,  &c.  The  solid  sugar  is  also  employed  for  the 
adulteration  of  powdered  cane-sugar,  and  in  the  preparation  of 
caramel.  It  likewise  is  used  in  calico-printing,  for  the  reduction 
and  fixation  of  indigo. 

846  Metallic  Cc/mpounda  of  Dextrose.  If  sodium  ethylate  be 
added  to  a  solution  of  dextrose  in  absolute  alcohol,  a  precipi- 
tate of  CeHjiNaOe  is  obtained,  which  on  drying  forms  a  friable 
exceedingly  deliquescent  powder.* 

Lime  and  baryta  dissolve  readily  in  a  solution  of  dextrose 
forming  diflferent  compounds  according  to  the  quantity  of  the 

^  Siewert,  Jahresh.  1859,  648 ;  H5iiig,  ib.  666. 

'  Honig,  Manatsh,  Cfhem.  i.  49. 

'  Neubaner,  Freaenius*  Zeitsek.  Cfiem,  zv.  186. 

*  Honig  and  Rosenfeld,  Ber,  DetUwh.  Chem,  Oes,  z.  871. 
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base  present,  and  these  products  are  precipitated  on  the  addition 
of  alcohol.  Dextrose  also  combines  with  copper  oxide  forming 
several  compounds.^ 

Grape-sugar  likewise  unites  with  common  salt,  giving  rise  to 
a  variety  of  compounds ;  2CgHjgOg+NaCl+H20  is  frequently 
deposited  from  diabetic  urine,  and  is  easily  obtained  in  large 
hexagonal  crystals  by  allowing  a  concentrated  solution,  containing 
the  constituents  in  the  above  proportion,  to  stand.  Dextrose 
also  combines  with  sodium  bromide,  but  does  not  form  compounds 
with  the  iodide. 

Ethereal  Compounds  of  Dextrose.  Dextrose  contains  five 
alcoholic  hydroxyls,  whose  hydrogen  is  capable  of  replacement 
by  acid  radicals. 

Dextrose  Sulphuric  Add.  Dextrose  dissolves  in  cold  concen- 
trated sulphuric  acid  without  coloration,  forming  a  dextrose 
sulphuric  acid  which  yields  soluble  salts,  and  soon  splits  up, 
in  aqueous  solution,  into  the  constituents  firom  which  it  has  been 
obtained.* 

When  dextrose  is  dissolved  in  chlorsulphonic  acid,  four-sided 
prisms  are  deposited  after  some  little  time,  consisting  of  the 
chloride  CgH7Cl(S0^H)^0g.  Milk-sugar,  starch,  dextrine,  and 
cellulose  also  yield  this  compound  when  similarly  treated. 
Cold  water  transforms  this  into  the  very  unstable  dextrose  tetra- 
sulphuric  acid,  CgH7(0H)(S0^H)^0^  which  forms  amorphous 
salts.  When  the  aqueous  solution  of  this  acid  is  warmed  dextrose 
is  again  formed.  If,  however,  the  decomposition  takes  place 
at  the  ordinary  temperature,  dextrose  trisulphuric  acid 
C5Hy(OH)2(SO^H)30^,  is  formed  as  a  first  product.  Its  salts  are 
amorphous  and  have  a  weaker  power  of  rotation  than  those  of 
the  tetra-compound.* 

Acetates  of  Dextrose.  When  dextrose  is  boiled  with  acetic 
anhydride,  diaceto-dextrose,  Cfi^Q{Cfifi)^OQ,  and  triacetodextrose^ 
C^S^{C^S^O\0^,  are  formed.  These  compounds,  both  of  which 
are  amorphous,  may  be  separated  by  means  of  benzene,  in  which 
the  last  named  is  alone  soluble.^  K  dextrose  be  heated  with 
anhydrous  sodium  acetate  and  acetic  anhydride  to  100*  octaeeto- 
diglucose,  G'^^^(SiJ3^0)fiy^,  is  formed,  and  this  crystallizes  from 

1  Salkowski,  Zeitaeh,  Physiol  Chem,  iii.  79 ;  Fileti,  Ber.  DeuJtsch.  Chem,  Oft. 
Tiii.  441. 

*  Peligot,  Ann,  Chem.  Pharm.  xxx.  79. 

»  Claesaon,  Joum.  Prakt,  Chem.  [2],  xx.  18. 

^  Schiitzenberger  and  Nandin,  Bull.  Soc.  Chim,  xii.  204. 
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ether  in  cauliflower-like  masses.  It  melts  at  134''  and  on 
saponification  yields  diglucose  (p.  540).^ 

By  heating  dextrose  with  glacial  acetic  acid  to  100"  for  fifty 
hours,  Berthelot  obtained  a  liquid  possessing  an  exceedingly 
bitter  taste.  This  he  supposed  to  be  a  hexacetyl  compound,  but 
it  is,  however,  more  probably  pentaceta-deoctrose,  C^^C^^^)^^' 
Hydrochloric  acid  decomposes  it  into  acetic  acid  and  dextrose. 

In  a  similar  way  Berthelot  has  prepared  ethereal  compounds 
of  dextrose  containing  other  fatty  acids.^ 

Acetochlorhydrose,  or  Acetoehlordextrose,  CQKjCl(C^fi)fiQ, 
is  obtained  by  the  action  of  acetyl  chloride  on  anhydrous 
grape  sugar.  It  forms  a  semi-fluid  mass,  which  sometimes  be- 
comes crystalline,  and  is  insoluble  in  water.'  Cold  concentrated 
nitric  acid  converts  it  into  aceto-nitrose  or  nitroxyacetodextrose, 
C^(^0^{C^S^O)fi^  which  crystallizes  from  a  mixture  of 
ether  and  alcohol  in  prisms  or  large  tables.^ 


L£vuL0SE,  OR  Fruit  Sugar,  C^^fi^, 

847  The  history  and  modes  of  occurrence  of  this  substance 
have  already  been  given  (p.  537). 

For  the  preparation  of  laevulose  the  invert-sugar  obtained 
when  cane-sugar  is  heated  with  dilute  sulphuric  acid  or  hydro- 
chloric acid  is  used.  This  inversion  proceeds  only  in  dilute 
solutions,  and  the  heating  must  not  be  continued  too  long  or 
by-products  will  be  formed.  According  to  Nicol,  complete 
inversion  is  accomplished  by  dissolving  3  grams  of  sugar  in  4  cbc. 
of  water,  adding  20  drops  of  hydrochloric  acid  of  specific 
gravity  I'll,  and  heating  the  mixture  on  the  water-bath  for 
thirty  minutes.'^ 

To  obtain  the  pure  invert-sugar  from  the  product  obtained  by 
the  action  of  sulphuric  acid,  the  acid  must  be  removed  by  means 
of  barium  carbonate ;  or  when  hydrochloric  acid  has  been  used 
the  solution  is  treated  with  silver  oxide  and  the  filtrate  precipi- 
tated by  sulphuretted  hydrogen. 

On  evaporating  these  solutions,  the  invert-sugar  is  left 
behind  as  a  colourless  syrup.  In  the  dark  this  remains  un- 
changed, but  on  exposure  to  light  dextrose  separates  out,  and  in 

1  Fmnchimont,  Ber,  DeuUeh.  Chem,  Ges,  xii.  1910 ;  Hezfeld,  xiiL  2C5. 
»  Ann.  Chim.  Phys.  [3],  Ix.  89.  *  Colley,  C&mpl.  Jisnd.  Ixx.  401. 

*  Jb.  Ixxvi.  437.  »  FreteniM^  ZeiUeh.  xiy.  177. 
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larger  quantity  the  more  intense  the  light  is.^  Honey,  which 
consists  principally  of  invert-sugar,  exhibits  a  similar  behayiour. 

To  prepare  Isevulose  from  the  invert«sugar  the  following 
plan  is  recommended  by  Dubrunfaut.  Ten  grams  of  the 
sugar  are  dissolved  in  100  cbc.  of  water,  cooled  down  by  ice- 
cold  water,  and  agitated  with  6  grams  of  finely-divided  slaked 
lime.  The  difficultly  soluble  lime  compound  of  IsBvulose  which 
is  thus  formed  separates  out,  whilst  the  corresponding  dextrose 
compound  remains  in  solution,  and  this  latter  may  easily  be 
removed  by  repeated  pressing,  &c.  The  lime  compound  is  then 
decomposed  by  means  of  oxalic  acid  or  carbon  dioxide.* 

Another  method  has  been  given  by  Girard,  for  the  details  of 
which  the  original  paper  may  be  consulted.' 

Pure  Isevulose  is  also  obtained  from  inulin,  C^^qO^  a  substance 
which  occurs  in  various  plants  (p.  566),  or  from  its  isomeride 
laevulan,  which  is  found  in  the  molasses  of  beetroot  sugar,  by 
treating  these  substances  with  dilute  sulphuric  acid. 

Laevulose  remains,  on  concentrating  its  solution,  as  a  thick  syrup 
which  does  not  deposit  crystals  on  keeping,  and  indeed  it  was 
believed  that  Isevulose  could  not  be  obtained  crystallized,  until 
Jungfleisch  and  Lefranc  succeeded  in  preparing  it  in  this  form. 
For  this  purpose  the  syrup  is  repeatedly  treated  with  cold 
absolute  alcohol,  to  remove  water  and  certain  admixtures.  The 
residual  syrup  on  being  kept  for  some  time  in  a  cold  place 
gradually  deposits  crystals  and  at  last  completely  solidifies.  This 
is  then  dissolved  in  hot  alcohol  when,  on  cooling,  the  greater  part 
of  the  laevulose  separates  out  as  a  syrup,  but  the  mother-liquid 
yields,  on  further  cooling,  crystalline  Isevulose  in  thin  needles, 
concentrically  grouped  and  possessing  a  silky  lustre.  Laevulose 
may  also  be  crystallized  from  aqueous  solution,  by  bringing  into 
the  liquid  a  few  of  the  crystals  obtained  as  above  described.^ 
Crystalline  Isevulose  melts  at  95"",  it  is  readily  soluble  in  water 
and  dilute  alcohol,  and  possesses  a  taste  as  sweet  as  that  of  cane- 
sugar.  By  the  action  of  sodium  amalgam  and  water  it  is  trans- 
formed into  mannite,  which  is  identical  with  the  mannite  found 
in  nature,  and  also  with  that  obtained  from  dextrose.'  Like  the 
last-named  substance  it  reduces  many  metallic  salts,  but  it 
differs  from  it  in  that  Isevulose  is  less  easily  fermentable  on 

*  Scheibler,  Jahreib.  1863,  574.  «  Bull  Soe.  Chim.  xiii.  860. 
»  lb.  xxxiii.  154.                                                 *  Compt.  Rend,  xciii.  547. 

*  Krusemann,  Ber,  DetUsch.  Chem.  Oes,  ix.  1465  ;  Munts  and  Aubin,  Anr^ 
Chim,  Phys.  [5],  x.  559 ;  Eug.  Peligot,  CompL  Bend,  zc.  153. 
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addition  of  yeast,  so  that  in  a  fermenting  solution  of  invert-sugar 
the  dextrose  first  disappears.  Lsevulose  has  the  power  of 
reducing  copper  oxide  in  the  same  proportion  as  dextrose,  but 
the  boiling  must  be  kept  up  for  thirty  minutes  (Allihn).  It 
differs,  however,  from  dextrose,  inasmuch  as  that  when  treated 
in  aqueous  solution  with  chlorine  or  bromine  it  does  not  yield 
gluconic  acid,  but  is  oxidised  to  glycolic  acid. 

When  Iffivulose  is  heated  to  170^  it  is  converted  into 
amorphous  IcBvulosan,  CeH^^Og.  This  substance  is  also  obtained, 
together  with  dextrose,  when  cane-sugar  is  heated  (p.  523),  and 
if  to  a  solution  of  the  mixture  yeast  be  added,  the  grape  sugar 
alone  enters  into  fermentation,  and  the  Isevulosan  remains  behind. 
On  boiling  with  dilute  acids  kevulosan  is  again  converted 
into  ksvulose. 

848  Metallie  Compounds  of  LoBVulose.  The  most  important  of 
these  is  the  calcium  salt  already  mentioned,  possessing  the  formula 
CeH9(CaOH)jOg.  This  forms  acicular  prisms  which  require 
more  than  333  parts  of  cold  water  for  solution.  If  from  12  to 
15  grams  of  slaked  lime  be  shaken  up  with  a  6  to  8  per  cent, 
solution  of  Isevulose,  at  20*  filtered  quickly,  and  the  filtrate  cooled 
down  to  0^  crystals  are  obtained  of  CeHii(CaOH)Oe  +  ^B^O ; 
these  dissolve  at  15**  in  137  parts  of  water.^ 

By  boiling  a  solution  of  invert-sugar  with  lime  E.  Peligot 
obtained  a  body  which,  according  to  him,  is  isomeric  with  cane- 
sugar,  and  to  which  he  gave  the  name  of  saccharin^  Scheibler 
has  however  found  that  this  substance,  which  may  be  obtained 
from  either  dextrose  or  from  kevulose,  but  more  easily  from  the 
latter,  has  the  formula  C^Hj^O^  and  is  the  anhydride  or  lactone 
of  monobasic  saccharic  acid,  C^^fi^.^  Saccharin  is  also  formed 
when  a  solution  of  invert-sugar  is  allowed  to  stand  in  contact 
with  lime  for  some  months.*  It  also  occurs  in  the  molasses  of 
beet-root  sugar.  It  dissolves  readily  in  water,  possesses  a  saline 
bitter  taste,  and  crystaUizes  in  large  rhombic  prisms,  which  melt 
at  160 — 161^  and  at  a  higher  temperature  sublime  with  partial 
decomposition.  It  is  dextro-rotatory,  and  exhibits  a  neutral 
reaction,  but  its  solution  becomes  acid  on  standing  for  some  time, 
this  change  taking  place  more  quickly  if  the  liquid  be  heated. 
This  change  is  due  to  the  formation  of  saccharic  acid,  which 
however  has  not  been  obtained  in  the  pure  state,  as  it  easily 

^  Eng.  Peligot,  CompL  Rend.  xc.  153.  '  Compt.  lUnd,  Ixxxix.  918. 

>  Ber.  DeuUeh.  Chan.  Gts.  xiii.  2212.  «  Kiliani,  ib.  xt.  2953. 
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splits  up  into  water  and  saccharin.  The  salts  of  saccharic  acid 
are  Isevo-rotatory,  and  many  of  them  crystallize  well) 

If  saccharin  be  heated  with  phosphorus  and  hydriodic  acid,  it 
is  reduced  to  aaccharon,  CgHj^Og,  an  oily  liquid  boiling  at  203"*; 
this  is  probably  the  lactone  of  /8-oxycaproic  acid.  Concentrated 
nitric  acid  oxidizes  saccharin  to  the  acid  C^HgOe  +  H^O,  which 
forms  large  rhombic  crystals,  possessing  a  pleasant  sour  taste 
resembling  that  of  citric  acid.  This  acid  is  monobasic,  but  its 
solution  when  neutralized  with  alkali,  becomes  acid  again  on 
standing  or  more  quickly  on  heating,  and  then  requires  a  second 
equivalent  of  alkali  for  neutralization. 

Saccharin  has  probably  the  following  constitution  : 

HO.CH,.CH(OH).CH(OH).CH.CHj.CO. 

0' 
Galactose,  CgHijOe. 

849  The  fact  that  milk-sugar  when^  boiled  with  dilute 
sulphuric  acid  does  not  yield  grape-sugar,  as  was  sup- 
posed to  be  the  case,  but  a  new  sugar,  was  shown  by  E.  0. 
Erdmann,^  and  by  Pasteur,*  and  the  latter  chemist  gave  to  this 
substance  the  name  of  lactose,  which  Berthelot  changed  to 
galactose,  applying  the  term  lactose  to  milk-sugar.  According 
to  him  Bouchardat  was  the  first  to  recognize  the  individuality 
of  galactose.'  Fudakowski  then  found  that  along  with  galactose 
another  sugar  is  formed,  and  on  further  examination  he 
recognized  this  to  be  dextrose.^  Galactose  is  also  formed  by 
boiling  certain  kinds  of  gum-arabic  with  dilute  sulphuric 
acid.* 

In  order  to  prepare  galactose  from  milk-sugar,  it  is  boiled  with 
four  times  its  quantity  of  water  containing  5  per  cent,  of 
sulphuric  acid  for  six  hours,  the  solution  neutralized  with  baryta, 
and  concentrated  by  evaporation.  This  solution  does  not  yield  any 
crystals  even  after  a  week's  standing,  but  if  a  few  crystals  of 
grape-sugar  be  introduced,  the  whole  solidifies  in  a  short  time 
into  a  crystalline  paste.  This  is  remarkable,  as  the  crystals 
formed  are  not  those  of  dextrose  but  of  galactose.  The  mass  is 
then  rubbed  up  with  alcohol  of  80  per  cent.,  and  the  brown 
mother-liquor  removed  by  filtration  and  pressing,  these  operations 

»  Jahresb.  1855,  673.  •  Compt.  Send,  xlii.  847. 

•  Chim.  Org,  ii.  249. 

*  ifrr.  Deutsch.  Chem.  Gta.  viii.  599 ;  ix.  42;  xL  1069. 

»  Kiliani,  ib,  adu.  2304 ;  xy.  34  ;  GUesaon,  xb,  xiv.  1220. 
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being  repeated  until  the  residue  is  white ;  this  is  then  dissolved 
in  hot  70  per  cent,  alcohol  and  recrystallized.' 

Qalactose  is  readily  soluble  in  hot,  but  much  less  soluble  in 
cold,  water,  and  crystallizes  in  large  rhombic  prisms.  These 
possess  a  taste  less  sweet  than  that  of  cane-sugar,  and  melt  at 
142*" — 144''.  In  absolute  alcohol  and  ether  galactose  is 
insoluble. 

It  is  more  strongly  dextro-rotatory  than  dextrose,  and  like 
this  it  reduces  alkaline  solutions  of  copper,  bismuth,  and  silver 
saltSL  By  sodium  amalgam  it  is  transformed  into  dulcite,* 
whilst  it  is  oxidized  by  nitric  acid  to  mucic  acid,  and  by  bromine 
and  water  to  monobasic  lacUmic  acid,  C^H^^Oq.  This  last-named 
body,  which  is  also  obtained  from  milk-sugar,  forms  a  crystalline 
deliquescent  mass,  and  its  soluble  salts  crystallize  well' 

Calcium  LactoncUe,  (C^H^O^)fiA  +  THgO,  forms  monoclinic 
tables.^  Its  lukewarm  solution  dissolves  lime,  and  on  then 
heating  the  salt  CaHgOeCa  separates  out. 


Arabinose,  CqH^j^o. 

850  By  boiling  gum-arabic  with  dilute  sulphuric  acid,  Biot 
and  Persoz*  obtained  a  sugar,  which  Berthelot  thought 
was  galactose.'  Scheibler,  however,  further  examined 
this  gum-sugar,  and  stated  it  to  be  a  new  substance  and 
termed  it  arabinose.^  EUiani,  on  the  other  hand,  considered 
that  the  sugar  obtained  from  gum  was  indeed  galactose.® 
ClsBSSon  explained  these  contradictory  statements  by  finding 
that  whilst  galactose  is  certainly  formed  from  such  varieties 
of  gum  as  yield  mucic  acid  on  oxidation,  yet  other  varieties  of 
gum  arabic  do  yield  arabinose.* 

Arabinose  crystallizes  from  hot  alcohol  in  radiating  prismatic 
tufts,  it  melts  at  160®,  is  more  strongly  dextro-rotatory  than 
galactose,  and  is  oxidized  by  nitric  acid  to  oxalic  acid,  without 
first  yielding  mucic  acid. 

The  gum  of  the  cherry-tree  when  boiled  with  dilute 
sulphuric  acid  first  yields  cerasinose,  CgH^jOg,  which  separates 

*  Soxhlet,  Joum,  Prakl,  Chem.  [2],  xxL  262. 

■  Bouchardat,  Ann,  Chim,  Phys.  [4],  xxvii.  79. 

'  Barth  and  Hlaalwetz,  Ann,  Chem,  Pharm,  cxxii.  96. 

*  Kiliani,  Ber.  Dcut»ch.  Chem.  Oks.  xiv.  661. 

*  Bouchardat,  Ann,  Chim,  Phys.  [2]  lii.  86.  •  Loc,  ciL 
'  B^T.  DmtMh,  Chem.  Qts.  vi.  614.  ■  Loc.  cU, 

*  Loe,  eit,;  Kiliani,  Ber,  DeiUsch,  Chem,  Oea.  xv.  84. 
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from  solution  in  hot  alcohol  in  very  brittle  and  hygroscopic 
crystals,  and  these  even  at  lOO""  become  brown  and  soften.  It 
passes  on  long  standing  into  arabinose,  the  same  change 
occurring  when  cerasinose  is  heated  for  two  hours  to  lOO*'  with 
water  acidified  by  hydrochloric  acid.^ 

EUCALTN,  CeHijOe  +  HaO. 

851  This  is  formed  together  with  dextrose  by  boiling  meli- 
tose  with  dilute  sulphuric  acid,  and  as  it  does  not 
enter  into  fermentation  by  contact  with  yeast,  it  may 
be  readily  separated  from  the  dextrose  formed  at  the  same 
time.  Eucalyn  is  a  thick  syrup  which  has  only  a  slightly 
sweet  taste.  It  is  turned  brown  by  alkalis  and  reduces  alkaline 
copper  solution. 

Sorbin,  CJEL^fi^. 

852  Pelouze  found  this  substance  in  the  juice  from  mountain- 
ash  berries  which  had  been  collected  in  September,  the 
liquid  having  been  allowed  to  stand  by  itself  for  a  year.* 
The  fresh  juice  of  the  ripe  berries  does  not  contain  sorbin,' 
which  is  probably  formed  in  the  course  of  fermentation  as 
a  reduction  product  of  sorbite,  CgHj^Og,  (p.  492). 

Sorbin  forms  hard  rhombic  crystals,  and  possesses  as  sweet  a 
taste  as  cane-sugar.  It  is  soluble  in  half  its  weight  of  water, 
but  is  only  slightly  soluble  in  alcohol.  It  is  coloured  brown  on 
heating  with  alkalis,  and  reduces  an  alkaline  copper  solution* 
Its  solution  does  not  ferment  on  the  addition  of  yeast.  If  the 
solution  be  treated  with  chlorine  and  then  with  silver  oxide 
glycoUic  acid  is  obtained.*  By  concentrated  nitric  acid  it  is 
oxidized  to  dextro-rotatory  tartaric  acid,  racemic  acid,  oxalic 
acid,  and  aposorhic  add^  CgHgOy ;  this  last  named  acid  is  dibasic, 
and  cystalUzes  in  rhombic  scales  melting  at  110*^. 

Inosite,  C^fi^  +  2HjjO. 

853  This  substance  was  first  found  by  Scheerer  in  the 
fluid    contained    in   the    muscles    of    the    heart  of   the   ox 

^  Martin,  Saeckai*8  Phytoch&m,  UnUrs.  78. 

*  Ann,  Chem.  Pharm.  Ixxxiii,  47. 
s  Byschl,  Jahresh,  1854,  664. 

*  Hiasiwetz  and  Habermann,  Anti.  Chem,  Pharm,  dr.  129l 
'  Dessaignes,  Ann,  Chem,  Pharm,  SuppL  ii  242. 
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(U,  gen.  Ivo^,  muscle),^  and  according  to  Sokolow  and 
Fanum,  it  does  not  occur  in  any  other  muscular  fluid.'  It  is 
however,  found  widely  distributed  in  the  animal  kingdom,  as 
for  instance  in  the  lungs,  the  liver,  the  spleen,  and  the  kidneys 
of  the  ox,^  in  the  brain  of  the  same,^  in  the  urine  of  man  in  case 
of  Bright's  disease  (Cloetta),  and  even  in  healthy  urine  after 
drinking  large  quantities  of  water.^ 

Inosite  is  also  frequently  found  in  the  vegetable  kingdom. 
Yohl  discovered  it  first  in  the  young  French  bean  (PJiaseolvs 
vulgaris),  and  gave  to  the  new  saccharine  substance  the  name 
of  Phaseamannite,  and  soon  afterwards  he  recognized  its  identity 
with  inosite.^  Marm^  then  found  it  in  the  unripe  pea,  the 
lentil,  and  the  fruit  of  the  Robinia  (Bobinia  psevdacacid),  in  the 
white  cabbage,  foxglove,  dandelion,  in  asparagus,  and  in  the 
germ  buds  of  the  potato.^  It  also  occurs  in  the  grape,  and 
hence,  as  it  is  not  fermented  by  yeast,  it  finds  its  way  into 
wine.®  It  is  likewise  present  in  vinous  liquids,^  as  well  as  in 
the  young  leaves  of  the  vine,^^  and  in  the  leaves  of  the  ash,ii 
and  of  the  walnut  tree.^^ 

To  prepare  inosite  from  the  heart  or  the  lungs  of  the  ox,  the 
material  is  finely  chopped  up,  and  exhausted  with  water,  some 
acetic  acid  added,  and  the  mixture  then  heated  to  the  boiling 
point.  The  filtrate  is  treated  with  neutral  lead  acetate,  filtered 
off  from  the  precipitate  formed,  and  then  the  filtrate  is  pre-' 
cipitated  by  basic  lead  acetate,  the  washed  precipitate  decomposed 
by  sulphuretted  hydrogen,  and  the  concentrated  solution 
precipitated  by  addition  of  alcohol.  It  is  prepared  from 
vegetable  juices  by  neutralizing  the  liquid  with  baryta-water, 
treating  with  lead  acetate  solution,  and  then  proceeding  as  above 
described.  To  precipitate  the  substance  from  the  concentrated 
aqueous  solution,  Hilger  recommends  a  mixture  of  10  parts 
of  alcohol  and  1  part  of  ether. 

Inosite  forms  large  transparent  monoclinic  crystals,  which 
possess  a  sweet  taste,  and  are  soluble  at  the  ordinary  temperature 
in  about  6  parts  of  water.      Inosite  is  but  slightly  soluble  in 

^  Desaugnes,  Ann.  Chcm,  Pharm.  Izxiii.  822.  '  lb.  Ixzzi.  875. 

■  Cloetto,  Ann.  Chem.  Pharm,  xcix.  289.  *  Mliller,  <h,  ciiL  140. 

■  Ktiltz,  Freaenius*  Zeitseh.  xvi.  186. 

*  Ann.  Chem.  Pharm,  xcix.  125 ;  ci.  50 ;  cy.  880. 

'  Jb.  cxxix.  222.  •  Hilger,  ib.  clx.  888. 

*  Canstein  and  Nenbaner,  Ser.  DeiUsch.  Chem.  Oe$.  yL  1411. 
*•  Neubauer,  Fresenius'  Zeitech,  xii.  46. 

"  Gintl,  Jahresb.  1868,  800. 

"  Tanset  and  Yillien,  Bull.  See.  Chim.  xxix.  74. 
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hot  dilute  alcohol,  and  it  is  insoluble  in  absolute  alcohol  and  in 
ether.  It  effloresces  ia  the  air  and  becomes  completely  dehydrated 
at  100^  When  boiled  with  alkalis  it  is  not  coloured  brown, 
and  it  has  no  action  on  an  alkaline  copper  solution.  Nitzic 
acid  oxidizes  inosite  to  oxalic  acid..  Its  solution  yields  with 
lead  acetate  a  gelatinous  precipitate  which,  after  drying  over 
sulphuric  acid,  possesses  the  empirical  formula  2  C^H^^O^  +  5  FbO 
(Cloetta). 

If  inosite  be  evaporated  almost  to  dryness  with  addition  of  a 
little  nitric  acid,  a  few  drops  of  ammoniacal  calcium  chloride 
solution  then  added,  and  the  mixture  again  evaporated*  a  rose- 
red  coloration  is  produced,  and  in  this  way  the  presence  of 
0'0005  grams  of  inosite  may  be  recognized.  This  reaction  is 
not  yielded  by  other  saccharine  bodies  or  by  starch.^  If  to  a  few 
drops  of  inosite  one  drop  of  a  mercury  nitrate  solution  (used  in 
the  estimation  of  urea)  be  added,  a  yellow  precipitate  is  formed 
which  on  heating  becomes  red ;  this  becomes  yellow  again  when 
cold,  but  reddens  when  re-heated.^ 

JHexnitroxyinosUe,  CJ3^(^0^q.  Inosite  is  dissolved  hy 
concentrated  nitric  acid,  and  on  addition  of  sulphuric  add  to 
this  solution  a  gritty  precipitate  is  formed  which  is  insoluble  in 
water.  If  this  be  dissolved  in  hot  alcohol,  the  hexnitrate  crys- 
tallizes aut  on  cooling  in  rhombic  tables  and  prisms,  and  these 
explode  violently  on  percussion.  The  mother-liquor  yields  on 
evaporation  fine  white  needles  of  the  trinitrate,  Cjft03(N03)y* 
The  formation  of  this  hexnitrate  proves  that  inosite  is  the 
alcohol  of  a  hexad  radical 


SCYLLTTB,  CJEL^fi^. 

854  This  compound  occurs  in  largest  quantity  in  the  kidney 
of  the  skate,  shark  {Baja  bcUis  ai}d  clavaid),  and  dogfish 
(Scyllium  canicula),  and  also  of  the  Spinax  acanthias,  and  it 
also  occurs  in  the  liver,  milt,  &c.,  of  these  cartilaginous  fishes. 
It  may  be  prepared  from  these  sources  by  the  method  described 
for  the  extraction  of  inosite.  It  is  less  soluble  in  water  than 
the  last-named  substance,  and  crystallizes  in  anhydrous  mono- 
clinic  prisms  which  have  a  slightly  sweet  taste.    Like  inosite  it 

*  Scherer,  Ann,  Ohem.  Pharm.  IzzxL  875. 

*  Gallois,  Fresenius*  Zeitsch,  iv.  264. 

*  Vohl,  loe,  cit. ;  Ber,  Dcutseh.  Chcm,  Ges.  vii.  108. 
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is  neither  coloured  brovm  by  alkalis,  nor  does  it  reduce  alka- 
line copper  solution,  but  it  does  not  yield  Scherer's  reaction 
for  inosite.* 


Dambose,  CflHijOg. 

855  This  glucose  occurs  as  the  monomethyl  ether  in  caoutchouc 
from  Borneo  and  as  the  dimethyl  ether  in  that  from  the  Gaboon, 
the  native  name  for  which  is  rCdaTttbo,  The  dambose  is  obtained 
from  the  ethers  by  heating  them  with  fuming  hydriodic  acid. 
It  is  easily  soluble  in  water,  but  insoluble  in  absolute  alcohol 
It  ciystallizes  in  six-sided  prisms,  which  possess  a  sweet  taste, 
/ind  on  heating  melt  at  212''  without  decomposition.  It  is  not 
affected  by  boiling  alkalis.  With  concentrated  nitric  acid  it 
yields  an  explosive  nitrate,  but  by  the  hot  acid  it  is  oxidized  to 
saccharic  acid. 

Dambose  Methyl  Sther,  or  Bamesite,  CeHii(CHj)Oe.  By  sub- 
jecting Borneo  caoutchouc  to  pressure,  a  liquid  is  obtained  from 
which  ^mesite  is  left  on  evaporation.  It  dissolves  easily  in 
water,  is  slightly  soluble  in  alcohol,  and  crystallizes  in  rhombic 
prisms  which  have  a  sweet  taste,  and  melt  at  175°.^ 

Dambose  Dirruthyl  Ether,  or  Dambosite,  CJ3.^Q{CH.^fi^  is 
similarly  contained  in  aqueous  solution  in  raw  Gaboon  caoutchouc, 
and  is  obtained  on  evaporation  of  the  liquid.  *  It  is  very  sweet 
in  taste ;  and  crystallizes  from  hot  spirit  in  anhydrous  hexagonal 
prisms,  and  from  water  in  oblique  prisms  which  contain  three 
molecules  of  water.  The  anhydrous  compound  melts  at  lOS""  and 
by  careful  heating  may  be  sublimed  between  200*^  and  210''  in 
long  needles.' 

Metezodambose,  CgH^gOg,  occurs  as  the  methyl  salt,  termed 
matezite,  CgHjy(CH3)0^  in  Madagascar  caoutchouc.  This  body 
melts  at  235%  is  feebly  dextro-rotatoiy,  and  closely  resembles 
dambose.^ 

^  SttUleler  and  Fi^richs,  Joum,  PraJct,  Chem,  Izziii.  48. 

3  Girard,  Compt.  Rend,  Ixzui  426. 

»  lb.  Ixvii.  820. 

*  Gimrd,  Bull  Soc.  Chim.  xzi.  219. 
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STARCH   OR  AMYLUM,  (CeHi^O^ 

856  Starch  was  known  to  the  Greeks.  They  denoted  this  sub- 
stance by  the  word  afivKov  (a,  privative,  and  fLv\o^,  a  millstone), 
as  it  is  prepared  as  a  fine  flour  without  grinding.  Dioscorides 
relates  that  the  best  kind  of  starch-flour  is  obtained  from  Cretan 
or  Egyptian  wheat,  the  grain  being  steeped  in  water  until  the 
husk  is  softened,  after  which  it  is  kneaded  and  washed  with 
water.  The  husk  is  then  removed  by  sieving,  and  the  powdery 
deposit  at  once  placed  on  bricks  and  dried  in  the  sun,  as  when 
moist  it  soon  turns  sour.  Similar  statements  are  made  by  Pliny, 
who  adds  that  starch  was  discovered  in  Chios.  Beccari  in  1745 
proved  that  wbeaten  flour  yields  gluten  as  well  as  starch  when 
washed. 

Starch  is  widely  disseminated  throughout  the  vegetable  world. 
It  is  formed  from  the  protoplasm  contained  in  the  chlorophyll 
cells,  and  is  therefore  found  in  all  phanerogams,  whilst  it  scarcely 
occurs  in  any  of  the  cryptogams  which  do  not  contain  chlorophyll 
These  organs,  which  serve  as  reserve  material  from  which  the 
young  shoots  of  the  plant  obtain  nourishment,  are  rich  in  starch, 
and  hence  it  collects  during  autumn  in  the  medullary  rays  of 
the  wood,  in  tubers  and  roots  and  in  many  fruit  and  seeds. 

The  solid  particles  of  starch  being  the  first  recognizable 
products  of  assimilation  are  noticed  beneath  the  surface  of 
the  green  chlorophyll  corpuscles.^  Each  solid  particle  grows 
into  a  starch  granule,  which  only  increases  in  size  as  long  as  it 
is  in  contact  with  the  protoplasm,  and  on  exposure  to  light  at 
suitable  temperatures,  ranging  from  IS""  to  25^  This  formation 
of  starch  may  be  followed  through  the  various  organs  and  tissues 
of  the  plant.    If  leaves  of  certain  delicate  plants  be  covered  for 

^  Sachs'  FloTo^  1862 ;  ExperimenM  PJlanaen-phytiolgie,  1866 ;  also  Naegeli, 
ZeiUehr,  /.  Wiatm,  BU.  iii.  and  iy. 
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some  days»  it  will  be  seen  that  the  starch  granules  have  disap- 
peared ;  if,  then,  the  leaf  be  exposed  to  direct  sunlight  the  starch 
granule  makes  its  appearance  in  certain  cases  in  about  five 
minutes,^  whilst  in  diffused  light  this  takes  about  two  hours. 
This  appearance  of  the  starch  granule  takes  place  more  quickly 
under  the  influence  of  the  yellow  rays  than  under  those  of  the 
blue.*  According  to  Schimper'  it  appears  that  in  the  deeper 
lying  parts  of  plants  where  no  green  chlorophyll  exists,  the 
starch  grains  are  found  in  connection  with  minute  granules 
of  protoplasm  termed  by  him  starch-formers;  these  differ 
from  chlorophyll  corpuscles  mainly  in  not  possessing  a  green 
colour,  and  in  having  a  much  more  delicate  structure.  The 
starch-grain  grows  in  part  at  the  expense  of  the  chlorophyll 
corpuscles  and  of  the  starch-formers,  in  both  cases  the  proto- 
plasm becoming  altered  and  diminished  in  quantity.  It  seems 
probable,  however,  that  a  series  of  products  intervene  between 
the  commencement  of  assimilation,  the  decomposition  of  car- 
bonic acid,  and  formation  of  starch,  although  the  existence  of 
such  intermediate  substances  has  not  yet  been  proved. 

857  Manufacture  Starch  is  usually  manufactured  in  Europe 
from  wheat,  maize,  rice,  and  potatoes,  and,  in  tropical  countries, 
from  the  stems  of  the  palm  and  from  tubers  of  various  plants. 

The  oldest  method  of  manufacturing  starch  is  that  of  the 
acid  fermentation.  This  process  is  in  use  at  the  present  day  in 
countries  in  which  a  meal-tax  exists.  The  grain  is  first  softened  by 
steeping,  and  when  sufficiently  soft  it  is  crushed  between  rollers, 
and  then  coarsely  ground  and  moistened  with  water,  after  which 
it  is  placed  in  a  large  vat,  when  fermentation  sets  in.  Acetic, 
lactic,  and  butyric  acids  are  thus  formed  from  the  sugar,  and 
from  a  part  of  the  starch,  of  the  grain,  whilst  the  gluten  loses 
its  tenacity  so  as  to  admit  of  the  separation  of  the  starch  by 
washing.  The  mass  is  then  washed  in  a  revolving  cylinder 
having  holes  in  the  sides,  and  the  milky  liquid  allowed  to  settle 
in  a  vat,  in  which  the  starch,  having  settled  down,  is  again 
washed  by  decantation. 

Another  process  consists  in  first  softening  the  grain  by  soaking 
and  then  crushing  it  between  rollers  and  washing  out  the  starch, 
which,  as  it  contains  gluten,  is  allowed  to  stand  until  this  sub- 
stance has  been  decomposed  by  fermentation. 

^  Knns,  Jakrhuehf.  Wissen,  BU,  toI.  yii. 

*  Sachs'  Text-Bock  of  Botany,  HacmillaQ  k  Co. 

*  Bot.  ZeUung,  1880,  p.  881. 


Digitized  by 


Google 


4^5«  CARBOHYDRATES. 


.  A  third  plan  is  to  uae  flour  whicli  must  first  be  kneaded  to  a 
dough;  this,  after  washing  on  sieves  and  between  rollers,  is 
brought  into  a  centrifugal  machine,  where  the  washing  is  com- 
pleted. In  ordear  to  purify  the  starch  thus  obtained  it  is  treated 
with  water  containing  some  caustic  soda^  and  then  passed  through 
a  sieve  which  retains  the  gluten  and  other  impurities  (O.  Jones). 

Maia^'-starch  is  chiefly  manufactured  in  England  (Brown  and 
Poison),  and  in  the  tjnited  States  (Erkenbrecher  and  the 
jQlen  Oove  Oo.),  the  operations  being  identical  with  those  de* 
scribed.  Bi/ce^dardif  is  also  prepared  in  a  similar  way,  the 
separatjbn  of  the  gluten  being  fiax^ilitated  by  washing  with 
dilute  caustic  soda.  For  the  preparation  of  poiatostarch^  the 
tubers  are  ground  to  pulp  and  then  washed  on  sieves  or  on  a 
centrifugal  washer.  The  wash-water  is  made  sour  by  sulphuric 
acid,  and  the  starch  afterwards  heated  with  water  containing 
9^  of  its  weight  of  caustic  soda.  Starch  can  also  be  obtained 
from  horse-chestnuts  in  a  similar  way.  In  the  East  Indies,  the 
Philippine  Islands,  &c.,  starch  is  prepared  bom  the  pith  of  the 
sago-palm  {8agus  lama,  or  Sagua  rhwmphii).  This  oomes  into 
the  market  under  the  name  of  aago  (a  word  meaning  bread), 
^rrowroat  is  the  starch  of  the  Maranta  aru/ndinacea  and  indiai, 
and  a  few  other  tropical  plants  growing  in  the  West  Indies^ 
Braal,  and  the  Southern  States.  Tapioca  is  derived  fixon  the 
JcUropha  manihot,  this,  like  sago,  being  subjected  to  pressure 
to  give  the  grains  a  peculiar  form. 

858  Properties.  Starch  is  a  white  glistening  powder  which, 
except  in  the  case  of  potato  starch,  which  contains  traces  of  a 
volatile  oil,  is  devoid  of  taste  and  smell. 

The  size  of  starch  granules  varies  considerably.  The  largest 
granules  occur  in  potato  starch  and  in  (me  kind  of  sago  fix>m 
eauTia  ffigantea,  and  these  have  a  diameter  varying  from  0*14  to 
0*185  mm.  The  granules  of  wheaten  starch,  on  the  other  hand, 
are  usually  from  0014  to  0'05  mm.  in  diameter,  but  the  largest 
granules  of  wheaten  starch  are  always  larger  than  the  smallest 
granules  of  potato  starch.  The  smallest  granules  are  those  of 
beet-root  and  rice,  which  have  a  diameter  of  from  0*002  to  0*015 
mm.  But  whilst  the  size  of  the  granule  varies  in  every  species 
of  starch,  each  species  exhibits  its  own  peculiar  form,  which  can 
readily  be  detected  under  the  microscope.  Not  only  is  this  the 
case,  but  adulteration  and  its  amount  can  thus  be  ascertained. 
Thus  the  adulteration  of  the  more  expensive  wheaten  starch 
with  cheaper  potato  starch  is  capable  of  precise  measurement. 


Digitized  by 


Google 


STARCH. 


657 


Starch  granules  have  the  power  of  polarizing  light  like  a 
doubly  refracting  crystal.  The  granule  consists  of  a  series  of 
Jayers  arranged  round  a  nucleus;  this  stratified  structure  cannot 


Fio;  188.— Wheaten  starchy  800  diams. 


Fio.  189.— Potato  ataroh,  800  diama. 


always  be  observed  in  the  granules,  but  is  rendered  perceptible 
by  treatment  with  dilute  alkali,  or  with  chromic  acid. 


Tia,  110.— St.  Vincent 
8v0  dians. 


Fio.  lil. — St.  Thomas  unwroa^ 
800  diama. 


So  long  ago  as  1716  Leeuvenhoek  asserted  that  the  cell-wallo 

of   the  granules  diflfer    from   the    cell-contents,  and   Raspail 

confirmed  this  assertion,  believing  however  that  the  cell-contents 

were  identical  with  gum-arabic.^    On  the  other  hand,  Quibort 

1  yomo.  Syttem,  Org.  Chim.  1838. 
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came  to  the  conclusion  that  both  the  above  possessed  the  same 
chemical  composition,  and  that  they  only  diflfer  phj^ically.^ 
The  structure  of  the  starch  granule  was  then  carefully  examined 


Fia.  142. — Sago  starch  (partially 
gelatinized),  800  diams. 


Fio.  148.— Rye  starch,  800  < 


by  Fritsche,*  and  the  classical  researches  of  Naegeli  •  proved  that 
starch  is  a  mixture  of  several  isomeric  compounds.  The  chief 
portion  consists  of  pure  amyhim  or  gramUose,  the  remainder 


Fig.  144. — Maize  starch,  800  diams. 

(a)  From  the  outer  portion  of  the  grain. 

(b)  From  the  inner  mealy  portion. 


FlO.  145.— Rioe  starch,  800  diamsL 

(a)  A  portion  of  the  cellolar  \ 

(b)  Free  starch  grains. 


being  made  up  of  sktrch  cellulose  or  farinase.  These  bodies  do 
not,  however,  differ  essentially  from  each  other  but,  as  will  be 
1  Joum.  Chim,  Med,  v.  9.        «  Fogg.  Ann.  xxxiL  129.        «  Jahreaber.  1859, 54i. 
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shown,  are  connected  together  by  a  variety  of  intermediate 
products.^ 

When  starch  is  brought  in  contact  with  acidified  water  or 
with  water  containing  certain  ferments,  the  granulose  dissolves 
completely,  whilst  the  starch  cellulose  remains  behind  in  the 
original  form  of  the  granule.  This  separation  requires  from  two 
to  four  days  for  its  completion  if  1  part  of  starch  be  mixed  with 
40  parts  of  concentrated  solution  of  common  salt,  containing 
1  per  cent,  of  hydrochloric  acid  and  the  whole  heated  to  60*.* 
If  the  granules  are  not  broken,  starch  is  not  acted  on  by  cold 
water,  but  if  they  be  rubbed  up  with  water  a  part  of  the 
granulose  dissolves.  This  solution  can  be  filtered  and  has  a 
powerful  dextro-rotatory  action.    The  longer  the  treatment  is 


Fio.  146.— Millet  starch,  800  diami.  Fio.  147.~Buckwheat  starch,  800  diams. 


continued,  the  greater  is  the  portion  which  dissolves  until,  at 
length,  only  the  cell- walls  remain. 

859  When  starch  is  heated  with  water  the  granules  begin  to 
swell  up,  and  then  burst  with  formation  of  starch-paste.  The 
temperature  at  which  the  granules  begin  to  swell  and  also  that 
at  which  a  complete  transformation  into  paste  occurs,  differs 
according  to  the  nature  of  the  starch.  As  a  rule,  the  swelling 
begins  at  about  50**  and  is  completed  at  from  60**  to  70*.  In 
the  case  of  barley  starch,  however,  the  change  begins  at  37**5  and 
is  finished  at  62**5,  whereas  the  starch  from  acorns  does  not 

^  Kaegeli,  BHtrdge  zur  ndheren  K&nniniss  der  Stdrke  Ortippe,     Leipzig : 
Engelraann,  1864. 
^Schnlse,  Saehsse't  Farbstoffe,  KohUnhydmU,  Ac.  p.  128. 
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appear  to  swell  until  bT'^  and  is  not  completely  resolved  into 
paste  below  ^T'h} 

To  produce  an  even  starch-paste  tbe  starch  is  first  rubbed  up 
intimately  with  a  small  quantity  of  water  to  form  a  ereamy  mass 
and  then  boiling  water  added.  If  this  paste  be  treated  in  the 
cold  with  extract  of  malt,  the  granulose  dissolves  and  the  farinose 
remains.  Soluble  starch  is  also  formed  when  starch-paste  is 
boiled  with  water,  and  the  same  change  takes  place  to  a  certain 
extent  when  the  paste  is  allowed  to  stand  for  a  long  time.  The 
insoluble  portion  is  soluble  in  caustic  potash,  and  when  this 
alkaline  solution  is  boiled  it  is  resolved  into  soluble  starch,^  a 
change  which  is  also  accomplished  by  the  action  upon  stardi, 
of  acids,  zinc  chloride,  &c. 

Soluble  starch  is  best  obtained  by  heating  sixty  grams  of 
potato-starch  for  half  an  hoar  to  1901^  with  one  kilogram  of 
glycerine,  and,  when  the  mixture  has  cooled  to  120^  pouring  ott 
to  it  two  or  three  times  its  volusie  of  strong  alcohol,  when  soluUe 
starch  separates  out  as  an  amorphous  white  powder.  This  is 
soluble  in  water  and  in  dilute  spirit,  and  on  drying  forms  a 
chalk-like  mass  insoluble  in  wat^.  The  concentrated  aqueous 
solution  gelatinizes  on  standing  for  some  time.* 

The  well-known  iodine  reaction  for  starch  was  discovered 
by  Stromeyer*  as  well  as  by  Colin  and  de  Glaubry.*  Iodine 
vapour  colours  starch  yellow  or  brown  on  the  surface ;  a  solution 
in  iodine  in  strong  alcohol  or  ether  imparts  to  starch  scarcely 
any  colour,  but  in  presence  d  water  it  yields  a  violet  or  blue 
tint,  whilst  with  starch-paste  or  adttUe  starch  it  gives  a  6»sf 
blue  tint. 

According  to  Naegeli  that  portion  of  the  granidose  which 
is  coloured  blue  by  iodine  is  first  brought  into  solution  by  dilute 
acids.  This  portion,  which  has  the  greatest  attraction  for 
iodine,  is  contained  in  largest  quantity  in  potato-starch,  and 
this  always  becomes  coloured  first.  TV  hen  a  change  is  effected 
by  acids,  the  insoluble  portion  assumes  a  violet  tint.  On 
further  action  of  acid  the  residue  is  coloured  red  by  iodine,  and 
after  a  time  this  changes  to  a  reddish  yellow  tint,  the  residue 
then  consisting  of  starch  cellulose. 

The  several  kinds  of  starch  consist  of  varying  mixtures  of 
these  different  modifications.    Potato-starch  contains  more  of 

^  Lippmann,  Joum.  Prakt,  Chem.  IzxxiiL  61. 
>  Brown  and  Heron,  Chem.  Soe.  Trtau.  1S70,  p.  596. 
*  Zulkowsky,  Ber,  Deutneh,  Chem.  Ocs,  ziii.  1395. 
^  Schweigg  Joum,  ziL  S49.  *  Ib»  ziiL  458. 
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the  "yellow"  than  of  the  "blue"  modification  and  only  Bmall 
quantities  of  the  intermediate  varieties.  Wheaten  starch  gives 
a  violet  coloration  with  iodine,  as  the  amount  of  the  "blue" 
substance  present  is  only  small,  whilst  a  larger  propc^on  of  the 
"  red "  and  "  violet "  modification  is  contained,  but  on  boiling 
with  water  the  "  blue  "  substance  is  formed.^ 

The  blue  colour  of  starch-paste  or  of  soluble  starch  disappears 
when  the  liquid  is  warmed  and  returns  when  it  is  cooled,  so  that 
the  reaction  is  most  delicate  when  the  liquid  is  coldest^  A 
solution  containing  0.00000002  grm.  of  iodine  is  turned  per- 
ceptibly blue  at  0^  but  not  at  13^  At  the  latter  temperature 
the  colour  is  first  observed  with  0*000003  of  iodine,  and  at  SO** 
0*000009  is  needed.  Iodide  of  starch  is  not  a  chemical  compound, 
its  formation  depending  on  surface-attraction,  like  that  exhibited 
by  wood-charcoal  for  colouring  matters.  The  decolorization  on 
heating  is  explained  by  the  fact  that  iodine  is  much  more 
soluble  in  hot  than  in  cold  water,  and  also  by  the  slighter  degree 
of  attraction  exerted  by  the  starch.  Bromine  imparts  to  starch 
a  deep  yellow  colour. 

Starch  is  ku^ely  used  in  the  arts,  for  laundry  purposes^  paper 
sizing,  bookbinding,  weaving  and  finishing  calicoes,  also  for 
preparing  the  thickening  for  colours  and  mordants  in  calico- 
printing,  for  dusting  the  forms  in  metal  founding,  and  a  variety 
of  other  purposes. 

86o  Metallic  Compounds  of  Amylum.  Thin  starch-paste  is 
precipitated  by  alkalis,  alkaline  earths,  ammoniacal  solution  of 
lead  acetate,  &c.  The  compounds  thus  obtained  have  been  but 
very  slightly  examined. 

Ethereal  Salts  of  Amylum.  When  cold  sulphuric  acid  acts 
upon  starch  flour  several  acid  stdphates  are  formed  ;  these  yield 
amorphous  salts.' 

Nitrates  of  Amylum.  Braconnot,  by  the  action  of  concentrated 
nitric  acid  on  starch  flour,  prepared  a  body  which  he  believed 
was  obtained  £rom  starch  without  any  diminution  in  weight. 
To  this  he  gave  the  name  of  Xyloidine  {l^vXov  wood ;  eZSo?  like)* 
because  it  appeared  to  resemble  woody  fibre.  Liebig,  however, 
showed  that  this  body  contains  the  elements  of  nitric  acid^  and 
Pelouze^  found  that  100  parts  of  starch  yield  from  128  to  130 
parts  of  xyloidine.     Analysis  shows  that  this  body  consists  of  a 

^  LUbiffa  Ann.  clxxiii.  218. 

>  Blondeau  de  Carollea,  Ann,  Chem.  Pharm,  liL  416  ;  Fehling.  ih.  Iv.  18. 

*  lb.  Tii.  245.  <  75.  Tii.  249.  ^  CompUa  JRsndus,  yii.  713 ;  rdii.  890. 
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mixture  of  the  mononitrate  Ci2Hig(N03)09  and  the  dinitrate 
Gi^^(^O^fi^,  Bechamp  then  proved  that  the  latter  com- 
pound exists  in  an  insoluble  and  a  soluble  modification.^  The 
first  is  prepared  by  rubbing  1  part  of  dry  starch  "with  5  to  8 
parts  of  fuming  nitric  acid,  and  mixing  the  semi-fluid  mass  with 
from  20  to  30  parts  of  water.  The  curdy  mass  is  then  washed 
with  water  and  dissolved  in  a  mixture  of  10  parts  of  glacial 
acetic  acid  and  1  part  of  an  acetic  acid  of  69  per  cent.  On  the 
addition  of  water  a  white  powder  is  precipitated  only  soluble  in 
the  above-mentioned  mixture  of  acid.  To  prepare  the  soluble 
dinitr-oxyamylum  10  to  12  parts  of  fuming  nitric  acid  must 
be  used,  the  pasty  mass  is  then  precipitated  by  water,  washed, 
dried  and  dissolved  in  ether-alcohol.  This  modification  also 
dissolves  in  glacial  acetic  acid,  and  in  various  other  solvents, 
but  not  in  strong  spirit.  Both  bodies  explode  when  heated 
to  about  200^ 

Bechamp  has  also  prepared  a  tetranitrate  C^^^ie  (^^t)fi9  ^ 
both  a  soluble  and  an  insoluble  modification.  They  also  explode 
when  heated  to  273''  and  decompose  slowly  at  ordinaiy  tem- 
peratures. All  these  nitrates  are  reconverted  into  starch  by  the 
action  of  ferrous  chloride  solution  in  presence  of  some  iron 
filings. 

Hexaeeto-Amylum,  C^^^^^C^^fi^QO^.  This  compound  is 
formed  when  starch-flour  is  heated  to  150"  ¥rith  acetic  anhydride. 
It  is  a  white  powder  insoluble  in  water  and  not  coloured  by  iodine, 
but  saponified  by  alkalis  with  formation  of  insoluble  starch 
which  gives  the  iodine  reaction.  If  the  temperature  to  which 
the  above  mixture  be  heated  rises  to  160"  a  higher  acetate  is 
not  formed,  but  the  isomeride  Hexacetodextriru,^ 


Paramtltjm  (CeHjpOg)^. 

86i  This  body  occurs  in  the  infusoria  EugUiMi  viridis  which 
forms  a  green  scum  on  the  surface  of  the  water  in  which  it  grows. 
It  exists  in  the  form  of  colourless  granules,  which  dissolve  in 
caustic  potash  and  are  reprecipitated  unchanged  on  acidifying 
the  solution.  They  are  not  coloured  by  iodine,  remain  unaltered 
in  presence  of  diastase  or  of  dilute  acids,  but  when  boiled  with 
concentrated  hydrochloric  acid  they  yield  a  fermentable  sugar.* 

^  Ann.  Chim,  Phys.  [8],  Ixiv.  811. 

3  Naudin  and  Schutzenberger,  Compt.  Rend,  zlviiL  814. 

'  Gottlieb,  Ann.  Chem,  Fharm.  Ixzv.  61. 
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THE  DEXTRINES,  (CeHi^Og). 

862  In  1811  Yauquelin  pointed  out  that  starch  can  be  con- 
verted by  heating  into  a  substance  resembling  gum  arabic ;  about 
the  same  time  Eirchhoff  found  that  when  starch  is  boiled  with 
dilute  sulphuric  acid  a  crystallizable  sugar  is  formed,  and  soon 
after  Vogel  showed  that  in  this  latter  reaction  a  gum-like  body 
is  also  produced.  That  the  gluten  contained  in  wheaten  and 
other  grain  has  the  power  of  effecting  a  similar  change  on 
starch,  and  that  this  is  brought  about  more  quickly  by  malted 
grain,  was  also  noticed  by  Kirchhoff  in  1814.  Payen  and 
Persoz  were  the  first  to  isolate  the  active  principle  of  malt, 
and  to  this,  in  1833,  they  gave  the  name  of  diastase,  as  they 
believed  the  action  of  this  body  to  be  a  simple  separation 
{SidoTatn^)  of  starch  from  the  granule.^  Shortly  before  this, 
Biot  and  Persoz  had  examined  starch  gum,  and  had  given  to  it 
the  name  of  dextrine,  from  its  dextro-rotatory  power.*  They 
supposed  that  this  body,  an  isomeride  of  starch,  is  the  first 
product  of  the  change  of  this  latter  body  to  sugar,  so  that  by 
the  action  of  dilute  acids  dextrine  is  converted  into  sugar  by 
the  assumption  of  the  elements  of  water,  and  this  view  was 
generally  adopted.  But  in  1860  Musculus  proved  it  to  be 
incorrect,  as  he  showed  that  dextrine  and  sugar  are  formed 
simultaneously.  This  fact  was  doubted  until  O'Sullivan*  proved 
the  truth  of  the  view  enunciated  by  Musculus,  and  also  showed 
that  the  sugar  which  is  first  produced  from  starch  is  not  dextrose, 
as  had  been  believed,  but  maltose.  According  to  this  observer, 
the  following  equation  represents  the  action  when  an  infusion 
of  malt  has  acted  on  starch  paste  for  from  five  to  ten  minutes 
at  63': 

C18H30O1,  +  H,0  =  C,^0,,  +  CeH,oO,, 

At  temperatures  between  64*  and  70"*  the  following  change 
occurs  provided  the  mixture  be  quickly  cooled  after  complete 
fluidity  occurs : 

2CigH3oOi5  +  H,0  =  Ci^Hg^Oi,  +  4CeHjoO,. 

1  Ann.  Chim.  Phys.  [2],  liii  78.  •  lb,  [8],  lU.  72. 

s  Jaum,  Chem.  Soe,  1876,  ii.  125. 
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About  dS""  the  diastase  ceases  to  be  active.  At  temperatures 
near  to  this  the  decomposition  occurs  as  follows  : 

4C13H30O1,  +  Kfi  «  CijH^Oii  +  10CeH,,O,. 

The  dextrine  thus  formed  passes,  on  longer  contact  with  the 
malt  infusion,  into  maltose. 

Marker  appears  to  have  come  to  different  conclusions  con- 
cerning the  nature  of  these  changes.  He  found  that  more 
maltose  and  less  dextrine  were  produced  at  lower  temperatures 
than  at  higher  ones.^ 

Further  experiments  of  Musculus  and  Gruber  led  to  the 
supposition  that  the  starch  is  first  converted  into  a  soluble 
modification  containing  five  or  six  times  the  molecule  Ci^Hj^Oj^. 
and  that  this  is  converted,  by  assumption  of  water,  into  one 
molecule  of  maltose,  and  into  erj/throdextrine,  a  body  coloured 
red  by  iodine.  This  is  again  converted,  by  assumption  of  water 
and  elimination  of  maltose,  into  achrodexirine,  a  body  not 
coloured  by  iodine;  and  this  in  its  turn  is  converted,  by  a 
similar  set  of  changes,  into  other  achrodextrines,  until  at  last 
all  is  converted  into  maltose.  Each  of  the  dextrines  thus 
obtained  is  distinguished  from  the  preceding  by  its  specific 
rotation  being  less  marked,  whilst  its  cupric  reducing-power  in 
alkaline  solution  becomes  stronger.? 

Similar  observations  have  been  made  by  Brown  and  Heron, 
who  have  fully  examined  this  question.  According  to  them 
it  appears  probable  that  the  simplest  formula  for  soluble 
starch  is  10(Ci2Hj^OiJ.  From  this  molecule  one  molecule  of 
maltose  And  of  a-erythrodextriTie  are  first  formed;  this  latter 
being  then  split  up,  by  absorption  of  water,  into  maltose  and 
fi-erythrodextrine.  In  this  way  the  destruction  of  the  original 
starch  proceeds  with  formation  of  seven  achrodextrines  until, 
finally,  only  maltose  is  present.'  On  the  other  hand,  O'SuUivan  * 
assumes  that  in  the  action  of  diastase  upon  starch  we  have  not 
to  do  with  a  destruction  of  a  complex  molecule,  but  that  both 
starch  and  dextrine  have  the  molecular  formula  Ci^Hj^jOj^  and 
that  the  molecules  in  solution  are  arranged  in  a  series  of  molecular 
aggregates,  some  of  which  are  split  up  by  the  action  of  diastase, 
whilst  others  again  unite  themselves  to  form  a-dextrine.  Ac- 
cording to  the  same   chemist,  soluble  starch  is  prepared  by 

1  Laridw.  Fersiichstat,  xxii.  69.  •  Bull.  Soe.  Chim.  xix,  54. 

'  Contributions  to  the  history  of  starch  and  its  transformations,  Chem.  Soe, 
Joum,  1879,  i.  696. 

*  On  the  transformation  products  of  starch,  Chem,  Soe.  Joum,  1879,  L  770. 
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heating  starch  paste  at  73-74^  C.  with  the  least  possible  quantity 
of  the  cold-water  extract  of  malt  until  the  solution  has  become 
clear,  then  heating  to  boiling,  and  filtering.  The  solution  is 
then  evaporated  until  a  skin  forms,  and  on  cooling  a  brilliant 
white  powder  separates  out,  which  may  be  purified  by  washing 
with  cold  water,  frequent  solution  in  hot  water,  filtration,  &c. 

Amylodextrine  is  a  similar  body  obtained  by  Naegeli  by 
boiling  "yellow"  starch  with  water.  On  cooling,  or  preferably 
on  freezing,  particles  having  a  diameter  of  0*035  mm.  separate 
out.  These  polarize  light  like  starch,  and  consbt  of  small 
needles,  which  may  also  be  obtained  by  adding  alcohol  to  the 
aqueous  solution.  When  dried  over  sulphuric  acid  they  possess 
the  composition  Cj^H^Os^  +  HgO,  and  they  lose  the  molecule 
of  water  at  100^  They  are  coloured  yellow  by  iodine,  but  their 
solution  becomes  first  violet  and  then  red  in  contact  with  this 
reagent,  showing  that  two  modifications  exist,  which  can  be 
separated  by  partially  precipitating  the  coloured  solution  by 
means  of  sodium  acetate*^ 

From  the  foregoing  it  appears  that  in  spite  of  the  numerous 
investigations  on  this  subject  we  are  still  in  doubt  as  to  the 
exact  nature  of  the  various  intermediate  products  which  make 
their  appearance  in  the  change  from  starch  to  maltose. 

Commercial  dextrine  usually  consists  mainly  of  erythrodex- 
trine,  but  contains  other  constituents  besides  this  as  well  as  starch 
and  sugar.  It  is  generally  prepared  from  potato-starch,  though 
other  cheap  starches  are  used.     It  is  prepared  in  various  ways. 

Calcined  fariria  or  British  ffum,  a  substance  largely  used  in 
various  manufacturing  processes  as  a  cheap  substitute  for  gum 
arabic,  is  obtained  by  heating  starch  to  a  temperature  of  from 
210*  to  280** ;  the  product  prepared  at  a  low  temperature  is  less 
coloured  than  that  exposed  to  a  greater  heat,  but  the  process  is 
a  slower  one.  If  the  starch  flour  be  moistened  with  dilute  acid, 
the  change  to  dextrine  takes  place  at  from  IOC"  to  125^  Most 
of  the  dextrine  in  the  market  is  now  made  by  this  process,  a 
mixture  of  nitric  and  hydrochloric  acids  being  generally  used, 
though  either  of  these  or  oxalic  acid  may  be  employed.  In- 
fusion of  malt  may  likewise  be  used  for  the  same  purpose,  but 
tliis  practice  is  not  so  common. 

Dextrine  is  either  a  white  or  yellowish-white  powder,  or  a 
translucent,  brittle  mass,  easily  soluble  in  water,  yielding  a  clear 
mucilage,  which  is  precipitated  by  alcohol.  This  aqueous  solution 
^  Liebi^a  Ann.  clxxiii.  218, 
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is  converted  into  maltose  in  presence  of  diastase,  this  change 
being  also  effected  on  boiling  with  dilute  acids ;  but  by  further 
action  this  changes  into  dextrose.  This  latter  can  be  reconverted 
into  an  achrodextrine  by  dissolving  the  dextrose  in  concentrated 
sulphuric  acid  and.  precipitation  with  a  95  per  cent,  alcohol, 
the  dextrine  separating  out  as  a  white  amorphous  mass  readily 
soluble  in  water.  This  dextrine  possesses  twice  the  rotatory 
power  of  dextrose,  into  which  it  again  is  transformed  by  boiling 
with  dilute  sulphuric  acid.^ 

When  dextrine,  and  therefore  also  starch  and  bread,  is  roasted, 
a  soft,  amber-coloured,  soluble  body,  termed  by  Reichenbach  * 
azsamaTy  is  formed.  According  to  Q^lis  a  brown,  brittle  mass 
o{  pyrodextrine,  CJKjfigf,  is  formed  under  similar  circumstancea' 

Sinistrine,  (C^H^oOg)!!,  is  a  body  resembling  dextrine,  found  in 
the  squill  (Urginea  scUla).  It  is  Isevo-rotatory,  is  not  coloured 
by  iodine,  and  yields  Isevulose  when  boiled  with  dilute  sulphuric 
acid.* 

Zichinine  (Gfi^fi^n.  This  body,  also  known  as  moss-starcb, 
occurs  in  Iceland-moss  (Ceiraria  islandica).  It  is  soluble  in  hot 
water,  but  separates  on  cooling  in  a  gelatinous  form.^  The 
lichen  also  contains  another  substance,  isolichinine,  soluble  in 
cold  water,  but  insoluble  in  alcohol ;  it  is  distinguished  from  the 
foregoing  compound  by  being  tinted  blue  by  iodine.^ 


Inulin  (C^Kifi^n, 

863  In  1804  Valentine  Rose  ^  obtained  a  white  powder  from 
the  roots  of  elecampane  {Intda  helenium),  "  which  stands  between 
starch  and  sugar  in  its  properties."  To  this  Thomas  Thomson 
gave  the  name  of  inulin,  whilst  its  composition  was  ascertained 
by  Mulder.  This  body  appears  to  replace  starch  in  the  roots  of 
many  species  of  ComposUce,  occurring  in  the  dahlia  tubers  (of 
which  as  much  as  10  per  cent,  by  weight  consists  of  inulin) ;  in 
those  of  the  Jerusalem  artichoke  {Selianthus  tuberosiLs)  ;  in 
the  roots  of  the  dandelion  (Taraxdcum  officinale) ;  in  chicory 
(Chicorium  intybtis).  Inulin  is  also  found  in  the  fleshy  stems 
of  different  species  of  the  CaccUia  and  Kleinia,  in  the  woody 

^  Muscnlos,  Bull.  Soe,  Chim,  zviiL  68. 

*  Ann.  Chem.  Fharm.  xlix.  1.  »  Ann.  Chim.  Phy9.  [3],  liL  8S8. 
^  Schmiedberg,  Hopp^Seylcr't  ZeUachr.  iii  112. 

"  Knop  and  Schnedennann,  Ann.  Chem.  Phamu  Iv.  166. 

•  Berff,  Jahresb.  1878,  848. 

'  Gehlen,  Joum.  Chem.  iii.  217. 
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stalks  of  Ifusschiay  in  the  herbaoeous  stalks  of  Stylidium 
suffruticasum  and  Selliera  radican^.^ 

For  the  preparation  of  inulin  the  tubers  of  dahlia  are  boiled  out 
with  water,  to  which  some  lime  is  added,  and  the  concentrated 
extract  frozen.  After  thawing,  the  brown  deposit  is  dissolved 
in  hot  water,  the  liquid  again  frozen,  and  the  operation  repeated 
three  or  four  times.  The  concentrated  mother-liquors  yield 
more  inulin.  The  powder  is  washed  first  with  dilute  spirit,  then 
with  alcohol  of  93  per  cent.,  and  lastly  with  ether-alcohol,  after 
which  it  is  dried  in  vacuum  over  sulphuric  acid.' 

Inulin  is  a  snow-white  powder  consisting  of  sphaero-crystalsy 
soluble  in  hot  water^  but  only  slightly  so  in  cold,  and  insoluble 
in  absolute  alcohol.  It  is  very  hygroscopic,  and  when  dried 
possesses  the  composition  (CgHi^Og)^  +  HjO,  or  C^^^^^v  I* 
is  not  coloured  blue  by  iodine ;  its  solution  possesses  l^evo-rota- 
tory  power,  and  on  boiling  with  dilute  acid  it  is  transformed 
into  IfiBVulose ;  diastase,  however,  does  not  effect  this  change. 


liJEVXJLIN,  CeHio05- 

864  This  compound,  which  occurs  together  with  inulin  in  the 
tuber-bearing  Synantherece,  as  dahlia  and  Jerusalem  artichoke, 
was  first  prepared  by  Ville  and  Joulie.'  It  was  then  examined 
by  Popp,  who  classed  it  as  a  saccharose,  and  termed  it  synan- 
throse.^  Diek  and  Tollens  afterwards  determined  its  exact 
composition.^ 

To  prepare  this  substance  the  expressed  juice  of  the  ripe 
tubers  is  precipitated  with  lead  acetate,  the  filtrate  heated  with 
sulphuretted  hydrogen,  and  the  solution  evaporated  after  neutra- 
lization with  magnesia.  Lsevulin  is  extracted  from  the  residue 
by  boiling  dilute  alcohol,  whUst  the  inulin  remains  insoluble. 
Lsevulin  is  also  found  in  the  young  rye  grain ;  it  diminishes  in 
quantity  as  the  com  becomes  ripe,  whilst  the  starch  increases 
in  amount.^ 

Lsevulin  is  an  amorphous  deliquescent  body,  possessing  an 
insipid  taste,  and  is  converted  on  boiling  with  dilute  acids  into 
dextrose  and  laevulose.  Its  solution  is  optically  inactive,  and  it 
enters  slowly  into  fermentation  in  presence  of  yeast,  being  first 
decomposed  into  the  two  glucoses. 

^  Ann,  Chem.  Phartn.  xzriii.  27S.  *  KflUni,  LUbi^s  Ann,  ccv.  145. 

»  BvM.  Soe.  Chim.  [2],  tU.  262.  *  Ann.  Chem,  Pharm.  clvi  181. 

*  Ibid.  cxcTiiL  228.  *  Mtintz,  Cwnyt.  Send.  Izzxtu.  679. 
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Triticin  (CuH^jOn)!!,  is  also  an  amorphous  substance,  possess- 
ing Isevo  rotatory  power  and  yielding  laevulose  on  boiling  with 
acid.  It  is  found  together  with  invert-sugar  in  conch  grass 
(Triiieum  repetu).^ 

Glycogen,  (CgHi^OJn. 

865  This  substance,  sometimes  called  animal  starch,  was  dis- 
covered by  Claude  Bernard  in  human  liver  as  well  as  in  that  of 
graminivorous  animals.  He  gave  to  it  the  name  of  matiirt 
glycogtne,  because,  after  the  liver  is  freed  from  sugar  by  washing,  a 
substance  is  found  which  yields  sugar  with  a  ferment  also  present 
in  the  liver.*  Since  then  glycogen  has  been  shown  to  exist 
very  widely  diflfused  throughout  the  animal  kingdom,  indeed  it 
appears  to  be  an  essential  accompaniment  of  cellular  growth,' 
occurring  in  large  quantity  in  the  foetus/  It  also  occurs  in 
blood  and  muscular  tissue.^  Moreover  it  is  found  in  moUusca ; 
thus,  dried  oysters  are  said  to  contain  as  much  as  9*5  per  cent 
of  glycogen.*  This  substance  has  also  been  detected  in  the 
vegetable  kingdom,  in  moulds  and  other  fungi.^ 

To  prepare  glycogen  the  fresh  liver  of  an  animal,  slaughtered 
soon  after  a  meal,  when  it  is  richest  in  glycogen,  is  finely  cut 
up  and  boiled  out  with  water,  and  the  extract  treated  first  with 
a  solution  of  potassium  mercury  iodide  and  afterwards  with 
hydrochloric  acid,  and  this  repeated  until  no  further  precipitate 
occurs,  in  order  to  separate  out  the  nitrogenous  materials.  The 
glycogen  is  then  precipitated  by  adding  alcohol  to  the  filtrate, 
the  powder  being  washed  with  alcohol  first  of  60  per  cent.,  then 
of  95  per  cent.,  and  lastly  with  ether.**  As  boiling  water  dissolves 
glycogen  only  slowly,  it  is  preferable  to  use  caustic  potash 
solution,  and  then  to  treat  the  solution,  having  been  neutralized 
with  hydrochloric  acid,  as  above.*  The  nitrogenous  constituents 
can  be  separated  by  boiling  with  zinc  chloride,  when  the  glycogen 
remains  unaltered.^^ 

Glycogen  is  a  white  amorphous  powder  possessing,  when  dried 

1  H.  MoUer,  JdhrMh.  1878,  832. 

»  /oArewJ.  1857,552. 

s  Hoppe-Seyler,  Physiol,  Ckem,  1877,  i  82. 

*  McDoDnell,  Proe.  JRoy.  Soc,  xii.  476 ;  ziii.  871. 

*  NasM,  2eU8,  Physiol.  Chem.  iii.  201. 

*  Bizio,  Zeitschr.  Chem.  1866,  222. 
'  Nature^  November  1,  1883. 

8  Brucke,  Jahresb.  1871.  848. 

»  Wittich,  Zeitseh.  Anal.  Chem,  xiv.  227. 

>^  Abeles,  Zeitseh.  Anal.  Chem,  xriL  500. 
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over  calcium  chloride,  the  composition  C^^B^Ot^q  +  H^O/  hut 
losing  its  water  at  100^*  It  dissolves  in  water,  forming  an 
opalescent  liquid,  which  becomes  colourless  on  addition  of  acetic 
acid ;  this  solution  is  powerfully  dextro-rotatory,  and  is  coloured 
wine-red  by  iodine.  On  boiling  with  dilute  hydrochloric'  or 
sulphuric  acid,  glycogen  is  converted  into  dextrose,*  whilst,  by 
contact  with  diastase,  dextrine,  maltose,  and  dextrose  are  formed, 
these  bodies  occurring  in  the  liver  examined  after  the  rigor- 
mortis  has  occurred.*  The  dextrine  which  Limpricht  found  in 
horse-flesh  •  was  in  all  probability  a  product  of  decomposition  of 
glycogen.^ 


THE  GUMS,  (C,H„0^„. 

866  The  substances  classed  under  the  above  head  occur 
widely  distributed  throughout  the  vegetable  world,  but  seldom 
in  animal  bodies.  They  are  amorphous,  insoluble  in  alcohol,  but 
either  dissolve  in  water  or  swell  up  when  placed  in  this  men- 
struum. They  are  not  coloured  by  iodine,  and  when  boiled 
with  dilute  sulphuric  acid  they  are  converted  into  glucoses. 
*  AraMn,  or  arabic  add,  is  the  chief  constituent  of  gum  arabic, 
which  exudes  from  the  bark  of  several  species  of  acacia  growing 
in  tropical  countries.  The  finest  specimens  of  this  gum  come 
from  Egypt  and  Senegal,  less  pure  varieties  from  Morocco  and 
the  Cape.  Qum  arabic  is  also  imported  from  Australia,  but  the 
largest  amount  comes  from  Egypt  and  the  Bed  Sea  ports  on  the 
Arabian  coast,  whence  its  name. 

The  ancient  Egyptians  were  acquainted  with  this  gum  and 
termed  it  Kami,  using  it  in  painting.  Theophrastus  mentions 
that  KOfifU  is  a  product  of  a  tree  called  aKavda,  and  Celsus  in 
the  first  century  terms  it  gummi  acanthium.  The  word  gum 
arabic  is  used  for  the  first  time  by  Diodorus  Siculus  in  speaking 
of  the  products  which  had  to  pay  duty  at  the  Boman  custom- 
house in  Alexandria.  It  was  certainly  shipped  in  early  times 
from  the  Gulf  of  Aden  to  Arabia,  where  it  was  used  as  a 
medicine. 

1  Bizio,  toe.  eU.  *  Keknl^,  Jahretb,  1858,  570. 

'  Berthdot  and  Lnea,  Jahresb.  1859,  627. 

*  MaydL  Mtaeh,  PhyHol  Chem.  HI  196. 
'  Muscnlns  and  Mering,  ibid.  iL  403. 

•  Ann.  Chem,  Phamu  cxxxiii.  294. 

^  Demant,  ZeiUeh,  Phyaiol  Chem.  iii.  200. 
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The  best  Oordovan  or  Egyptian  gum  comes  into  the 
market  in  the  form  of  round  or  egg-shaped  lumps  about  the 
size  of  a  walnut.  These  are  colourless  or  slightly  yellow  and 
cracked  throughout  the  mass,  easily  breaking  in  irregular 
masses,  having  a  glassy  fracture.  The  Senegal  gnm  is  found 
in  larger  masses,  which  are  less  friable  than  gum  arable. 

Gum  arable  leaves  on  burning  a  residue  of  about  3  to  4  per 
cent,  of  ash  consisting  of  the  carbonates  of  potassium,  calcium, 
and  magnesium  ;  these  metals  being  contained  in  the  gum  as 
salts  of  arable  acid.  This  consists  at  least  of  two  varieties,  as 
solutions  of  the  different  kinds  of  gum  deviate  the  ray  of 
polarized  light  some  to  the  right  and  some  to  the  left. 

Arabic  acid  may  be  prepared  from  mucilage  by  adding  hydro- 
chloric acid  and  precipitating  with  alcohol,  dissolving  this  in 
water  containing  the  same  acid,  and  repeating  this  several  times. 
It  may  also  be  obtained  by  dialysing  the  acid  solution.  In  the 
moist  state  arable  acid  is  a  milk-white  mass,  having  an  acid 
reaction  and  setting  free  carbon  dioxide  from  carbonates.  It  is 
soluble  in  water,  but  after  drying  it  swells  up  in  contact  with 
water,  dissolving  again  on  addition  of  lime-water  or  baiyta- 
water.  An  aqueous  solution  of  pure  arable  acid  is  not  thrown 
down  on  addition  of  alcohol  alone,  but  the  presence  of  a  few 
drops  of  hydrochloric  or  nitric  acid  or  of  a  salt  solution  occa- 
sions an  immediate  precipitate.^  Arabin  dried  at  100''  has  the 
composition  Ci^fL^O^^,  and  at  120"*  il  loses  one  molecule  of 
water.* 

Silkworms  and  other  insects  contain  gum  of  a  similar 
character.* 

Qum  arable  is  used  for  the  same  purposes  as  dextrine,  also 
in  medicine  to  prepare  pastes  and  syrups,  and  for  a  variety  of 
purposes  in  the  arts,  for  giving  lustre  to  crape,  for  colours,  and 
in  the  preparation  of  ink,  as  holding  the  insoluble  tannate  of 
iron  in  suspension.  This  last  property  of  gum  may  be  easily 
shown  by  adding  sulphide  of  ammonium  to  a  mixture  of  gum 
mucilage  and  a  solution  of  sugar  of  lead ;  the  black  opaque 
liquid  does  not  deposit  a  precipitate  on  standing,  and  is  not 
decolourized  on  filtration. 

867  Metarabic  Acdd,  or  CeraHn,  is  the  substance,  insoluble  in 
pure  water  but  soluble  \n  alkaline  liquids,  obtained  by  heating 
gum  arable  to  100^    Cerasin  occurs,  together  with  arabin,  as  a 

^  Nenbaner,  Ann,  Chem,  Pharm,  cii.  105.        *  Gelis,  Ompt.  Bend,  zHy.  144. 
*  Ann,  Chem,  Fharm,  cxi  26. 
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lime  compound  in  the  insoluble  part  in  cherry-tree  gum,  and  also 
in  sugar-beet  and  other  fleshy  roots.  To  prepare  it  from  beetroot 
the  press-cake  is  broken,  repeatedly  extracted  with  alcohol,  the 
solution  being  each  time  expressed,  and  boiled  with  water  to 
drive  off  the  alcohol.  On  the  addition  of  milk  of  lime,  and  on 
warming  on  the  water-bath,  the  metarabic  acid  is  converted 
into  arabin ;  the  filtrate  is  then  freed  from  lime  by  carbonic 
acid,  the  clear  liquid  evaporated  with  acetic  acid,  and  the  arabin 
precipitated  by  alcohol.  It  is  difficult  thus  to  obtain  the  arabin 
free  from  inorganic  constituents;  to  effect  this  a  partial  pre- 
cipitation by  alcohol  must  be  made,  and  the  precipitate  allowed 
to  stand  with  the  solution,  and  in  a  few  weeks  the  whole  of  the 
mineral  matter  is  found  in  the  precipitate.^  The  arabic  acid 
thus  prepared  is  more  powerfully  laevo-rotatory  than  any  other 
kind  of  gum  arabic,  and  is  probably  a  pure  compound. 

Dextran,  or  fermerUahle  gum,  is  found  in  unripe  beetroot,'  and 
it  is  also  formed  in  the  mucic  fermentation  of  sugar,  and  in  the 
lactic  fermentation.'  Dextran  likewise  not  unfrequently  separ- 
ates out  as  a  jelly-like  body  in  the  working  of  the  beetroot- 
sugar  process,  and  is  often  found  in  considerable  quantities  in 
molasses,  from  which  it  can  be  separated  by  addition  of  water 
and  hydrochloric  acid,  and  precipitation  with  alcohol  (Scheibler). 
It  is  an  amorphous  substance,  readily  soluble  in  water,  power- 
fully dextro-rotatory,  and  slowly  yielding  dextrose  when  boiled 
with  acid. 

868  ParaAin,  Ci^H^gOii,  is  found  in  carrots  and  beetroot,  and 
in  larger  quantities  in  agar-agar,  or  Ceylon  moss,  in  a  seaweed 
(Ordcilaria  lichenoides)  used  in  China  and  India  for  making 
soups,  jellies,  &c.,  and  now  seen  in  European  markets.^  The 
name  gelose^  was  given  to  this  body  by  Morin  and  Porumbaru. 
Farabin  is  also  found  in  an  edible  alga  from  Swan  River  (Oigar- 
Una  spedom).  It  was  formerly  thought  that  this  and  other 
algse  yielded  the  material  of  the  celebrated  Chinese  birds'  nests, 
but  it  is  now  ascertained  that  the  swallows  themselves  secrete 
the  material  of  which  the  nests  are  made. 

To  prepare  parabin  the  beet  press-cake  is  washed  with  water 
and  spirit,  then  extracted  with  a  1  per  cent,  hydrochloric  acid, 
and  precipitated  by  alcohol    It  is  a  powder  which  swells  up  to 

^  Scheibler,  Ber,  DetUsch.  Chem.  Oes.  vL  612. 

«  Jb.  Wagner  Jahresb,  1876,  790. 

•  Bnimiig,  Ann,  Chem.  Pharm.  civ.  197. 

^  Reichardt,  Ber.  Deuttch.  Chem,  Get.  Tiii  807* 

«  Compt,  Rend.  zc.  924, 1081. 
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a  jelly  in  contact  with  water,  dissolves  in  dilute  mineral  adds, 
and  is  precipitated  by  alkalis  or  alcohol.  It  is  further  dis- 
tinguished from  arabin  by  the  facts  that  it  does  not  exhibit  an 
acid  reaction,  does  not  decompose  carbonates,  and  does  not  yield 
arabinose  when  boiled  with  dilute  sulphuric  acid,  whilst  on  long 
continued  warming  with  alkalis  it  passes  into  arabin. 

869  Wood  gum.  This  substance  is  foimd  as  mucUage  largely 
diffused  throughout  the  vegetable  kingdom.  After  drying,  this 
gum  is  insoluble  in  cold  water  and  ammonia,  but  dissolves 
slowly  in  50  parts  of  boiling  water,  and  readily  in  caustic  soda. 
Its  alkaline  solution  exhibits  IsBVo-rotatory  power.  When  boiled 
with  dilute  sulphuric  acid,  it  yields  a  glucose  possessing  copper- 
reducing  power,  but  incapable  of  entering  into  fermentation 
with  yeast.  ^ 

According  to  Singer  all  varieties  of  woods  and  woody  tissues 
also  contain  a  gum  which  is  soluble  in  water  and  resembles 
arabin.' 

Bassorin  occurs  in  Bassora  gum,  which  is  derived  from  a 
variety  of  cactus,  in  Acajou  gum,  from  Anacardium  occideniak, 
and  in  gum  tragacanth,  which  is  obtained  from  various  kinds  of 
astralagus,  the  gum  either  exuding  of  itself  or  after  excision. 

It  is  gathered  principally  in  Asia  Minor,  Syria,  Armenia,  Kur- 
distan, and  Persia,  and  has  been  known  from  early  times.  Theo- 
phrastus  was  acquainted  with  it,  and  Dioscorides  correctly  states 
that  it  is  derived  from  a  low  thorny  bush. 

Gum  tragacanth  occurs  in  commerce  in  yellowish-white, 
translucent,  flat  pieces,  which  usually  exhibit  on  the  surface 
rounded  protuberances,  and  this  variety  is  known  as  leaf  or 
sheet  gum  tragacanth,  whilst  the  so-called  worm  gum  tragacanth 
forms  more  or  less  thick,  vermicular  masses. 

In  addition  to  bassorin,  it  contains  arabin,  starch,  cellular 
tissue,  and  the  same  mineral  constituents  as  gum  arabic.  If  it 
be  steeped  in  water,  it  swells  up  to  a  gelatinous  mass  occupying 
many  hundred  times  the  bulk  of  the  original  substance.  K  it 
be  allowed  to  increase  from  1,000  to  1,200  times  the  bulk,  and 
the  liquid  be  poured  off,  the  mass,  on  prolonged  agitation  with  a 
large  quantity  of  water,  becomes  thin  and  fluid,  so  that  it  will 
pass  through  a  filter ;  in  this  way  the  starch  and  the  cellular 
tissue  are  kept  back,  and  each  drop  as  it  comes  through  forms 
a  thread.     When  gum  tragacanth  is  boiled  with  dilute  alkalis 

^  Thomson,  Jottm.  PraJct,  Chem,  [2],  xix.  146. 
*  Monatseh.  Chem,  iii.  406. 
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it  forms  a  substance  resembling  gum  arabic,  whilst  boiling 
with  dilute  acids  transforms  it  into  a  crystallizable  sugar. 

In  early  times  the  old  Qreek  and  Arabian  physicians  made 
use  of  gum  tragacanth  ;  it  is  now  employed  in  pharmacy,  and 
in  confectionery,  and  it  is  also  made  use  of  in  the  place  of  other 
gummy  matters  in  finishing  and  calico-printing,  and  also  used 
by  shoemakers. 

According  to  the  receipt  of  Qahn  the  so-called  "  Sprengkohle  " 
used  for  leading  a  crack  in  glass-working  is  prepared  as  follows : 
A  solution  of  2  5  parts  of  gum  arable  in  4  parts  of  water  is 
mixed  with  the  mucilage  got  by  treating  1  part  of  gum  traga- 
canth with  8  parts  of  boiling  water;  a  solution  of  0*5  parts 
gum  benzoin  and  0*5  parts  storax  is  rubbed  up  in  the  smallest 
possible  quantity  of  alcohol,  and  the  whole  is  intimately  mixed 
with  from  6  to  7  parts  of  very  finely  powdered  wood  charcoal, 
and  moulded  into  rods  about  20  cm.  long,  and  of  the  thickness 
of  an  ordinary  lead-penciL 

870  Vegetable  mucUage,  Parts  of  many  plants  give,  on  soaking 
in  cold  or  hot  water,  a  mucilaginous  liquid.  According  to  Schmidt, 
the  purified  dry  substance  has  the  composition  C^H^qO^^  but 
ToUens  and  Kirchner  do  not  find  this  to  be  the  case  with 
every  variety  of  vegetable  mucilage. 

Linseed  mucilage  is  obtained,  by  addition  of  hydrochloric  acid 
and  precipitation  with  alcohol,  as  a  powder  which  when  dried 
at  100°  has  the  above  composition.  On  prolonged  boiling  with 
dilute  sulphuric  acid  it  yields  a  gum  and  a  sugar,  both  of  which 
are  strongly  dextro-rotatory,  and  4  per  cent,  of  a  residue  is  left 
resembling  cellulose. 

The  mucilage  obtained  from  the  willow  weed  (Flantago 
psyllium)  has  the  composition  C^sH^Og^  and  yields  more  sugar 
than  that  from  linseed,  and  it  gives  6'3  per  cent,  of  residue. 

Quince  mucilage  forms,  after  purification  with  hydrochloric 
acid,  alcohol,  and  ether,  a  porous  mass  having  the  formula 
Cj^H^Oj^.  With  water  it  yields  a  gelatinous  mass,  which  is 
transformed,  on  addition  of  a  little  caustic  potash  solution,  into 
a  mucilage.  On  boiling  with  dilute  sulphuric  acid,  it  yields  a 
dextro-rotatory  sugar,  a  laevo-rotatory  gum,  and  34  per  cent,  of 
cellulose. 

Kirchner  and  Tollens  believe  that  the  mucilages  are  com- 
pounds of  cellulose  or  another  similar  body  with  gum,  and  that 
the   latter,  by  the   action   of  the  add,  is  in   part  converted 
*  Ann.  Chem.  Pharm,  li.  29.  ■  lb.  cIxxt.  205. 
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into  sugar,  the  quantity  of  which  is  inoreased  on   prolonged 
boiling. 

Other  vegetable  mucilageSi  which,  like  those  already  de- 
scribed, are  used  for  a  variety  of  purposes  in  the  arts,  and 
especially  in  pharmacy,  occur  in  marshmallow  root  (AUJuEa 
officinalis),  in  salep  (the  roots  of  various  orchids),  in  Irish- 
moss  or  rock-moss,  a  species  of  seaweed  (Chondrus  crispus), 
which  is  found  on  the  rocky  coasts  of  Europe  from  the  North 
•Cape  to  Gibraltar,  and  on  the  east  coast  of  North  America. 
It  is  not  only  used  in  medicine,  but  also  for  clarifying  beer, 
in  finishing  textiles,  as  fodder,  &c. 


CELLULOSE,  {C^B^fi^n, 

871  This  compound  occurs  universally  distributed  throughout 
the  vegetable  kingdom,  forming  cell  membrane,  but  it  is  very 
seldom  found  pure,  inasmuch  as  other  substances  pass  from  the 
cells  into  the  membrane,  and  there  become  fixed.  It  is  built  up 
from  soluble  carbohydrates  contained  in  protoplasm,  and,  with 
the  exception  of  the  very  young  cellular  tissue,  always  contains 
mineral  matters.  Cotton-wool,  frequently  washed  linen,  and 
Swedish  filter-paper  consist  of  almost  pure  ceUulose ;  the  last- 
named  may  be  obtained  free  from  ash  by  treatment  with  dilute 
hydrofluoric  acid.^ 

It  is  often  of  great  importance  in  the  paper  manufacture, 
and  for  other  technical  purposes,  to  separate  the  cellulose  from 
the  raw  fibre,  and  determine  its  quantity.  For  this  purpose 
Hugo  MtiUer  recommends  the  following  method  as  being  the 
best.  Two  grams  of  the  substance  are  dried  at  110** — 115"; 
if  much  wax  or  resin  be  present  this  is  extracted  by  a  mixture 
of  benzene  and  strong  alcohol,  and  then  the  material  is  boiled 
out  a  few  times  with  water  or  very  dilute  ammonia.  The 
substance,  squeezed  as  dry  as  possible,  is  next  digested  with 
100  cbc.  of  water,  and  from  5  to  100  cbc.  of  bromine  water 
containing  4  grams  of  bromine  per  liter.  As  soon  as  the 
colour  of  the  bromine  disappears,  more  bromine  water  is  added, 
and  this  addition  is  continued  until  after  standing  for  twenty- 
four  hours  the  mixture  contains  free  bromine.  The  substance  is 
then  washed  with  water  and  heated  with  a  mixture  of  2  cbc 
^  Fellenbeig,  Jahresb,  1854,  648. 
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of  ammonia  and  500  cbc.  of  water  almost  to  the  boiling  point, 
again  washed,  and  this  successive  treatment  with  bromine  and 
ammonia  repeated  until  the  liquid  ceases  to  be  coloured  brown. 
Even  straw  and  shavings  when  thus  treated  yield  a  mass  of 
isolated  cells  resembling  paper-pulp,  which  when  washed  with 
water  and  boiling  alcohol  assumes  a  lustrous  white  appearance. 

Cellulose  is  insoluble  in  the  ordinary  solvents,  but  it  dissolves 
in  an  ammoniacal  solution  of  cupric  oxide.  This  reaction 
was  discovered  by  Schweitzer,^  and  the  reagent  is  best  prepared 
by  first  precipitating  with  caustic  soda  a  solution  of  sulphate  of 
copper  to  which  sal-ammoniac  has  been  added,  preserving  the 
precipitate  under  water,  and,  when  the  reagent  is  needed, 
adding  the  hydrated  cupric  oxide  to  ammonia  so  long  as  it  dis- 
solves. The  deep  blue  solution  dissolves  cotton-wool  freely.^  The 
mucilaginous  fluid  may  be  filtered  after  dilution.  On  addition 
of  an  acid,  the  cellulose  is  precipitated  as  a  gelatinous  mass 
resembling  alumina,  and  on  drying  forms  a  homy,  brownish-grey 
mass. 

Cellulose  resists  the  action  of  most  reagents ;  thus  it  is  not 
attacked  in  the  cold  by  a  mixture  of  potassium  chlorate  and 
dilute  nitric  acid,  which  soon  destroys  most  other  organic  bodies. 
It  is  thus  possible  to  purify  crude  cellulose,'  though  the  use  of 
bromine  water  is  preferable.  Chlorine  or  bleaching  powder 
destroys  it,  however,  after  some  time.  For  this  reason  paper 
sometimes  becomes  friable  when  the  pulp,  bleached  with 
chlorine,  has  not  been  thoroughly  washed.  Ozone  and  hydrogen 
dioxide  in  presence  of  water  act  similarly,  as  indeed  do  certain 
metallic  oxides,  though  in  less  degree  Thus  the  injury  done 
to  linen  by  rust  stains  is  well  known,  A  similar  slow  deteriora- 
tion in  the  strength  of  the  fibre  takes  place  in  paper  and  cloth 
of  pure  cellulose  after  lapse  of  years  by  the  action  of  the  air.  A 
remarkable  decomposition  of  cellulose  is  that  caused  by  a  fer- 
ment contained  in  sewage  deposit,  and  also  present  in  all  fertile 
soil,  by  which  cellulose  is  decomposed  into  carbon  dioxide  and 
marsh  gas.^  This  fermentive  decomposition  of  cellulose  must 
play  an  important  part  in  the  destruction  of  woody  fibre  on 
those  portions  of  the  earth's  surfaces  where  the  range  of 
temperature  is  such  as  to  permit  its  action. 

^  Jahirt»h,  1857,  247.  '  Nenbaner,  Frmniui'  Zeitsehr.  xir.  196. 

*  Schidze,  Jahresb.  1857,  491. 

*  Hoppe-Seyler,  £er.  DeutscK,  Chenu  Ots.  xvi.  122;  H.  Jappeiner,  tb,  xvi. 
1784. 
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87a  HuTMis.  As  forming  intermediate  links  in  the  chain  from 
cellulose  to  the  two  products  above  mentioned,  come  the  brown 
or  black  substances  to  which  the  name  of  humus  has  been  given, 
found  in  vegetable  mould,  peat,  and  rotten  wood.  These  bodies, 
or  similar  ones,  are  produced  when  carbohydrates  are  acted 
upon  by  mineral  acids  or  by  alkalis :  they  are  insoluble  in  acids, 
but  dissolve  in  alkalis.^ 

Hydrocellulose.  When  cellulose  is  brought  into  sulphuric  add  of 
specific  gravity  1*42,  or  into  hydrochloric  acid  of  specific  gravity 
1*16,  it  undergoes  scarcely  any  visible  alteration,  but  after  a  time 
it  becomes  friable,  being  converted  into  hydrocellulosey  Gy^U^O^j^ 
a  body  likewise  obtained  by  the  action  of  the  gaseous  bydracids 
of  chlorine,  bromine,  and  iodine  on  cellulose.  This  substance 
is  also  formed  when  cellulose  is  moistened  with  a:ny  dilute 
mineral  acid  and  then  dried.  It  is  soluble  in  warm  potash-lye, 
and  is  easily  oxidized,  absorbing  oxygen  at  as  low  a  temperature 
as  50V 

This  last  reaction  is  employed  for  the  purpose  of  removing 
the  cotton  fibre  from  mixed  goods,  the  wool,  which  is  unacted 
upon,  being  worked  up  for  shoddy. 

Cellulose  dissolves  in  concentrated  sulphuric  acid,  an  add 
termed  cellulose-sulphuric  add  being  said  to  be  formed,  though 
Fehling  states  that  this  is  a  mixture.'  If  this  solution  be 
diluted  with  water  and  boiled,  dextrine  and  dextrose  are  formed* 
Hence  sugar,  and  therefore  alcohol,  can  be  prepared  from  rags 
or  sawdust. 

873  Amyloid  and  ParchmeiU  Paper,  Cellulose  also  dissolves 
in  chlorsulphuric  acid,  the  same  products  being  formed  as 
from  dextrose.  If  1  part  of  cotton-wool  be  dissolved  in 
a  mixture  of  24  parts  of  sulphuric  acid  and  6  parts  of 
water,  a  gelatinous  precipitate  of  amyloid  is  thrown  down  on 
addition  of  more  water.  This  body  forms  the  outer  cover- 
ing of  the  well  known  parchmeTit  paper  now  so  largely  used 
in  place  of  animal  membranes.^  According  to  Gaine,  parchment 
paper  is  best  prepared  by  dipping  unsized  paper  for  a  few 
seconds  into  a  cold  mixture  of  two  volumes  of  sulphuric  add 

1  Malder,  Ann,  Chem,  Pharm,  zxvi.  243 ;  Peligot,  ib.  xzx.  79  ;  Stein,  ib, 
zxz.  84 ;  Gregory,  Ann,  Chem.  Pharm.  bci.  365  ;  Berzelias,  Pogg,  Atm,  zzix. 
8  aud  238  ;  Lefort,  Bull  Soe,  Chim.  [2],  yiii.  373  ;  Detmcr,  Amer,  Chem,  iii 
802 ;  Th^nord,  Comp.  Rend,  Ixxxiii.  375. 

*  Girord.  Bull.  Soc,  Chim,  xxvi.  190 ;  xxxiv.  407. 

»  Ann.  Chem.  Pharm.  liii.  135.  *  Bechainp,  ib,  c.  867. 

•  Ferwer,  Jahresh.  1861,  938. 
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and  ODe  volume  of  water,  and  then  -washing  first  with  water, 
then  with  dilute  ammonia,  and  lastly,  again  with  water.^  Parch- 
ment paper  can  also  be  made  by  dipping  paper  into  a 
concentrated  solution  of  zinc  chloride.' 

Amyloid,  like  starch,  is  coloured  blue  by  iodine,  but  the 
colour  disappears  soon  by  the  action  of  water.  A  reagent  by 
which  the  cellulose  of  plants  is  coloured  blue  consists  of  a  solu- 
tion of  zinc  chloride,  of  specific  gravity  1*8,  to  100  cbc.  of  which 
six  grams  of  potassium  iodide  and  as  much  iodine  as  will  dis- 
solve has  been  added*  Cellulose  is  distinguished  from  starch 
by  its  solubility  in  Schweitzer's  reagent  in  which  starch  does  not 
dissolve.  Silk  also  dissolves  in  the  above-named  reagent  and 
also  in  an  ammoniacal  solution  of  nickel  oxide,  which  does  not 
act  upon  cellulose,  but  this  latter  body  is  not  attacked  by  dilute 
acids,  which  easily  dissolve  both  wool  and  silk.  If  a  piece  of 
mixed  goods  is  moistened  with  dilute  hydrochloric  acid  and  then 
allowed  to  dry,  the  woollen  and  silk  fibres  are  not  attacked, 
whereas  the  cotton-thread  is  disintegrated.  Cotton-wool  heated 
with  concentrated  potash  to  160**  dissolves,  and  the  solution  on 
acidulation  yields  a  precipitate  which  possesses  the  composition 
of  cellulose,  but  is  readily  soluble  in  alkalies.  Concentrated 
caustic-lye  also  acts  in  the  cold  on  cotton-wool,  contracting  and 
thickening  the  fibres.  If  caustic  sodarlye  of  a  strength  not 
less  than  specific  gravity  1*342  be  used,  a  compound 
C^^H^o^io  +  NaOH,  is  formed,  and  caustic  potash  yields  a 
similar  compound;  both  these  are  decomposed  by  carbon 
dioxide.'^ 


Ethereal  Salts  of  Cellulose. 

874  Nitrates  of  Cellulose  or  Oun-Cotton,  Pelouze  was  the  first  to 
observe,  in  1838,  that  when  concentrated  nitric  acid  is  allowed  to 
act  upon  starch-flour,  paper,  linen,  or  cotton-wool,  the  cellulose 
is  converted  into  an  explosive  substance  which  he  supposed  to  be 
identical  with  Braconnot's  xyloidin,  and  this  view  was  generally 
accepted  until  Schonbein,  in  1846,  announced  his  discovery  of 
an  explosive  cotton  which  could  be  used  instead  of  gunpowder, 
and  which  was  analysed  by  Walter  Crum.^  Schonbein  kept  his 
process  secret,  but  it  was  soon  discovered  by  Biittger  and  Otto, 

1  Jahresb.  1858,  668.  '  Taylor,  Joum,  Soe,  Arts,  1859,  851. 

*  Gladstone,  Cheni.  Soe.  Joum.  t.  17.         -*  Phil.  Mag.  [8],  zxiz.  426. 
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and  published  by  the  last-named  chemist,  who  prepared  gun* 
cotton  by  dipping  cotton-wool  into  the  strongest  nitric  acid  and 
washing  the  product  with  water.  The  publication  of  the  process 
led  many  chemists  and  a  still  larger  number  of  amateurs  to 
experiment  with  this  remarkable  substance.^ 

Manufacture.  Knop  showed  that  a  mixture  of  sulphuric  and 
nitric  acids  answered  better  than  the  latter  acid  alone,  and  the  new 
explosive  was  manu£Eu$tured  on  a  large  scale,  but  the  results  were 
not  satisfactory,  inasmuch  as  the  product  could  not  be  kept  for 
any  length  of  time,  and  decomposed  sometimes  slowly  and  some- 
times so  rapidly  as  to  give  rise  to  violent  explosions.  Thus,  on 
July  17, 1848,  a  frightfiil  explosion  of  16,000  kilos,  of  gun-cotton 
took  place  at  Bouchet  in  France,  walls  of  one  metre  in  thick- 
ness being  pulverised  and  heavy  objects  projected  to  great 
distances,^  whilst  similar  explosions  occurred  at  Faversham  and 
other  places.  The  manufacture  of  gun-cotton  was,  in  consequence, 
almost  entirely  abandoned,  and  few  had  the  temerity  to  believe 
that  it  had  a  future  as  an  explosive.  Of  these  few  one  was 
the  Austrian  artillery  general,  von  Lenk,  and  another.  Sir 
Frederick  Abel,  chemist  to  the  English  War  Office.  It  is  to 
the  perseverance  and  ability  of  these  two  gentlemen,  who  worked 
independently  of  one  another,  that  we  owe  the  discovery  of  a 
process  by  which  a  perfectly  unalterable  gun-cotton  of  con- 
stant composition  can  be  prepared,  and  a  powerful  explosive  is 
obtained  which  is  fas  less  dangerous  to  handle  than  gunpowder. 

In  the  first  place,  the  cotton-wool  must  be  thoroughly  freed 
from  fatty  or  waxy  matter  by  treatment  with  alkali.  Lenk 
dips  the  loosely-spun  cotton  yam  into  a  boiling  dilute  solution 
of  carbonate  of  potash,  washes  well  with  water,  and  dries.  Then 
he  brings  it  into  300  times  its  weight  of  a  mixture  of  1  part  of 
nitric  acid  of  specific  gravity  1*485  and  3  parts  of  sulphuric 
acid  of  specific  gravity  1'84,  allows  it  to  remain  in  for  a  few 
minutes,  then  takes  it  out,  presses  it,  and  throws  it  into  another 
similar  mixture  of  acids  where  it  is  allowed  to  remain  for  forty- 
eight  hours.  It  is  then  squeezed  out  and  well  washed  in  running 
water,  dipped  into  a  boiling  solution  of  carbonate  of  potash,  and 
again  washed  with  water.^     Further  important  improvements 

^  For  the  literature  of  the  gubject  see  8eh5nbeiii,  "  On  the  Discoveiy  of  Oim- 
cotton,"  PhU.  Mag,  [8],  xxzi.  7  ;  also  Jahrtah.  1847  and  1849,  p.  1128  ;  Jimm. 
Prakt,  Chum.  xl.  193 ;  Pogg,  Ann,  Ixx.  820. 

'  CompUs  Bend,  zxyiii.  845. 

»  "  Report  on  the  Application  of  Gun-cotton  to  Warlike  Pnrposea,**  BriL  At$oe, 
BeporU^  1868,  p.  1 ;  and  on  p.  8,  "System  of  Mannikctnre  of  Onn-cottoo  as 
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in  the  inanufactuie  of  gun-cotton  were  made  by  Abel.  His 
process  consists  in  bringing  the  purified,  well-dried,  unspun 
cotton-wool  into  a  mixture  of  10  parts  of  a  mixture  of  1 
part  of  nitric  acid  of  specific  gravity  1*5  and  3  parts  sulphuric 
acid  of  specific  gravity  1*85,  and  leaving  it  twenty-four  hours 
in  contact  with  the  acid.  After  washing,  the  wool  is  placed  in 
a  washing  engine,  such  as  is  used  in  paper  manufacture,  and 
the  pulped  and  washed  mass  pressed  into  cylinders.^ 

875  Properties.  The  formula  for  gun-cotton  thus  prepared 
is  C^fi^^(NO^fi^f^  or  a  hexnitrate  of  cellulose.  This  was 
first  ascertained  by  Walter  Crum.'  The  gun-cotton  prepared 
from  raw  cotton  is  scarcely  to  be  distinguished  from  this 
latter  substance  in  appearance,  though  it  has  rather  a 
rougher  touch;  it  becomes  powerfully  electric  on  rubbing, 
crackling  and  phosphorescing,  and  emitting  sparks  in  the  dark. 
It  does  not  yield  the  reaction  for  amyloid  with  iodine,  and  is 
insoluble  in  Schweitzer's  reagent.  On  ignition  it  bums  very 
rapidly,  and,  unlike  powder,  leaves  no  residue.  Abel's  gun- 
cotton  may  be  burnt  on  the  hand  without  scorching  the  skin, 
and  when  placed  on  some  gunpowder  it  may  be  fired  without 
igniting  the  powder.  Lenk's  cotton  does  not  bum  so  quietly, 
and  when  pressed  or  tightly  spun  it  bums  more  slowly.  Abel's 
compressed  gun-cotton  bums  quietly  on  ignition  with  a  large 
flame.  It  remains  unaltered  in  contact  with  water,  and  as  it  is 
not  explosive  when  wet,  it  can  be  preserved  or  worked  in  this 
state  without  danger.  A  gun-cotton  cartridge,  well  moistened 
throughout  its  mass,  may  have  a  hole  bored  through  it  with  a 
red-hot  iron  with  as  little  danger  as  a  piece  of  wood.  To  prove 
the  harmless  nature  of  wet  gun-cotton  the  War  Department  made 
the  following  experiment :  Two  massive  erections  of  stone  were 
built,  and  in  each  of  these  was  placed  a  ton  of  the  moist  com- 
pressed gun-cotton  on  iron  plates;  the  buildings  were  filled 
with  combustible  materials,  which  were  then  fired.  After 
lapse  of  a  couple  of  hours  the  fire  had  bumt  out,  the  two  iron 
plates  were  found  to  be  bent  by  the  heat,  but  no  explosion 
whatever  occurred,  for  the  gun-cotton,  having  been  gradually 
dried,  bumt  quietly. 

carried  on  in  the  Imperial  Austrian  EstablisLment,"  by  F.  A.  Abel,  BriL  Assoc. 
JievorU,  1863. 

^  Chem.  HewB,  xxiY.  241 ;  see  also  Abel,  Chem,  News,  ix.  254,  268,  284  ;  and 
Abel,  "  Contribntions  to  the  History  of  Exploeive  Agents,"  PhU.  Trans.  1866, 
269  ;  1867,  181 ;  1869,  489  ;  1874,  837.  *  Fhil.  Mag.  [3],  xzx.  426. 
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Guii-<x)tton  explodes  on  percussion,  and  the  more  readily  the 
more  it  has  been  previously  compressed,  but  the  explosion  is 
much  more  violent  when  it  is  induced  by  a  detonation  of  ful- 
minating mercury.  To  give  an  idea  of  the  force  of  such  an 
explosion  it  may  be  sufficient  to  state  that  120  grams  (4  ounces) 
of  compressed  gun-cotton  fired  with  a  detonating  fuse  (Abel's) 
against  an  ordinary  steel  railway  rail  breaks  it  to  piece&  Certain 
of  the  old  martello  towers  built  on  the  south  coast  near  Rye,  with 
walls  2  to  8*7  metres  thick,  were  utterly  destroyed  by  exploding 
200  pounds  of  gun-cotton  as  described.  Abel  has  proved,  by  means 
of  a  chroDoscope,  that  the  rate  of  propagation  of  the  detonation 
in  the  interior  of  a  mass  of  compressed  gun-cotton  takes  place 
at  the  rate  of  5,200  to  5,900  metres  per  second.  Moist  gun- 
cotton  may  be  made  to  explode  even  more  violently  than  the 
dry  material.  For  this  purpose  a  hole  is  bored  in  the  centre  of 
the  moist  cartridge,  and  this  filled  with  dry  gun-cotton,  and  in 
the  centre  of  this  is  placed  a  fulminating  (use.  Qun-cotton  is 
largely  used  for  filling  torpedoes,  but  it  is  not  so  much  employed 
for  shells,  as,  owing  to  the  fact  that  it  bums  without  smoke,  the 
spot  at  which  the  shell  bursts  cannot  be  seen  at  a  distance ;  nor 
has  it  been  largely  applied  for  gunnery  purposes  in  place  of 
gunpowder.  It  is,  however,  to  use  the  expression  of  the  Royal 
Commission  which  was  appointed  to  investigate  the  subject, 
a  powerful,  reliable,  safe,  portable,  and  convenient  explosive, 
especially  valuable  for  submarine  operations. 

Oun-cotton  is  also  useful  in  the  laboratory  for  filtering  solu- 
tions of  potassium  permanganate  or  other  strongly  oxidizing 
liquids. 

The  products  of  combustion  of  gun-cotton,  as  is  the  case 
with  those  of  gunpowder,  dififer  both  in  quality  and  quantity 
according  to  the  conditions  under  which  it  is  fired.  They  con- 
sist of  nitrogen,  nitric  oxide,  carbon  monoxide,  carbon  dioxide, 
marsh  gas  and  other  hydrocatbons,  and  aqueous  vapour,  but 
when  ignited  under  pressure  they  contain  no  nitric  oxide,  but 
free  hydrogen  is  present.^  Cyanogen  and  hydrocyanic  acid  have 
also  been  detected.*  This  last  product  occurs  together  with 
nitrogen  trioxide  only  when  the  gun-cotton  is  burnt  slowly  under 
diminished  pressure  (Abel). 

Although  properly  prepared  gun-cotton  may  be  preserved  for 

^  ▼.  Kiaolyi,  Pogg.  Aw^,  czviii.  544  ;  Abel,  Proc  Roy,  8oc,  xiiL  204. 
'  PorrBttand  Teschfimacber,  JfenuChem,  Soc  iii.  258  ,-  Fordoi  and  Q41u,  Comp. 
Lend,  ziiL  982. 
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years  both  in  the  dry  and  in  the  moist  state  without  under- 
going deterioration,  the  material,  if  containing  even  a  trace  of 
free  acid,  decomposes  on  standing  with  a  greater  or  less  degree 
of  rapidity,  red  nitrous  fumes  and  carbon  dioxide  being  given 
off,  and  formic  and  oxalic  acids,  together  with  other  products, 
being  produced.^  Large  masses  of  insufficiently  washed  gun- 
cotton  when  stored  may  evolve  heat  enough  on  decomposition 
to  bring  about  an  explosion.  Such  an  explosion  occurred  at 
Stowmarket  in  1871,  and  on  investigation  it  was  ascertained 
that  some  of  the  stock  of  gun-cotton  contained  acid,  owing  either 
to  insufficient  washing  or  to  the  felonious  addition  of  acid  to 
the  properly  washed  gun-cotton. 

876  Collodion,  Soon  after  the  discovery  of  gun-cotton,  Messrs 
Maynard  and  Begelow,  as  well  as  MM.  Menard  and  Domonte,^ 
observed  that  this  body,  prepared  by  a  certain  process,  dissolves 
in  a  mixture  of  alcohol  and  ether,  and  it  was  not  long  before 
this  solution  was  employed  in  America  for  a  variety  of  purposes. 
It  was  then  proved  that  the  hexnitrate  is  insoluble  in  the  above 
reagents,  whilst  the  lower  nitrates  dissolve.  These  latter  are 
obtained  by  allowing  the  acid  to  act  on  the  cotton  fibre  for  a 
shorter  time,  and  by  the  above-mentioned  reaction  may  be 
separated  from  the  hexnitrate,  which  is  insoluble  in  a  mixture 
of  ether  and  alcohol,  methyl  alcohol,  glacial  acetic  acid,  and  ethyl 
acetate,  but  forms  a  jelly  with  acetone,  and  dissolves  in  a  large 
volume  of  this  liquid.' 

When  cotton-wool  is  treated  with  mixed  acids  only  for  a  few 
minutes,  the  tetranitrate,  C^^uQ^O^fi^Q,  and  the  trinitrate, 
^i2^i7(^^8)8^io»  ^^^  formed,  the  action  of  somewhat  less  con- 
centrated acids  for  a  longer  period  producing  the  same  result. 
These  compounds  dissolve  in  a  mixture  of  alcohol  and  ether,  in 
methyl  alcohol,  and  in  acetic  ether.  The  trinitrate  also  dissolves 
slowly  in  absolute  alcohol,  whilst  the  tetranitrate  does  not ;  it  is, 
however,  not  possible  in  this  way  to  effect  a  complete  separation 
of  the  two  compounds  (Eder). 

Cellulose  IHnitrate,  Ci^igi^O^fi^^,  is  formed  as  the  first 
product  of  the  action  of  the  hot  dilute  mixture  of  acids  upon 
cotton-wool,  or  as  the  last  product  of  the  action  of  caustic  potash 
or  ammonia  on  the  alcoholic  and  ethereal  solution  of  the  higher 

^  Hofmanxi,  Jour,  Chem,  Soe,  xiii.  76,  282 ;  Bonet,  Comp,  Rend.  liii  405 ; 
Luca,  i6.  liii.  298.  '  Compt.  Rend,  xxir.  890. 

*  Eder,  Ber,  DetUseh.  Chem.  Ges,  ziiL  169,  where  an  acooant  of  the  literatoTB 
of  the  sabject  from  1862  is  to  be  foond. 
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nitrates.  It  is  a  flocculent  powder  or  a  transparent  gum-like 
mass,  easily  soluble  in  the  above-named  solvents  with  the  ex- 
ception of  pure  ether.  It  also  dissolves  in  caustic  potash-lye, 
but  this  solution  readily  undergoes  decomposition  with  produc- 
tion of  a  brown,  gummy  mass,  the  mononitrate  not  being  formed. 
According  to  Girard,  hydrocellulose  yields  a  very  explosive 
hexnitrate,  soluble  in  ether-alcohol. 

The  application  of  the  sensitised  collodion  film  to  photographic 
.purposes  was  made  by  Scott  Archer,  with  whom  Dr.  Hugh 
Diamond  was  associated  in  1851. 

The  following  is  the  method  of  making  pyroxyline  prescribed 
by  Hardwich,  who  was  the  first  to  thoroughly  investigate  the 
manufacture  of  pyroxyline  fit  for  the  manufBu^ture  of  collodion : 

A  mixture  of 

500  cbc.  of  sulphuric  acid,  sp.  gr.  1*842 
166*6  cbc.  of  nitric  acid,  sp.  gr.  1'456 
145'7  cba  of  water 

is  made  by  mixing  the  nitric  acid  and  water,  and  afterwards 
adding  the  sulphuric  acid.  The  temperature  is  then  allowed  to 
cool  to  65^  and  a  dozen  balls  of  cleaned  and  dried  cotton-wool, 
each  weighing  about  1*5  gram,  separately  immersed  in  the 
liquid,  and)  after  thoroughly  soaking,  allowed  to  remain  at  tlie 
bottom  of  the  vessel.  This  immersion  should  be  rapidly  carried 
out,  otherwise  decomposition  may  take  place,  and  the  whole  of 
the  cotton  may  dissolve  with  the  evolution  of  nitrous  fumes. 
The  balls  must  be  left  in  the  acid  from  ten  minutes  to  a  quarter 
of  an  hour,  and  they  are  then  ready  for  washing,  which  must  be 
completely  done,  best  in  running  water.  Several  other  formulsB 
have  been  given  for  the  preparation  of  pyroxyline,  and  many 
recipes  for  making  collodion,  differing  in  the  relative  quantity 
of  alcohol  and  ether  used  as  a  solvent.  Hardwich  uses  12 
to  14  grams  of  pyroxyline,  and  450  cbc.  of  alcohol,  specific 
gravity  0*82,  and  550  cbc.  of  ether,  specific  gravity  0725.* 

The  chief  use  of  collodion  is  for  preparing  sensitive  photo- 
graphic films,  but  it  is  also  used  in  surgery,  for  making  small 
balloons,  &c. 

All  the  nitrates  of  cellulose  give  up  nitric  acid  when  treated 
with  alkalis,  and  concentrated  sulphuric  acid  displaces  the  nitric 
acid  almost  completely  even  in  the  cold.  The  nitrates  are  also 
converted  intx>  cellulose  by  the  action  of  reducing  age&ts  such  as 

^  For  further  information  consolt  Abney'i  Treatite  on  Phoiognphy^  Longmau. 
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ferrous  acetate,  potassium  hydrosulphide,  or  a  solution  of 
stannous  oxide  in  caustic  soda.  The  same  change  occurs  when 
the  nitrate  is  boiled  with  ferrous  sulphate  and  hydrochloric  acid, 
the  whole  of  the  nitrogen  escaping  as  nitric  oxide,  air  being 
excluded,  and  this  reaction  can  be  used  as  a  ready  means  of 
determining  the  amount  of  nitration  of  a  pyroxylin  (Eder). 

CiaHi.CNOJgOio  +  30HC1  -f  30FeSO^  = 
CiiH^oOi,  +  12H,0  +  6N0  +  lOFe^CSOJ,  +  SFcgCle. 

Acetates  of  Cellulose.  When  filter-paper  or  cotton-wool  is 
heated  to  180"*  with  six  to  eight  times  its  weight  of  acetic 
anhydride,  cellulose  hexacetate,  G2QH.i4l{C2^fi^fiiQ,  is  formed  ; 
this  compound  separating  out  as  a  white,  flocculent  mass  on 
addition  of  water.  It  is  soluble  in  glacial  acetic  acid,  being 
precipitated  by  alkalis  as  structureless  cellulose.  If  a  smaller 
amount  of  acetic  anhydride  is  employed,  lower  acetates  are 
formed. 


Woody  Fibre  or  Lignin. 

877  During  the  processes  of  plant-growth  certain  of  the  cell 
membranes  retain  their  primitive  composition,  whilst  others 
undergo  a  change  known  as  lignification.  The  tissue  thus 
becomes  hard,  woody,  and  less  tough,  but  does  not  lose  its 
power  of  permeability  to  liquids.  The  substance  thus  formed, 
termed  lignin,  has  not  yet  been  obtained  in  the  pure  state.^ 
It  forms  about  half  the  weight  of  ordinary  wood,  and  as  we 
know  the  composition  of  wood,  and  can  ascertain  the  relative 
amounts  of  cellulose  and  lignin  which  wood  contains,  it  is 
possible  to  arrive  at  the  composition  of  lignin.  Schulze  has 
proposed  the  formula  CigHj^Oi^,^  but  Sachsse  gives  the  formula 
CigHj^Oj^.^  As  wood  does  not  give,  like  cellulose,  the  amyloid 
reaction,  and  does  not  dissolve  in  Schweitzer's  solution,  it  has 
been  assumed  that  the  cellulose  and  lignin  are  combined 
together  in  the  woody  fibre,  and  for  this  supposed  compouDd  the 
name  of  Hgnose  has  been  proposed. 

According  to  Erdmann,  pine-wood  {Pimcs  oMes)  consists  of 
glucoliffnose,  Cj^H^gO,!,  which  can  be  obtained  pure  by  extracting 
the  finely  rasped  wood  with  very  dilute  acetic  acid,  hot  water, 

*  Payen,  Compf..  Rend.  viii.  51 ;  zlviii.  210. 
>  CVwm.  Ceiitralbl.  1857,  321. 

*  CJiem,  Farbdojfe,  KoklcnhydraUf  &c. 
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alcohol,  and  ether.  The  yellowish-white  residue  yields  traces 
of  cellulose  when  treated  with  cupric-oxide-ammonia.  When 
boiled  with  dilute  hydrochloric  acid,  grape  sugar  is  formed  and 
glucolignose  remains. 

030^450^  +  2H2O  =  CisH^Oii  +  2CeHijOe. 

Glucolignose  does  not  dissolve  in  Schweitzer's  reagent,  but, 
when  boiled  with  very  dilute  nitric  acid,  cellulose  is  formed, 
together  with  other  bodies  not  yet  investigated,  but  which 
probably  belong  to  the  aromatic  series.^  Hence  Erdmann  con- 
siders glucolignose  to  be  an  ether  of  lignose  containing  together 
with  the  cellulose  group  a  sugar-forming  and  an  aromatic  group. 
Bente  has  confirmed  the  above  composition  for  pine-wood,  and 
shovm  that  the  same  substance  exists  in  the  wood  of  the  poplar, 
but  differs  from  Erdmann  as  to  the  proportion  of  grape-sugar 
formed.^  Singer,  who  has  also  investigated  this  subject,  has 
arrived  at  the  conclusion  that  lignin  is  a  mixture  of  various 
compoimds.^  Jute  fibre  has  been  subjected  to  careful  ezaminap 
tion  by  Bevan  and  Cross,*  who  have  shown  that,  together  with 
about  70  to  72  per  cent,  of  cellulose,  it  contains  a  considerable 
quantity  of  an  incrusting  substance  belonging  to  the  aromatic 
series  of  compounds.  Bunge  observed  many  years  ago  that  pine- 
wood  was  stained  yellow  by  aniline  in  presence  of  an  acid,  and 
Hofmann  found  that  salts  of  other  amido-bases  act  in  a  similar 
way.  Wiesner  next  pointed  out  that  the  process  of  lignification 
can  be  detected  by  this  reaction,  and  that  aniline  sulphate,  now 
generally  used  in  micro-chemical  work,  serves  best  for  this 
purpose.  A  more  delicate  reagent  for  lignified  tissue,  accord- 
ingly to  Wiesner,  is  phloro-glucin,  C^HgOg,  a  compound  which 
frequently  occurs  in  the  vegetable  kingdom,  and  which  gives  rise 
to  an  intense  red  colour  when  the  tissue  is  moistened  with  a 
5  per  cent,  solution  and  afterwards  with  hydrochloric  acid.*  If 
phenol,  CgHgO,  be  employed  instead  of  phloro-glucin,  the 
lignified  tissue  becomes  bluish-green  or  bright  blue  on  exposure 
to  sunlight,  and  especially  when  dried.®  According  to  Singer, 
all  these  colorations  are  produced  by  aromatic  substances 
contained  in  the  wood, 

'  Julius  Eadmann,  Ann,  Chem,  Phamu  SuppL  v.  228. 
'  Ber,  Deutscfi.  Chem,  Ge9.  viii.  476. 
3  ManaUch.  d,  Chem.  iii.  895. 

*  Chemical  Neujs,  xlii.  77,  91  ;  xlir.  6i ;  Joum,  Chem,  Soc  1888,  L  18. 

•  Dingier,  Polyt,  Joum,  cczxTiL  897. 

«  V.  Hohnel,  Sitzitngsb.  Wien.  Akad.  1877,  89. 
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878  Cork  or  Cuticular  Substances.  The  process  of  cuticulariza- 
tion  takes  place  on  the  outer  cells  or  those  lying  near  the 
surface,  which  thus  become  more  elastic  and  more  difficultly 
penetrated  by  gases,  as  well  as  water  and  other  liquids.  Cork  is 
formed  by  the  continued  formation  of  such  cells,  and  is  found 
in  largest  quantities  in  the  outer  bark  of  the  Qtiercics  mder,  the 
cork  tree  growing  to  the  height  of  thirty  or  forty  feet  in  the 
south  of  Europe,  Africa,  and  the  East.  In  addition  to  this 
modified  form  of  cellulose  which  constitutes  the  greatest 
part  of  the  cork,  a  waxy  and  resinous  mass  termed  suberine 
is  present  which  can  be  dissolved  out  by  alcohol  and  ether,  and 
which  can  be  obtained  in  the  crystalline  form.^  Analysis  shows 
that  this  substance  belongs  to  the  aromatic  series,  but  it  has 
not  been  more  closely  examined.  Cork  contains  more  carbon 
and  more  hydrogen  than  Ugnin,  and  in  addition  some  nitrogen. 
On  oxidation  with  nitric  acid,  cork  yields  oxalic,  suberic,  and 
azelaic  acids.  In  order  to  make  corks  air-tight,  it  is  usual  to 
plunge  them,  after  drying,  into  melted  paraffin,  and  thus  treated 
they  resist  the  action  of  chlorine  and  acids  more  perfectly. 

The  following  words  of  Liebig  point  out  the  value  of  cork 
to  the  chemist:*  "What  precious  properties  are  conbined  in 
cork !  How  little  can  any  but  chemists  appreciate  its  value 
and  recognize  its  good  qualities.  We  might  rack  our  brains 
in  vain  in  the  hope  of  replacing  cork,  as  the  ordinary  means 
of  closing  bottles,  by  any  other  substance  whatever.  Let  us 
imagine  a  soft,  highly  elastic  mass  which  Nature  herself  has 
inpregnated  with  a  matter  having  properties  resembling  wax, 
tallow,  resin,  yet  dissimilar  to  all  these  and  termed  suberine. 
This  renders  it  perfectly  impermeable  to  fluids  and  even 
to  gases." 

The  Technical  Uses  of  Cellulose. 

879  The  most  important  uses  of  cellulose  in  the  arts  and 
manufactures  are  for  spinning  and  weaving  and  for  paper 
making.  Cotton-wool  has  been  employed  from  the  earliest 
times  for  the  manufacture  of  textile  fabrics  in  all  those  countries 
in  both  hemispheres  where  the  cotton  plant  is  indigenous,  and 
at  the  present  time  the  cotton  plant  is  largely  grown  through- 
out the  world  in    a   zone   limited  to    thirty-six    degrees  of 

*  Ch^vreul,  Ann,  Chem,  xcvi  170  ;  Dopping,  Ann,  Chem,  Pharm,  xlv.  290  ; 
Siebert,  Joum,  Praek,  Chem.  civ.  1181. 
'  Familiar  LeUen  of  Chemistry,  p.  124. 
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north  and  of  sontl^  latitude.    The  cotton  plant  of  commercial 
importance  is  of  two  typical  kinds,  the    Indian  or    Oriental 
{Gossypium    Tierbaceum),    and    the    American    or    Occidental 
(G.  larbadence  and  G.   hirsutum).     The   cultivated    cotton  is 
naturally  perennial,  or  has  become  so.     The  cotton  is  contained 
in   the   pod  or  boll,  which  is  filled  with  a  mass  of  fine  fibre 
surrounding  the  seeds.    The  value  of  the  cotton  depends  on  the 
length  of  its  staple,  as  well  as  on  its  silky  nature.     The  Sea 
Island  cotton  has  a  staple  which  is  40*5  mms.  in  length,  and 
•026  mm.  in  width,  while  the  Bengal  or  Surat  cotton  is  only 
18  mms,  in  length,  and  'OlO  mm.  in  width.   Cotton  fibre  consists 
of  a  long,  hollow,  cylindrical,  perfectly-closed  cell,  thickest  at 
the  root  end,  where  attached  to  the  seed,  and  tapering  off  at 
the  other  end.     This  regular  form  is  but  seldom  seen  under  the 
microscope,  the   cells  usually  presenting   the    appearance   of 
irregularly  twisted  ribbon  with  thick  rounded  edges,  as  shown  in 
Fig.  148.      This  form  is  retained  in  the  manufactured  thread, 
and  hence  cotton  cloth  is  distinguished  from  that  made  from 
other  fibres  by  its  loose  woolly  structure,  this  imparting  to 
it  the  property  of  being  a  bad  conductx)r  of  heat,  as  well  as 
giving   it  an  opaque   character.      Figs.  150  and  151  show  a 
cross  section  of   the  fibre  after  drying.      Cotton  can  be  more 
readily  dyed  than  most  vegetable  fibre,  and  hence  its  use  as 
a  basis  of  printed  goods.     This  property,  according  to  Walter 
Crum,  depends  upon  its  peculiar  structure.    In  order  that  cotton 
shall  take  up  colour,  the  latter  must  be  soluble,  and  pass  by 
diflftision  into  the  interior  of  the  cell,  where  it  is  rendered 
insoluble  by  chemical  means.     Unripe  cotton  fibre  frequently 
contained  in  the  wool  cannot  be  dyed,  and  is  therefore  termed 
"  dead  cotton."     These  defective  fibres  are  very  thin  and  trans- 
parent,  and  solid  throughout  the  mass.  Figs.  149  and  152.^ 
The  dyeing  power  of  the  cotton  fibre  is  increased  after  treatment 
with  concentrated  caustic  soda,  the  alkali  combining  with  the 
cellulose,  the  effect  being  to  shrink  the  fibre,  as  shown  in  Fig. 
153.    This  process,  termed  from  its  inventor  mercerizing,  has 
not  been  much  employed  owing  to  its  cost.* 

Raw  cotton,  even  when  quite  white,  contains  a  small  quantity 
of  other  materials  than  cellulose.  These,  according  to  Schunck, 
are  characteristic  of  the  plant,  and  among  them  axe  found  a  wax, 
solid  fatty  acids,  pectic  acid,  albuminoid  substances  and  colouring 


1  Phil.  Mag.  Srd  Series,  vol.  xxxv.  884. 
*  Mercer,  British  Aaaoc,.  Bep.  1851,  157. 
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matters,  one  of  which  is  easily  soluble,  and  the  other  only 
slightly  soluble  in  alcohol.  Coloured  cotton,  as  that  of  Nankin, 
contains  the  same  constituents  in  larger  quantity.^ 


Fio.  148. 


Fio.  149. 


Flax  and  Hemp. — ^After  cotton  the  most  important  fibres  are 
flax  and  hemp.  Flax  fibre  (Linum  usitatissimtm)  was  used  as  a 


C^ 


Fio.  160. 


material  for  textiles  in  the  earliest  times,  as  may  be  seen  from 
the  Egyptian  mummy  cloths,  \rhich  do  not  contain  a  single 

Fio.  161. 

fibre  of  cotton.     Some  of  these  being  so  fine  that  twenty  metres 
^  Memain  Manehest,  Phil,  Lit.  Soc  1868. 
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of  thread  weigh  only  one  gramme/  apd  a  hundred  hanks  go  to  the 
pound,  the  cloth  having  140  threads  in  the  inch  in  the  warp, 
and  about  64  in  the  woof.  Both  flax  and  hemp  plants  {Cannabis 
sativa)  must  be  subjected  to  a  process  of  "  retting,"  or  modified 
fermentation  or  rotting,  and  this  is  accomplished  by  "water 
retting,"  or  "  dew  retting  "  or  "  snow  retting."  In  all  cases  the 
fermentation  takes  place,  this  having  for  its  purpose  the 
decomposition  of  the  intercellular  mass,  so  as  to  enable  the  fibre 
to  be  separated  by  mechanical  means.  Many  plans  have  been 
proposed  to  avoid  this  tedious  rotting  process,  but  none  as  yet 
have  been  successful,  though  a  maceration  in  warm  water  has 
been  adopted  in  some  works,  as  reducing  the  time  of  fermenta- 
tion. So  long  ago  as  the  year  1678  Leuwenhoek  showed  that 
cotton  fibre  could  be  easily  distinguished  from  that  of  flax 
(Fig.  164)  under  the  microscope,  as  the  latter  consists  of  cylindri- 
cal fibres  open  at  each  end,  containing  knots.  Hemp  (Fig.  155) 
has  a  similar  structure,  the  fibre,  however,  being  thicker. 

Fick  162.  Fig.  153. 

Jute,  Jute  is  the  fibre  of  two  species  of  Corchorus,  viz. 
eapsularis  and  olUoriiis,  growing  in  India,  and  especially  in 
Bengal,  and  only  recently  imported  into  European  markets, 
though  it  appears  to  have  been  used  from  early  times  in  India 
as  well  as  in  Egypt  and  Syria.  The  jute  fibre  possesses  a  silky 
lustre,  can  be  easily  dyed,  but  is  not  so  strong  as  flax.  Con- 
siderable advances  have  lately  been  made  both  in  its  manufacture 
and  its  dyeing,  and  finishing  the  jute  cloth.  The  fibres  can  now 
be  divided  so  finely  that  it  is  capable  of  being  mixed  with  silk, 
though  the  main  use  of  jute  is  in  making  bags,  sacks,  and  other 
rougher  articles.  Jute  fibre  is  coloured  a  deeper  yellow  by 
aniline  sulphate  than  any  other  fibre. 

Manilla  Hmvp.  This  is  the  fibre  of  the  Mma  textUis,  or  the 
wild  plantain  growing  in  the  Philippine  Islands,  Borneo,  Java, 
and  other  tropical  countries.  This  plant,  which  is  the  non-edible 
banana,  does  not  flourish  in  all  hot  countries,  though  the  edible 
banana  grows  luxuriously  throughout  the  tropics.     The  leaf- 

*  James  Thompson,  "  On  the  Mnmmy  Cloth  of  Egypt,  with  some  Oheer?Etions 
of  the  Manufactures  of  the  Ancients,"  Phil,  Mag.  1884,  855  ;  also  Ann.  CTicm. 
Fharm.  Ixix.  128. 
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stalks  of  the  plant  are  used  for  the  preparation  of  the  fibre, 
3,200  trees  producing  about  one  ton.  Manilla  hemp  is  almost 
exclusively  used  for  rope  making,  as  the  fibre  is  much  stronger 
and  lighter  than  ordinary  hemp. 

Bleaching,  Yarn  as  well  as  woven  cloth  has  always  a  greyish 
colour,  and  is  obliged  to  be  bleached  before  it  can  be  used  for 
many  purposes.  This  process  was  formerly  carried  on  in  bleach 
greens,  the  ozonized  atmospheric  oxygen  produced  by  the  action 
of  the  sunlight  being  the  active  agent.  Bleaching  powder  is  now 
usually  employed  for  this  purpose  on  the  large  scale  ^  for  cotton 


Fio.  154. 


Fio.  155. 


goods,  though  linen  is  still  chiefly  bleached  on  the  green.  (For 
a  description  of  the  theory  of  bleaching  and  of  the  manufacture 
of  bleaching  powder,  see  Vol.  I.  p.  266,  Vol.  II.  Part  I.  p.  200.) 

Paper  Making. 

88o  With  the  fall  of  the  Boman  Empire  and  the  consequent . 

decline  of  European  civilization,  the  use  of  Egyptian  papyrus, 

^  See  art.  "Bleaching,"  Spoil's  Eneyclop.  of  InduHrial  Arts,  by  Hummel ;  see 
likewise  an  article  on  the  materials  used  in  textile  industries,  by  Hugo  Miiller, 
Ber,  EtUwieklung.  Chem,  Jndusi.  vol.  ii.  82. 
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which  was  employed  as  a  writing  material,  diminished,  and  the 
manufacture,  which  had  been  chiefly  carried  on  at  Alexandria, 
soon  ceased. 

For  preparing  the  material,  the  pith  of  the  Papyrus  anti- 
quorum,  a  bulrush  growing  on  the  Nile,  was  cut  into  thin 
plates,  laid  lengthways  alongside  one  another,  with  their  edges 
touching,  while  another  layer  was  laid  across  at  right  angles. 
On  moistening  with  warm  water  and  pressing,  the  films  were 
made  to  adhere,  and  the  layers  became  a  compact  sheet.  At 
the  present  4ay  paper  from  papyrus  is  made  as  a  curiosity  in 
Syracuse,  where  the  manufacture  was  originally  introduced  by 
the  Saracens. 

Paper-making  of  a  more  perfect  kind  was,  however,  carried 
on  by  the  Chinese  some  centuries  before  our  era,  the  bark  of  a 
midberry-tree  (Broussonetia  papyri/era)  being  employed  for  this 
purpose.  Other  barks,  cotton  fibres,  and  various  kinds  of 
straw  were  also  used,  and  after  about  a  century,  old  linen  and 
cotton  rags  were  employed  as  paper-making  materials.  The 
knowledge  of  the  art  of  paper-making  spread  from  China  west- 
ward to  the  then  flourishing  towns  of  Samarcand  and  Bokhara, 
and  after  the  Mohammedan  conquests  of  Central  Asia,  paper 
was  known  in  all  the  countries  which  they  overran,  and  also  in 
the  Byzantine  Empire  and  Southern  Spain,  whilst  the  Crusaders 
introduced  it  into  the  rest  of  Europe.  The  Arabians  manufac- 
tured paper  entirely  from  raw  cotton,  but  this  appears  to  have 
been  of  such  bad  quality  that  in  1221  the  Emperor  Fre- 
derick II.  ordered  all  deeds  to  be  written  on  parchment,  and 
those  which  had  been  written  on  paper  to  be  copied  on  parch- 
ment within  two  years.  In  process  of  time  the  discovery  wa« 
made  that  linen  rags  yield  a  much  stronger  and  more  perma- 
nent paper,  so  that  this  material  has  since  this  time  been  chiefly 
used  for  paper-making.  But  in  the  eighteenth  century  this 
material  could  not  be  obtained  in  sufficient  quantity  to  keep 
pace  with  the  demand  for  paper,  and  hence  attempts  were  made 
to  obtain  a  convenient  substitute.  It  appears  to  have  been 
forgotten  that  in  China  a  number  of  vegetable  fibres  had  long 
ago  been  used  for  paper-making,  and  it  was  not  until  the 
beginning  of  the  present  century  that  Matthias  Koops  ^  suc- 
ceeded in  manufacturing  a  paper  from  straw  and  wood,  which, 
though  it  possessed  a  yellow  colour,  was  strong  and  of  a  very 

^  Invention  of  Paper :  an  JTistorieal  AeeouiU  of  Substances  which  ham  6«ft 
Used  to  Describe  Events  and  Convey  Ideas,  London*  1800. 
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permanent  character.*  The  preliminary  treatment  which  straw 
fibre  has  to  undergo  before  it  can  be  made  into  white  paper,  is, 
however,  of  an  expensive  character,  and  the  demand  for  paper 
increasing  enormously,  the  manufacturers  sought  for  a  material 
which  could  be  more  easily  worked  up  than  straw.  This  was 
found  in  the  esparto-grass  (Macrochloa  tenacissima),  which 
grows  wild  over  large  tracts  on  the  coast  of  Spain,  and  on  the 
north  coast  of  Africa  from  Mogador  to  Egypt  Though  this 
material  was  used  from  the  earliest  times  by  the  natives 
for  the  manufacture  of  ropes,  mats,  &c.,  and  is  even  mentioned 
by  the  Roman  writers  under  the  name  of  spartium,  it  has 
only  been  inti'oduced  within  recent  years  into  England,  where 
it  is  now  very  largely  used  for  paper  making.  The  long  thin 
leaves  of  this  plant  yield  from  forty-seven  to  fifty  per  cent, 
of  their  weight  in  paper,  and  in  order  to  purify  the  fibre, 
these  are  boiled,  generally  under  pressure,  with  a  two  per 
cent,  soda  lye,  and,  after  washing,  manufactured  according 
to  the  ordinary  methods.  The  fibre  of  esparto-grass  is  very 
opaque,  standing  in  this  respect  next  to  the  cotton  fibre,  and  it 
yields  a  paper  specially  well  suited  for  printing  fine  woodcuts. 
It  is,  however,  usual  to  mix  the  esparto-pulp  with  a  certain 
quantity  of  pulp  from  cotton  or  linen  rags,  or  straw. 

WoodptUp  is  largely  employed  in  paper-making.  For  this 
purpose  a  certain  length  of  fibre  must  be  preserved,  and  hence 
the  wood  is  rubbed  up  into  a  fine  pulp.  Wood  pajfer  is  some- 
what brittle,  and  never  perfectly  white.  The  presence  of 
lignified  tissue  can  readily  be  detected  by  the  sulphate  of 
aniline  test  (see  p.  584?).  Instead  of  disintegrating  the  wood 
by  mechanical  means,  chemical  agents  are  frequently  employed 
for  obtaining  the  cellulose,  sawdust  or  shavings  being  heated 
under  considerable  pressure  with  caustic  soda.  In  this  way 
a  soft  mass  of  cellulose  is  obtained,  which,  when  further 
disintegrated,  yields  a  valuable  pulp.  Several  other  methods 
have  been  proposed  for  converting  wood  or  straw  into  paper 
pulp.  One  of  these  consists  in  macerating  the  disintegrated 
material  for  twelve  hours  with  dilute  milk  of  lime,  and  then 
saturating  the  mixture  with  sulphur  dioxide  gas,  under  a  pres- 
sure of  from  four  to  five  atmospheres ;  after  next  washing  the 
pulp  for  two  hours  with  water,  it  is  treated  under  pressure  with 

*  Accum's  System  cf  TTieoretieaX  and  Pructical  Chemistry,  published  by  the 
Author  in  1803,  was  printed  on  papr  made  from  straw,  which  at  the  present  time 
is  in  as  good  condition  as  the  day  it  was  printed* 
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a  three  per  cent,  solution  of  calcium  chloride,  or  with  one  con- 
taining 0*3  per  cent,  of  aluminium  sulphate,  and  these  again 
removed  by  washing.  In  paper-making  from  rags  the  jBrst 
operation  is  that  of  cutting,  effected  either  by  hand  or  machine. 
The  rags  are  then  passed  through  a  machine  termed  the  devil, 
or  thrasher,  by  which  the  rags  are  still  further  disintegrated. 
They  are  then  boiled  with  caustic  alkali  to  remove  any  grease 
they  may  contain,  and  afterwards  passed  through  the  washing 
and  rag  engine,  termed  a  Hollander,  because  it  was  invented  by 
the  Dutch.  This  engine  contains  a  rotating  cylinder,  making 
about  230  revolutions  per  minute,  and  is  filled  with  water  and 
the  rags,  fresh  water  being  constantly  brought  in  and  the  dirty 
water  escaping.  All  the  engines  through  which  the  rags  pass 
up  to  this  state  are  termed  breakers,  and  the  pulp  is  known  as 
half  ti/vff.  The  next  process  is  that  .of  bleaching,  which  is 
effected  either  by  chlorine  gas  or  by  bleaching  powder,  or  by 
both  of  these  agents  combined. 

After  the  pulp  has  been  bleached  by  either  of  these  methods 
the  chlorine  must  be  removed  by  careful  washing,  the  apparatus 
employed  being  called  a  beating-engine.  As  the  complete 
removal  of  chlorine  by  mere  washing  is  a  tedious  process,  the 
addition  to  the  bleached  pulp  of  a  so-called  anti-chlor  is  often 
resorted  to.  The  commonest  forms  of  anti-chlor  are  sodium 
thiosulphate  (hyposulphite  of  soda  of  the  shops)  and  sodium 
sulphite,  b(fth  these  bodies  are  oxidized  to  sulphates  by  free 
chlorine  (Vol.  II.  Part  11.  p.  118).  The  pulp  is  then  ready 
to  be  brought  on  to  the  paper-machine.^ 

Japanese  paper,  distinguished  by  its  peculiar  tenacity,  is 
manufactured  from  the  long  fibres  of  the  bark  of  the  paper 
mulberry-tree,  whilst  the  so-called  rice-paper  of  the  Chinese 
is  not  prepared  from  rice,  but  from  the  snow-white  pith  of 
Araliapapyrifera,  a  small  shrub  only  found  now  in  the  marshy 
forests  of  Formosa. 

88z  The  technical  uses  of  wood  are  generally  so  well  known  as 
scarcely  to  require  enumeration.  In  chemical  technology  it  is 
employed  for  the  preparation  of  wood  spirit,  pyroligneous  acid, 
&c.,  by  subjecting  it  to  dry  distillation  in  retorts,  when  wood- 
charcoal  is  left  and  gases  evolved,  whilst  the  water  containing 
the  above-named  substances  distils  over  with  wood-tar.  The 
composition  of  the  latter  varies  with  the  kind  of  wood  employed. 

^  For  a  complete  account  of  processes  of  paper-making,  see  Carl  Hoibaim, 
Practical  TrtcUisc  on  Faper^makiTig,  Philadelphia,  1873. 
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Thus,  beech-wood  tar  is  distinguished  by  the  amount  of  creosote, 
a  mixture  of  phenol  and  its  methyl  ethers,  substances  belonging 
to  the  aromatic  series,  which  it  yields,  whilst  birch-wood  tax 
possesses  a  peculiar  smell,  and  is  used  in  the  preparation  of 
Russian  leather.  The  use  of  wood  in  the  preparation  of  wood- 
spirit  and  of  oxalic  acid  have  already  been  mentioned. 

PreaervcUion  of  Wood,  Whilst  pure  cellulose  is  a  very  stable 
body,  wood,  when  placed  in  moist  earth,  moulders  or  rots,  on 
account  of  its  containing  nitrogenous  constituents,  which  give 
rise  to  minute  organisms  favouring  the  process  of  decay.  In 
early  times  surface  carbonization  was  found  to  exert  a  protective 
influence,  and  this  was  long  made  use  of;  but  at  the  beginning 
of  this  century  numerous  proposals  were  made  to  prevent  the 
rotting  of  the  wood  by  means  of  chemical  antiseptics.  In  1821 
Davy  and  Knowles  proposed  the  use  of  corrosive  sublimate  for 
this  purpose,  and  this  suggestion  was  successfully  carried  out  by 
Kyan  in  1832.  Railway-sleepers  are  now  impregnated  with 
heavy  tar-oils,  or  with  zinc  chloride,  as  a  means  of  preventing 
decay.  For  this  purpose  the  dried  sleepers  are  heated  in  air- 
tight boilers,  from  which  the  air  is  pumped  out,  and  then  the 
antiseptic  liquid  is  allowed  to  flow  in,  by  which  means  a  perfect 
impregnation  of  the  wood  by  the  liquid  is  effected.^ 


TUNICIN  (CeHjoO^n. 

882  This  substance,  also  known  as  vegetable  cellulose,  is  found 
in  the  mantle  of  ascidia.*  In  order  to  prepare  it,  the  mantle 
is  heated  in  a  Papin  s  digester,  then  treated  for  some  time  with 
hydrochloric  acid,  and,  after  washing  with  water,  boiled  for  some 
days  with  strong  caustic  potash,  and  then  washed,  first  with 
water  and  finally  with  alcohol.* 

Tunicin  retains  the  outward  form  of  the  mantle,  and  is  a  thin 
translucent  mass.  Like  cellulose,  it  gives  the  amyloid  reaction, 
and  dissolves  in  Schweitzer's  reagent. 

Concentrated  nitric  acid  converts  it  into  an  explosive  nitrate, 
but  it  remains  unaltered  after  boiling  for  some  weeks  with 

^  For  a  complete  account  of  the  chemical  and  technical  properties  and  naes  of 
vegetable  fibres,  see  Hugo  Miiller's  article  in  the  second  volume  of  Hofmann's 
Bericht  iHber  FartschriUe  der  chemisehen  Industrie, 

»  C.  Schmidt,  Ann.  Chem,  Pharm,  Iviii.  SIS ;  Lowig  and  Kolliker,  Joum. 
Prdkt,  Chem.  xxxvii.  489. 

>  Schafer,  Ann,  Chem,  Pharm.  clx.  812. 


Digitized  by 


Google 


594  CARBOHYDBATE& 


dilute  acids.  It  dissolves,  however,  in  concentrated  sulphuric 
acid,  and  this  solution  boiled  with  water  gives  dextrose.^  Schmidt 
considers  tunicin  to  be  identical  with  vegetable  cellulose,  but 
according  to  Berthelot,  who  gave  to  it  its  name,  tunicin  is  dis- 
tinguishable by  th&  fact  that  it  withstands  the  action  of  acids 
more  completely,  and  that  it  is  not  coloured  by  fluoride  of  boron 
in  the  cold,  whilst  cellulose  is  turned  black.*  Schafer,  however, 
is  of  Schmidt's  opinion,  whilst  Berthelot  adheres  to  his  own.' 
According  to  Luca»  the  skin  of  the  silk-worm,*  as  well  as  that 
of  the  snake,*  contains  cellulose,  convertible  on  boiling  with 
dilute  sulphuric  acid  into  glucose  ;  and  Virchow  ^  found  a  similar 
cellulose-Uke  body  in  the  human  brain  and  in  the  diseased 
spleen. 

PECTOUS  SUBSTANCES. 

883  If  the  juice  of  ripe  fruit,  such  as  apples  and  pears,  or  that 
of  fleshy  roots,  such  as  carrots,  beets,  &c.,  be  boiled  in  order  to 
remove  albuminoid  substances,  and  if  then  alcohol  be  added  to 
the  liquid,  a  gelatinous  substance  is  precipitated,  which  can  also 
be  obtained  from  the  bark  of  trees.  This  body,  to  which 
Braconnot^  gave  the  name  of  pectin  (vrjiCTOi:,  curdled),  as 
well  as  the  compounds,  some  of  which  are  acid  bodies,  which 
are  readily  formed  from  it,  have  been  examined  by  other 
chemists,  especially  by  Chodnew  ®  and  Fr^my.'  These  chemists, 
however,  have  not  obtained  concordant  results,  as  the  former 
gives  for  pectin  the  formula  C^H^fi^  whilst  Fr<5my  gives 
Ci^Hj^OjQ.  According  to  the  latter  chemist,  an  insoluble  com- 
pound termed  pectose  occurs  in  fleshy  roots  and  unripe  fruit, 
and  imparts  to  them  their  hardness,  and  this  in  the  process 
of  ripening,  or  on  boiling  with  acids,  is  converted  into  pectin. 
According  to  Stade,  pectose  is  a  lime  compound  of  pectin.'^ 
Other  gelatinous  bodies  are  formed  by  the  action  of  alkalis, 
the  last  product  of  which,  according  to  FnJmy,  is  metapectic 
acid,  CgHj^Oig,  a  body  which  can  easily  be  obtained  by 
treating  the  root  with  milk  of  lime.*^  Scheibler,  however, 
finds  that  this  body  is  identical  with  arabic  acid,  being  formed 

^  Franchimont,  Ber,  DeuUch,  Chem,  Oes,  zii.  IdSS. 

»  Ann.  Chim,  Pkyn.  [3],  Ivi.  149.  *  BuU,  Soe,  Chim.  [2],  xa-uL  9. 

*  Jahresb.  1861,  721.  •  Ibid.  1863,  651.  •  Ibid.  1853,  592. 
'  An'n.  Chim.  Phys.  1.  376.                            *  Ann.  Chem,  Pharm,  li.  855. 

•  Ann.  Chin.  Phys.  [8],  xxir.  9.  ^  Ann,  Chem.  Pharm,  cxxxi  244. 
"  Compt.  Bend,  xUx.  561. 
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from  the  metarabin  contained  in  beetroot*  It  is,  however, 
probably  formed  from  the  parabin  which  Beichardt  found  to 
exist  in  beetroot,  and  which  probably  is  one  of  the  pectous 
substances  described  by  Fr^my.  Hence  it  would  appear  that  the 
latter  body  must  be  placed  amongst  the  gums. 


DIBASIC  ACIDS,  C^U^fi^. 

884  Saccharic  Add.  This  name  was  first  applied  by  Scheele  * 
to  an  acid  which  he  obtained  by  the  oxidation  of  cane-sugar  with 
nitric  acid,  and  which  he  afterwards  found  to  be  ordinary 
oxalic  acid.  In  1785  he  observed  that,  together  with  this, 
another  acid  occurred,  which  he  considered  to  be  malic  acid. 
In  1830  Trommsdorff  pointed  out  that  this  is  not  the  case,*  and 
Qudrin  Varry,  who  arrived  at  the  same  conclusion,  termed  the 
new  acid  "  acide  oxalhydriquel*  as  in  his  opinion  it  might  be 
regarded  as  a  compound  of  oxalic  acid  and  hydrogen.*  Erdmann 
considered  it  to  be  an  isomeride  of  tartaric  acid,  and  therefore 
termed  it  metatartaric  acid,*  whilst  Hess,  in  1837,  correctly 
determined  its  constitution  and  gave  to  it  Scheele's  original  name 
of  saccharic  acid.^  It  was  afterwards  further  examined  by 
Thaulow,^  Liebig,®  and  Heintz.'  It  is  produced  by  the  action 
of  nitric  acid,  not  only  upon  sugar,  but  also  upon  mannite, 
dextrose,  Isevulose,  trehalose,  melizitose,  dextrin,  laevulin,  starch, 
and  milk-sugar.  The  last  named  yields  at  the  same  time  the 
isomeric  mucic  acid. 

For  the  preparation  of  saccharic  acid  2  parts  of  sugar  are 
heated  with  7  parts  of  nitric  acid  of  specific  gravity  1*27  until 
an  evolution  of  gas  sets  in,  whereupon  the  mixture  is  allowed  to 
cool  down  to  60"*  and  maintained  at  this  temperature  until  it 
begins  to  turn  brown.  The  solution  is  next  slightly  diluted 
with  water  and  removed  from  the  separated  oxalic  acid ;  it  is 
then  neutralized  with  potassium  carbonate,  and  acetic  acid  added 
until  the  liquid  smells  strongly  of  the  acid.  On  standing  for 
some  weeks,  or  it  may  be  months,  crystals  of  the  acid  potassium 
salt  separate  out.    From  the  mother-liquor  a  further  crop  of 

^  Ber,  Deutsch,  Chem,  Oes.  vi  612.  '  Opuae,  ii.  203. 

'  Ann.  Pharm,  xxx.  36.  *  Ann.  Pharm,  xxx.  24. 

•  Joum,  PrakL  Chem,  ix.  257.  •  Ann.  Pharm.  xxvL  1  ;  xxx.  302. 

'  lb.  xxvii.  113.  •  lb.  xxx.  813 ;  xzxiii.  117  ;  cxiii.  i. 

»  Joum,  PrakL  Chem.  Ixxir.  474  ;  IxxvL  246  ;  IxxxL  134. 
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the  crystals  is  obtained  on  evaporation,  but  these  are  mixed 
with  potassium  oxalate.  To  remove  the  latter  the  mixed  salts 
are  dissolved  in  warm  water  containing  acetic  acid,  the  solution 
precipitated  with  calcium  chloride,  the  filtrate  supersaturated 
with  ammonia,  and  then  evaporated.  The  calcium  salt  thus 
obtained  is  next  transformed  into  the  acid  potassium  salt,  and 
this  is  purified  by  recrystallization.  This  is  then  converted  into 
the  normal  salt  and  the  solution  precipitated  by  a  salt  of 
cadmium.  The  well-washed  precipitate  is  decomposed  by 
sulphuretted  hydrogen,  and  the  filtrate  evaporated  on  the  water- 
bath.  The  residue  on  drying  in  a  vacuum  over  sulphuric  acid 
forms  a  brittle  amorphous  mass,  which  becomes  sticky  in  the  air. 
It  is  readily  soluble  in  water  and  alcohol  and  possesses  a  strongly 
acid  taste.  On  further  oxidation  with  nitric  acid  it  yields  first 
tartaric  acid  together  with  a  smaller  quantity  of  racemic  acid 
(Homemann) : 

CH(OH).CH(OH).COjH 
I  +  20    « 

CH(OH).CH(OH).CO,H 

CH(0H).C02H 

+    200.  +  2H,0. 
H(OH).COjH 


h. 


Saccharic  acid  reduces  ammoniacal  silver  solution  with  deposi- 
tion of  a  metallic  mirror.  When  heated  with  phosphorus  and 
hydriodic  acid  to  140^— 150**  it  yields  adipic  acid  C4H8(C02H)2, 
together  with  other  products. 

SaccharcUes.  The  normal  alkali  salts  are  deliquescent,  whilst 
the  acid  salts  are  but  slightly  soluble  in  water  and  crystallize 
welL  Acid  Potassium,  Saccharate,  C^H^KOg,  forms  rhombic 
crystals,  soluble  at  7**  in  89  parts  of  water.  Normal  Calcium 
Saccharate,  C^HgCaOa  +  HjO,  forms  a  flocculent  precipitate, 
which  from  hot  water  crystallizes  in  rhombic  microscopic  prisms ; 
these  are  scarcely  soluble  in  boiling  water,  but  dissolve  readily 
in  a  solution  of  the  free  acid.  Normal  Cadmium  Saceharaie, 
C^HgCdOg,  separates  from  a  cold  solution  in  flocculse  which  are 
difficult  to  wash ;  whilst  from  a  boiling  solution  of  the  potassium 
salt  it  is  precipitated  by  cadmium  sulphate  in  the  form  of  miscro- 
scopic  needles.  Zead  Saccharate^  C^HgPbOg,  is  obtained  as  a 
curdy  precipitate  when  sugar  of  lead  is  added  to  a  boiling  solution 
of  the  potassium  salt  containing  acetic  acid.    If  the  precipitation 
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be  effected  in  neutral  solution,  the  hydrogen  of  the  whole  of 
the  hydroxyl  is  replaced  by  lead,  and  the  salt  CgH^PbjOg  is 
obtained,  and  this  was  formerly  considered  to  indicate  that 
saccharic  acid  was  hexabasic. 

Mhyl  Sa4xharate,  Cq'H.^{C^K^J[)b'  When  hydrochloric  acid  is 
passed  into  a  mixture  of  calcium  saccharate  and  alcohol,  rhombic 
prisms  of  the  compound  2GQB^(C^^fi^  +  CaClg  are  formed, 
and  these  are  decomposed  by  boiling  water  with  formation  of 
alcohol  and  saccharic  acid.  If,  however,  they  be  dissolved  in  a 
small  quantity  of  cold  water,  the  solution  precipitated  with 
sodium  sulphate  and  alcohol,  and  then  evaporated  in  a  vacuum, 
ethyl  saccharate  remains  behind.  This  may  be  extracted  with 
a  mixture  of  alcohol  and  ether,  and  on  evaporating  the  solution 
the  compound  remains  as  a  crystalline  mass  possessing  a  bitter 
taste.  If  the  calcium  chloride  compound  be  treated  in  the 
cold  with  acetyl  chloride,  the  acetate,  CQfi^{Cfifi\{C2Ti.^\0Q,  is 
cfbtained,  and  this  crystallizes  from  hot  alcohol  in  tables  which 
melt  at  61^l 

Saccharamide,  C^H^(OH)^(CO.NH2)2,  is  an  amorphous  powder, 
obtained  by  passing  ammonia  into  an  ethereal  solution  of  ethyl 
saccharate.  It  is  soluble  in  water,  and  on  boiling  its  solution 
is  transformed  into  ammonium  saccharate. 


Mucic  Acid. 

885  This  compound,  which  is  isomeric  with  saccharic  acid, 
was  first  prepared  in  1780  by  Scheele,  who  obtained  it  together 
with  oxalic  acid  by  the  action  of  nitric  acid  on  milk-sugar. 
In  1785  he  found  that  this  acid,  which  he  termed  acidum 
saccliarilactis  or  acidum  galactosaccharinum,  may  also  be  obtained 
from  gum  tragacanth,  whilst  Fourqroy  and  Vauquelin  pointed 
out  that  it  may  likewise  be  obtained  from  other  kinds  of  gums 
and  mucilages,  and  hence  they  termed  it  acide  muqueux,  which 
name  was  afterwards  changed  to  acide  mucique.  In  addition  to 
the  above  compounds,  it  is  also  obtained  by  the  oxidation  of 
dulcite,  melitosc,  and  galactose,  which,  as  we  know,  is  formed 
together  with  dextrose  by  the  action  of  acids  on  milk-sugar ; 
this  latter  being,  therefore,  the  only  carbohydrate  which  yields 
at  the  same  time  both  mucic  and  saccharic  acids. 

'  Baltzer,  Ann,  Chem,  Pharm.  cxlix.  241. 
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Mucic  acid  was  first  more  closely  examined  by  MalaguU  ^  and 
by  Pelouze  and  Liebig.^ 

For  its  preparation,  1  part  of  milk-sugar  and  4  parts  of 
common  nitric  acid  are  warmed  together,  when  a  violent  evolu- 
tion of  red  vapours  takes  place.  When  this  has  ceased,  the 
mixture  is  boiled  for  a  short  time,  and,  after  cooling,  the  separated 
mucic  acid  is  filtered  off.  A  further  quantity  is  obtained  from 
the  mother-liquor  on  evaporation.' 

Mucic  acid  forms  a  pulverulent  crystalline  powder,  consisting 
of  oblique  rhombic  prisms.  It  is  difficultly  soluble  in  cold,  but 
dissolves  more  readily  in  hot  water,  and  it  is  insoluble  in  alcohol 
On  further  oxidation  with  nitric  acid  it  is  first  converted  into 
racemic  acid  (Homemaiin),  and  on  heating  with  phosphorus  and 
hydriodic  acid  it  forms  some  adipic  acid.* 

Mucates.  These  salts  are  distinguished  from  the  saccharatesby 
the  fact  that  their  normal  alkali  salts  are  less  soluble  in  water 
than  the  corresponding  acid  salts,  whibh  crystallize  well.  The 
salts  of  the  other  metals  are  either  insoluble  or  slightly  soluble. 
They  have  been  examined  by  Malaguti,  Hagen,  and  Johnson. 
When  mucic  acid  is  boiled  with  sugar  of  lead,  the  salt, 
CgH^PbjOg,  is  formed. 

Mhyl  Mucate,  C^^{Cfi^jd^  was  obtained  by  Malaguti  by 
warming  together  1  part  of  mucic  acid  and  4  parts  of  sulphuric 
acid  until  the  liquid  began  to  blacken,  and  then,  after  standing 
twelve  hours,  adding  4  parts  of  alcohol  of  specific  gravity  0*814. 
The  crystals  which  separated  after  standing  for  twenty-four  hours 
were  then  purified  byrecrystallization.  Ethyl  mucate  is  not  formed 
by  the  action  of  hydrochloric  acid  on  a  mixture  of  mucic  acid  and 
alcohol  (Limpricht).  It  crystallizes  in  four-sided  prisms,  which 
melt  at  158**  with  decomposition,  and  is  readily  soluble  in  boil- 
ing water  and  alcohol.  It  dissolves  at  20''  in  44  parts  of  water, 
whilst  at  IS'^'S  it  requires  for  solution  156  parts  of  alcohol  of 
specific  gravity  0814. 

When  heated  with  acetyl  chloride  to  100"*,  the  acetate, 
C^4!S^^fi)4,{p^^fi^  is  formed,  and  this  crystallizes  from 
boiling  alcohol  in  needles,  which  melt  at  177V 

Ethyl  Mucic  Acid,  C^S^iCz^^O^  is  obtained  by  the  decom- 
position of  the  impure  normal  salt  (Malaguti),  or  when  the  pure 

1  Ann.  Chtm.  Phys,  [2],  Ix.  195  ;  IxiiL  181. 

■  Ann,  Pharm,  xix.  258  ;  xxvi.  160  ;  cxiii.  1. 

'  Schwaneit,  i6.  cxvi  265  ;  see  also  Limpricht,  ib,  clxv.  253. 

*  Cnim- Brown,  Ann.  Chem.  Pharm,  cxxv,  19. 

5  Weiigo,  Ann,  Chenu  Pharm.  cxxix.  195. 
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compound  is  boiled  with  water  (Limpriclit).  It  is  readily 
soluble  in  water  and  alcohol,  and  crystallizes  in  lustrous  needles, 
containing  three  molecules  of  water  of  crystallization,  which 
melt  below  lOO""  to  a  glassy  hygroscopic  mass. 

Mucamide,  GfiJ^0B)^(C0.NH^)2,  is  produced  by  the  action 
of  ammonia  on  the  ethyl  salt.  It  is  somewhat  soluble  in  boil- 
ing water,  and  crystallizes  from  this  solution  in  microscopic 
rhombic  pyramids  or  tables,  which  do  not  dissolve  either  in 
alcohol  or  ether.' 

886  Paramiccic  Acid  was  obtained  by  Laugier  by  evaporating 
a  solution  of  mucic  acid  in  boiling  water.'  In  order  to  purify  it 
the  residue  is  dissolved  in  alcohol  and  allowed  to  evaporate  spon- 
taneously.* It  forms  crystalline  crusts  composed  of  rectangular 
tables.  Its  taste  is  more  strongly  acid  than  that  of  mucic  acid, 
and  it  also  dissolves  more  readily  in  water  than  the  latter  acid. 
It  is  again  converted  into  mucic  acid  when  it  is  attempted  to  re- 
ciystaUize  it  from  hot  water.  The  salts  of  paramucic  acid  (with 
the  exception  of  the  normal  ammonium  salt)  dissolve  more 
readily  in  water  than  those  of  mucic  acid,  into  which  latter 
they  are  converted  on  boiling  with  water. 

When  mucic  acid  is  treated  with  phosphorus  pentachloride 
the  following  reaction  takes  place :  ^ 

CA(OH),(CO.OH),  +  ePClfi  = 

CACijCCoci),  +  epoca,  +  shci. 

The  same  chloride  is  also  formed  in  a  corresponding  way  from 
acid  potassium  saccharate.^  From  its  solution  in  carbon  disul- 
phide  it  separates  in  large  crystals.^  It  is  decomposed  by  water 
with  formation  of  cMormuconic  add,  C^H2Cl3(CO.OH)2,  and  from 
boiling  water  this  latter  acid  crystallizes  in  long  white  needles. 
On  heating  with  alcoholic  potash  it  is  decomposed  with  forma- 
tion of  oxalic  and  acetic  acids  (Limpricht). 

By  the  action  of  sodium  amalgam  and  water  it  is  trans- 
formed into  hydromuconic  acid^  C4H^(C02H)2,  which  crystallizes 
from  hot  water  in  long  needles,  melting  at  195^.  If,  how- 
ever, an  excess  of  sodium  amalgam  be  employed,  adipic  acid 

^  Halagati,  Compi,  JteruL  zxiL  854. 

*  AuTi,  Chim.  Ixxii  81. 

*  MalA^ti,  Aim,  Chim,  Phys,  Ix.  197. 

*  Li^Bordat,  Ann.  Chem,  Fharm,  c.  825 ;  Bode,  ib.  czzzii.  95. 

8  Bell,  Ber.  De^Osch,  Chem,  Ges.  xu.  1274 ;  De  la  Motte,  ib.  xiL  1571. 

*  Wichelhaus,  Ann,  Chem.  Fharm,  cxzzv.  260. 
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C^HgCCOjH)^,  is  produced.  Hydromuconic  acid  unites  with 
bromine  to  form  dibromadipic  add,  C^ELfir^GOJS.)^  which 
crystallizes  in  needles,  and  by  the  action  of  silver  oxide  on  the 
hot  aqueous  solution  of  the  last-named  acid,  it  is  transformed 
into  muconic  a>cid,  C^H^O^.  This  is  a  monobasic  acid,  and  it 
forms  large  crystals  which  exhibit  numerous  faces,  and  probably 
belong  to  the  monoclinic  system.  It  melts  at  a  little  above 
100*,  and  on  boiling  with  baryta-water  decomposes  into  acetic 
acid,  succinic  acid,  carbon  dioxide,  and  another  acid  which  has 
not  been  further  examined. 

Muconic  acid  is  monobasic  and  homologous  with  aconic  acid 
From  its  products  of  decomposition  it  may  be  assumed  that  its 
constitution  is  probably  the  following : 

CO  C.CH,.CHyCO,H. 

\CH^ 

887  Dehydromucic  Acid,  C4HjO(C02H)j,  is  formed  in  smaller 
quantity,  together  with  pyromucic  acid,  C4HgO(C02H),  by  the 
dry  distillation  of  mucic  acid.^  A  better  yield  is  obtained  by 
heating  mucic  acid  with  hydrochloric  acid,*  or  with  hydrobromic 
acid.'  According  to  Kiinkhardt  it  may  be  prepared  in  largest 
quantity  when  equal  parts  of  mucic  acid,  fuming  hydrochloric 
acid,  and  concentrated  hydrobromic  acid  are  heated  together  for 
eight  hours  to  150*.  In  this  reaction  other  products  are  also 
formed,  amongst  which  are  carbon  dioxide  and  diphenylene 
oxide,  C^gHgO,  a  compound  belonging  to  the  aromatic  group : 

4CeH,o08  =  CeH^Og  +  C^^^P  +  600^  +  14HjO. 

Dehydromucic  acid  dissolves  but  slightly  in  cold  water ;  it  is 
more  readily  soluble  in  hot  water,  and  crystallizes  from  this 
solution  in  lustrous  needles  or  lamiuse,  which  may  be  sublimed 
by  careful  heating.  If,  however,  the  acid  be  quickly  heated,  it 
decomposes  into  carbon  dio}dde  and  pyromucic  acid.  When  its 
aqueous  solution  is  shaken  up  with  bromine  water,  it  is  trans- 
formed into  fumaric  acid,  carbon  dioxide  being  evolved : 

C^H^O,  -h  3HjO  4.  3Brj  =  CJI^O^  +  200^  +  6HBr. 

»  Kiinkhardt,  Joum,  PrakL  Chem,  [2],  xrv.  41. 

'  Heinzelmann,  Lieb,  Ann.  excilL  187. 

*  Seelig,  Ber.  IkuUeh.  Chem,  Oes,  ziL  1081. 
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It  is  a  strong  dibasic  acid,  forming  salts  which  crystallize  well. 
It  is  a  characteristic  reaction  that  its  aqueous  solution  on 
addition  of  ferric  chloride  quickly  solidifies  to  a  transparent 
gelatinous  mass. 

By  the  action  of  sodium  amalgam  and  water  it  yields  two  iso- 
meric acids,  C^H^O(C02H)2,  which  may  be  separated  from  one 
another  by  taking  advantage  of  the  different  solubilities  of  their 
barium  salts.  The  one  of  these  acids  crystallizes  in  thin 
tablets,  which  are  easily  soluble  in  water  and  alcohol,  and  melt 
at  144^  The  other  acid  forms  large  hard  crystals,  which  contain 
one  molecule  of  water,  this  being  given  off  on  heating.  The 
anhydrous  acid  melts  at  ITS'"  (Seelig). 
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FURFUEYL  GROUP. 

888  FarfuTol,  or  Furfuraldehyde,  C^HgO-COH,  was  first  pre- 
pared by  Dobereiner,  who  obtained  it,  together  with  formic  add, 
by  the  distillation  of  sugar  with  dilute  sulphuric  acid  and 
manganese  dioxide,  and  he  termed  it  artificial  oil  of  ants.^ 

Stenhouse  then  found  that  this  compound  is  also  produced 
when  flour  or  sawdust  is  distilled  with  dilute  sulphuric  acid, 
and  he  ascertained  its  composition.*  It  was  observed  by  Fownes 
that  this  substance  may  be  got  in  largest  quantity  from  bran, 
and  on  this  account  he  termed  the  oily  liquid,  furfurol  {furfur, 
bran,  and  oleum,  oil).' 

It  is  also  formed  when  bran  is  distilled  with  a  concentrated 
solution  of  zinc  chloride,^  or  when,  in  the  preparation  of 
garancin,  madder  is  boiled  with  dilute  sulphuric  acid.^  Further, 
it  is  produced,  together  with  other  products,  when  wood  is 
heated  with  water  to  IDS'*.*  It  is  found  in  fusel  oil,'^  in  the 
distillation -products  of  sugar  and  of  wood,^  being  present  in 
especially  large  quantity  if  the  latter  be  not  heated  above  200^ 

Preparation,  Furfurol  is  best  obtained  from  bran,  which 
contains  a  peculiar  substance  giving  elasticity  to  the  husk  of 
the  grain.*  This  is  soluble  in  potash  lye  and  in  boiling  dilute 
sulphuric  acid;  and  in  the  latter  solution  it  is  at  first  trans- 
formed into  a  saccharine  substance,  which  on  distillation  yields 
furfuroL^<> 

To  prepare  furfurol,  one  part  of  bran  is  mixed  with  an  equal 
quantity  of  sulphuric  acid  and  three  parts  of  water,  and  dis- 
tilled until  three  parts  have  passed  over.     The  distillate  is 

^  Schtoeigg.  Jourfi,  IziiL  868.  '  Phil,  Mag.  zviii.  122 ;  zzzrii.  22d. 

•  PkU.  Trans,  1845,  258.  *  Babo,  AnvL  Chem.  Phann,  Izzxv.  lOa 
'  Stenhoase,  id.  elvi  197. 

•  Greville  Williams,  Chem,  News,  xxvi.  231,  298, 

'  Foreter,  Ber,  DeiUseh,  Chem,  Oes,  xv.  230  ;  Joriesen,  ift.  574. 

•  Volckel,  Ann,  Chem,  Pharm,  Ixxxv.  65 ;  Ixxxvi.  66. 

•  HeiU,  Ber,  Deuisch,  Chem,  Ges,  x.  986. 
^^  Gudkow,  Zeitsch.  Chem,  1870,  860. 
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neutralized  with  carbonate  of  soda,  and  after  addition  of  common 
salt,  one  half  of  the  liquid  is  distilled  off,  and  then  rectified,  in 
which  operation  the  furfurol  passes  over  first  mixed  with  water. 
To  purify  the  product,  it  is  treated  with  very  dilute  sulphuric 
acid,  and  from  time  to  time  potassium  dichromate  is  added  in 
very  small  quantities;  it  is  then  dried  over  calcium  chloride 
and  after  this  distilled.^  The  yield  amounts  to  about  three  per 
cent  of  the  bran  taken. 

Furfurol  is  an  oily  liquid  which  has  a  smell  resembling  at  the 
same  time  both  bitter  almond  oil,  and  oil  of  cinnamon,  but  less 
pleasant  than  these,  whilst  in  taste  it  resembles  the  last-named 
oil.  It  boils  at  161**  and  has  a  specific  gravity  at  IS'^'S  of 
1*1636.  It  is  soluble  in  12  parts  of  water,  and  dissolves  readily 
in  alcohol.  When  exposed  to  the  air  it  darkens  in  colour  and 
finally  is  transformed  into  a  tarry  mass.  Like  other  aldehydes 
it  unites  with  acid  sodium  sulphite,  forming  a  compound  which 
crystallizes  in  scales.*  Silver  oxide  oxidizes  it  to  pyromucic 
acid,*  which  latter  is  also  formed,  together  with  furfuryl  alcohol, 
by  the  action  of  alcoholic  potash  on  furfurol :  * 

2C,H A  +  KOH  =  C,H3K03  +  G.Kfi^ 

889  Furfuryl  Alcohol,  C4H3O.CH2.OH,  which  is  also  formed 
by  the  action  of  sodium  amalgam  and  water  on  furfurol,^  has  not 
yet  been  prepared  in  the  pure  state,  as  on  heating,  it  for  the 
most  part  loses  water  and  is  changed  to  a  resinous  mass,  this 
transformation  also  occurring  when  it  is  attempted  to  distil  it  in 
a  vacuum  or  in  a  current  of  hydrogen.  On  keeping,  it  passes 
into  a  pasty  mass,  whilst  acids  at  once  transform  it  into  a  red 
resinous  body. 

Furfuramide,  (C^HjO.CH^jNg,  is  formed  by  the  action  of 
aqueous  ammonia  on  furfurol,  and  for  its  preparation  the 
aqueous  distillate  obtained  in  making  furfurol  may  conveniently 
be  employed.  It  is  insoluble  in  cold  water  and  crystallizes 
from  alcohol  in  thin  needles,  which  melt  at  llT*.  When  treated 
with  acids,  it  decomposes  into  ammonia  and  furfurol. 

Furfurin  is  an  isomeride  of  furfuramide  and  is  obtained  by 
adding  the  latter  body  to  a  boiling  solution  of  caustic  potash,^ 
or  by  heating  it  alone  to  110"*— 1207 

*  Stenhonse,  Ann.  Chem.  Pharm.  cM.  198. 

■  Schwanert,  Aim,  Chem.  Pharm,  cxvi  258.  •  Schwanert,  ib.  257. 

*  Ulrich,  Zeitsch,  Chem.  1861,  186  ;  Limpricht,  Ann,  Chem,  Pharm,  clxv.  279. 
'  Beilstein  and  Schmelx,  Ann,  Chem,  Pharm,  Suppl.  iii  275. 

*  Fowncs,  PhU,  Trans.  1845,  253 ;  Ann.  Chem,  Pharm,  liv.  55. 
7  Bertagnini,  ib,  Ixxxriii.  128. 
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To  purify  the  product  it  is  dissolved  in  a  boiling  solution  of 
an  excess  of  oxalic  acid,  in  order  to  obtain  the  acid  oxalate 
which  is  difficultly  soluble  in  cold  water.  The  boiling  solution 
of  this  salt  is  then  decolorized  with  animal  charcoal  and  after- 
wards decomposed  by  ammonia.  Furfurin  dissolves  in  4,800 
parts  of  cold,  and  in  135  parts. of  boiling  water,  crystallizing 
out  on  cooling  in  small  rhombic  prisms  which  melt  at  116^* 
It  dissolves  readily  in  alcohol  and  ether,  possesses  an  alkaline 
reaction,  and  is  a  monacid  base  whose  salts  crystallize  welL' 

When  heated  with  ethyl  iodide  it  yields  ethyl  furfurin, 
Ci5Hii(C2H5)NjOj,  which,  when  the  resulting  iodide  is  de- 
composed with  silver  oxide  and  the  solution  evaporated, 
remains  behind  as  a  syrup.'  When  furfurin  is  warmed 
with  acetic  anhydride  it  is  transformed  into  acetyl  furfurin, 
^i5^ii(^i^fi)^fi&»  which  forms  a  crystalline  mass  insoluble 
in  water,  and  not  attacked  by  either  ethyl  iodide  or  nitrogen 
trioxide  (R.  Schiflf). 

By  mixing  very  dilute  solutions  of  furfurin  sulphate  and 
potassium  nitrite,  nitroso-furfurin,  Ci5Hn(NO)NjOj,  is  obtained, 
which  yields  crystals  melting  at  112°.* 

Furfurin  is  an  imido-base,  and  is  probably  produced  from 
fiirfuramide  in  the  following  way : 

QH3O.CHZNV  C,H30.C(NH)v 

>CH.aH30 «  1 1  >CH.C,H30. 

CAO.CHZN/  C.HjO.CCNH)/ 

According  to  this  formula  it  would  contain  two  imido-groups, 
whilst  its  derivates  only  indicate  the  existence  of  one  such 
group.  But  it  may  here  be  pointed  out  that  in  diethyl-urea 
only  one  atom  of  hydrogen  of  the  two  imido-groups  can  be 
replaced  by  nitroxyl.  It  is,  however,  possible  that  furfurin 
has  the  following  constitution: 


aH,O.CH— NH 

I  > 


NCH.C,H30. 


890  Condensation  products  of  Furfural.     From  the  above  de- 
scription of  the  compounds  of  fiirfurol  it  will  be  seen  that  this 

1  R.  Schiff,  Ber,  Deutsch,  Ch^m,  Oes.  x.  1186. 

*  Swanberg  and  Bergstrand,  Jcum,  Prakt,  Chem.  \xvL  229. 

'  Davidson,  JEdin,  New.  Phil.  Mag.  (1855)  iu  284. 

«  R.  Schiff,  Ber.  Deutsch.  Chem.  Ges.  zi  1250. 
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body  bears  a  striking  resemblance  to  the  aldehyde  of  benzoic  acid 
which  constitutes  the  principal  constituent  of  bitter  almond  oil. 
Like  this  latter  substance,  it  yields  condensation  products,  and 
these  have  been  examined  by  E.  Fischer,  who  has  given  them 
names  analogous  to  those  of  the  well-known  derivatives  of 
benzoic  aldehyde.^ 

JWo^n,  C^gHgOj,  is  produced  by  boiling  furfurol  with  dilute 
alcohol  and  potassium  cyanide.  It  crystallizes  from  hot  water 
in  fine  prisms,  which  melt  at  135^  and  dissolve  in  caustic  soda 
solution  yielding  a  deeply  coloured  dark-red  liquid,  which  by 
reflected  light  has  a  bluish-green  colour.  This  solution  becomes 
colourless  in  the  air  from  the  formation  of  furil.  When  boiled 
with  acetic  anhydride,  autyl-furain,  G^^{piB^O)0^,  is  pro- 
duced, and  this  crystallizes  from  hot  water  in  needles  melting  at 
76—77". 

The  following  equation  explains  the  formation  of  furoin : 

G,H,O.COH         C.HjO.CO 

C.HjO.COH         C.HjO.CaOH 

Furii,  Ci^H^O^,  is  formed  when  a  current  of  air  is  passed 
through  a  solution  of  furoin  in  dilute  alcohol : 

aH-O.CO  C.HjO.CO 

I  +  0  «  I       +  H,0. 

C^HjO.CH.OH  O^HjO.CO 

It  is  almost  insoluble  in  water  and  crystallizes  from  hot  alcohol 
in  golden  yellow  needles  which  melt  at  162".  It  unites  with 
bromine  to  form  furil  odobromid^,  CijjHeBrgO^  which  yields 
yellow  crystals,  and  on  heating  is  transformed  into  dibromfurU, 
Ci^H^BrjO^.  This  last-named  body  crystallizes  from  hot  alcohol 
in  golden  yellow  laminse,  which  melt  at  183" — 184",  and  sublime 
without  decomposition. 

Ptromucic  Acid,  CJIfi.GO^R. 

Sgz  Scheele  observed  in  1780,  that  when  mucic  acid  is 
heated  it  yields  an  acid  sublimate,  the  vapour  of  which 
possesses  a  penetrating  odour,  resembling  that  of  benzoic  or 
succinic  acid.  Trommsdorff  assumed  that  acetic,  pyrotartaric 
and  succinic  acids  are  thus  formed,  but  Houton-Labillardi^re 
showed  that  the  sublimed  acid  is  a  new  compound.  The  dry 
distillation  of  mucic  acid  is  not  a  method  which  can  be  recom- 
^  Ann,  Chem,  Pharm,  cczL  214. 
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mended  for  the  preparation  of  pyromucic  acid,  as  by-products 
are  formed,  and  consequently  the  yield  of  the  acid  is  small.  If 
furfurol  be  oxidized  with  silver  oxide,  about  14  per  cent,  of  the 
theoretical  quantity  of  the  acid  is  formed,  whereas  if  alcoholic 
caustic  potash  be  employed  the  yield  amounts  to  33  per  cent 
Hence  in  order  to  prepare  this  acid,  furfurol  is  mixed  with  a 
rather  dilute  solution  of  alcoholic  potash,  and  the  mixture 
repeatedly  exhausted  with  ether  to  remove  furfuryl  alcohol. 
The  potassium  pyromucate  is  then  dissolved  in  a  small  quantity 
of  water,  a  resin  being  left  behind.  The  filtrate  is  next  heated 
with  hydrochloric  acid,  when  white  pyromucic  acid  separates  out 
on  standing  for  twenty-four  hours,  whilst  that  remaining  in 
solution  is  obtained  by  shaking  up  with  ether  (Limpricht). 

Pyromucic  acid  dissolves  in  28  parts  of  water  at  15^  and  in 
4  parts  at  the  boiling  point ;  it  crystallizes  in  long  plates  which 
melt  at  134^  but  sublime  at  lOO""  in  needles. 

The  Pyromiicates}  The  salts  of  pyromucic, acid  are  nearly  all 
soluble  in  water,  and  like  the  acid  itself  give  a  red  precipitate 
with  ferric  chloride. 

Uthyl  Pyromucate,  G^ELfi^{Qfi^^  is  obtained  by  the  action  of 
hydrochloric  acid  on  an  fiJcoholic  solution  of  the  acid.*  It 
crystallizes  in  tables,  which  melt  at  34^  and  are  insoluble  in 
water;  it  boils  at  between  208''  and  210^,  and  it  is  not  attacked 
by  acetyl  chloride.  Ammonia  converts  it  into  the  amide, 
C^HjO.CO.NHj,'  which  may  also  be  obtained  from  the  chloride 
C4H3O.COCI.*  The  last  named  compound  is  a  pungent-smelling 
liquid,  which  has  not  been  prepared  in  the  pure  state.*  The  amide 
forms  warty  crystals,  which  easily  sublime  in  tablets  resembling 
those  of  benzoic  acid,  and  melt  at  142**.  When  distilled  with 
phosphorus  pentachloride  ®  or  phosphorus  pentoxide,^  furfur- 
onitril,  C4H3O.CN,  is  formed,  a  liquid  smelling  like  benzonitril 
and  boiling  at  147^  By  the  action  of  zinc  and  sulphuric  acid 
it  is  converted  into  furfurylamin,  C4H3,CH2.NH2.  This  is  a 
powerfully  refracting  liquid,  smelling  like  coniin,  and  boiling 
at  147". 

892  AddUion  Products  of  Pyromucic  Acid,    When  the  acid  is 

exposed  to  the  vapours  of  dry  bromine,  a  tetrabromide  is  formed, 

^  Beilstein  and  Schmelz,  Ann.    Chem,  Pharm,  Snppl.  iiL  285. 
'  Malaguti,  i&.  xzv.  276 ;  Schiff  and  Tasssinari,  Ber.  DetUteh.  Chem.  Cfes.  zi 
1840.  *  Schwanert,  Ann.  Chem.  Pharm.  cxvi  282. 

^  Li^s-Bodart,  CompL  Send,  zlviii.  891. 

*  Limpricht  and  Rohde,  Ann.  Chem.  Pharm.  clzv.  280. 

•  Wnllach,  Liehig'a  Ann.  ccxiv.  227,  751. 

'  Ciamician  and  Dennstedt,  ib.  1058.        '  Ciamician  and  Dennatedt,  t6«  1475. 
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CgH^Br^Og,  which  is  soluble  in  cold  water  and  separates  in  well- 
formed  cystals  from  its  solution  in  a  mixture  oC  ether  and 
petroleum  spirit.  Reducing  agents  re-convert  it  readily  into 
pyromucic  acid,  whilst  chromic  acid  solution  oxidizes  it  to 
dibromsuccinic  acid.  Ethyl  pyromucate  also  combines  with  four 
atoms  of  bromine ;  the  compound  separating  out  from  chloroform 
in  colourless  cr3^tals»  which  melt  at  from  46^  to  48^  and  decom- 
pose at  a  higher  temperature,  becoming  easily  reduced  again  to 
ethyl  pyromucate.*  The  ethereal  salt  combines  also  with  four 
atoms  of  chlorine,  when  a  transparent  syrup  is  obtained  having 
a  pleasant  smell  of  the  wood  of  the  allspice  tree  (CaiycarUhvs 

When  an  aqueous  solution  of  pyromucic  acid  is  saturated  with 
chlorine,  mucochloric  acid  is  obtained : ' 

CfiH.O,  +  2HjO  -h  401^  =  C^HjCljO,  +  CO^  -h  6HCI 

It  crystallizes  from  hot  water  in  rhombic  tablets,  which  melt 
at  125^  Aqueous  alkalis  decompose  it  in  the  cold  into  formic 
and  a-dichloracrylic  acid. 

By  the  action  of  bromine  on  an  aqueous  solution  of  pyromucic 
acid,  a  compound  is  first  formed  to  which  Limpricht  has  given 
the  name  of  aldehyde  of  fumaric  acid : 

CfiH^Oa  +  2Br,  J-  2H2O  =  C^H^Oj  +  CO2  +  4HBr. 

This  forms  a  syrup,  from  which  crystals  separate  on  standing. 
It  is  a  monobasic  acid  which  on  oxidation  is  transformed  into 
fumaric  acid ;  ^  its  constitution  being,  therefore,  the  following : 

"COH 

co.oa 

By  the  action  of  an  excess  of  bromine  mucohromie  acid, 
C^HjBrjOg,  is  formed,  and  this  crystallizes  from  hot  water  in 
glistening  laminsd  which  melt  at  120*.*  When  treated  with 
water  and  caustic  baryta,  it  yields  ;9-dibromacrylic  acid  and 
brompropiolic  acid.^  Oxidizing  agents  transform  it  into  dibrom- 
maleic  acid :  ^ 

C«Br,{g8;j+0-C,Br,{gg;H 


ca{! 


^  Tonnies,  Ser,  DetUseK  Chem.  Oea.  xi.  1085. 

*  MalagQti,  Ann,  Chem,  Pharm.  xxy.  279  ;  Trrii.  41. 

*  Schmelz  and  Beilstein,  ih,  Suppl.  iii.  279. 

*  limpricht,  Ann.  Chem.  Pharm,  dxT.  285  j  Baeyer,  Ber,  Ikutsch,  Chem,  Oes, 
z.  1861. 

*  fieiUtein  and  Schmelz,  Ann,  Chem,  Pharm,  SnppL  iii.  276  ;  Limpricht,  ib. 
clzY.  293.  *  Hill  and  Jackaon,  Ber,  Deuiach.  Chem.  Gea.  zi.  1671. 

y  Hill,  ib,  xiiL  734. 
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Substitution  Products  of  Pyromucic  Acid. 

893  M(m6brompyTomu(!Ac  Add,  CgHjBrOg.  When  ethyl  pyro- 
mucate  is  combined  with  two  atoms  of  bromine  and  the  product 
then  treated  with  alcoholic  potash,  two  acids  of  the  above  com- 
position are  formed.  Of  these  one  forms  glistening  scales  which 
melt  at  180°,  and  are  almost  insoluble  in  cold  and  dissolve 
but  little  in  hot  water.  The  second  acid  is  easily  soluble  and 
crystallizes  in  thin  needles,  which  melt  between  156*  and  157*. 
When  boiled  with  acidulated  water  this  is  gradually  transformed 
into  the  first-named  acid.^ 

Dihrompyromucic  Add,  CjHjBrgOj,  is  produced  by  the  action 
of  alcoholic  potash  on  the  tetrabromide  of  pyromucic  acid.  It 
ciystallizes  in  small  scales  which  melt  at  184^" — 186**,  and 
sublime  at  a  higher  temperature.  It  is  not  attacked  by  a 
boiling  solution  of  chromic  acid,  but  it  dissolves  in  bromine 
water  with  evolution  of  carbonic  dioxide  and  formation  of  the 
aldehyde  of  mucobromic  acid,  C^HjBrgOj,  a  substance  readily 
soluble  in  water  and  crystallizing  from  ether  in  concentrically 
grouped  needles  which  melt  at  88^  When  warmed  with 
chromic  acid  solution,  or  if  bromine  be  led  into  its  boiling 
aqueous  solution,  it  is  oxidized  to  mucobromic  acid.' 

Salphopyromudc  Add,  C5H80j(S03H),  is  obtained  by  treating 
pyromucic  acid  with  sulphur  trioxide,  and  yields  a  barium  salt, 
(C5H80,)2(S03)2Ba,  which  does  not  crystallize  well.' 

Nitropyromudc  Add,  C5H3(N02)Og,  is  produced  by  the  action 
of  a  mixture  of  concentrated  nitric  and  sulphuric  acids  on 
dihydromucic  acid : 

C^HjOCCOjH),  +  NOyOH  =  C,Hj(N02)O.C02H  +  H,0  +  CO^ 

It  is  difficultly  soluble  in  water,  but  dissolves  readily  in  alcohol 
and  crystallizes  in  transparent,  yellow,  rectangular  prisms  or 
tables  which  melt  at  183^  By  the  action  of  tin  and  hydro- 
chloric acid  it  is  transformed  into  succinic  acid :  ^ 

C,H3(N0  JO.CO^H  +  2H2  +  H,0  =  C^H^CCO^H),  +  CO^  +  NH,. 

894  Tetrol,  C^H^O.  This  compound,  which  is  also  known  as  te- 
traphenol  or furjfuran,  is  produced  by  heating  barium  pyromucate 

^  Schiff  and  Tassinari,  Ber,  Deutseh,  Chem,  Ge$.  xi.  842 ;  1840. 

*  Tonuies,  Ser.  Deutsch.  Chem.  Oes,  xi.  1088 ;  xiu  1202. 

*  Schwanert,  Ann,  Chan,  Pharm.  cxvL  268. 

*  KUnkhardt,  Joum,  FrdkU  Chem,  [2],  xxv.  51. 
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with  addition  of  a  little  soda-lime.  It  is  a  peculiarly-smelling 
liquid,  which  boils  at  32^  and  if  a  little  be  allowed  to  evaporate 
quickly  on  a  glass  rod  a  portion  of  it  crystallizes.  It  is  not 
attacked  by  bromine  even  on  warming,  but  acids  decompose  it 
with  formation  of  pyrrol-red.^ 

Tetrol  appears  also  to  be  found  contained  together  with 
sylvan  or  methyl-tetrol,  C^H3(CHj)0,  amongst  the  distillation 
products  of  pine  wood.  Sylvan  is  a  liquid  boiUng  at  63^  It  is 
not  attacked  by  sodium,  whilst  hydrochloric  acid  converts  it  into 
a  resinous  mass.  By  potassium  permanganate  it  is  oxidized  to 
acetic  acid.^ 

Pyrrol,  C^H^(NH). 

895  This  compound  was  found  in  coal-tar  by  Runge,  who 
noticed  that  the  smallest  quantity  of  its  vapour  imparted  a  deep 
red  colour  to  a  shaving  of  pine  wood,  moistened  with  hydro- 
chloric acid,  and  on  this  account  he  gave  the  new  substance 
the  above  name  (from  irvppo^y  flame-coloured).  By  this  reaction 
he  also  detected  its  presence  in  ammonia- water  of  the  gasworks, 
in  the  vapours  given  off  in  the  carbonization  of  horn  and  bone, 
and  in  the  so-called  oil  of  tobacco.*  He  did  not,  however,  suc- 
ceed in  isolating  this  compound,  but  this  was  accomplished  by 
Anderson,  who  separated  it  from  Dippels-oU  and  fixed  its 
formula.*  It  is  formed  in  larger  quantity,  together  with  other 
products,  in  the  dry  distillation  of  feathers  and  of  flannel,  and 
likewise  of  several  alkaloids,^  and  it  is  also  produced  when  the 
vapour  of  diethylamine  is  passed  through  a  tube  heated  to 
dull  redness :  • 

(C,H6),NH  =  C,H,(NH)  +  3Hg. 

Schwanert  then  observed  that  it  occurs  amongst  the  products 
of  the  dry  distillation  of  ammonium  mucate :  ^ 

C,H,(0H),(C02NH,),  =  C,H,N  +  COjCNHJH  +  CO,  -|-  SH^O. 

This  decomposition  proceeds  more  readily  if  glycerine  be 
added.^  Pyrrol  is  also  produced,  and  in  large  quantity,  in  the 
dry  distillation  of  ammonium  saccharate.^ 

Pyrrol  is  a  colourless  liquid,  which  has  a  pleasant  ethereal 

smell ;  it  boils  at  133"*  and  when  exposed  to  the  air  gradually 

1  Limpricht  and  Rodhe,  Ann.  Chem,  Pharm,  clzr.  281. 
'  A.  Herbei^g,  Ber,  Deutseh,  Chem.  Oes.  xiii.  879. 

*  Fogg.  Ann,  zzzi,  67.  ^  Ann,  Chejn.  Pharm.  IzxxiiL  68 ;  cy.  849. 
"  Williams,  Chem,  Oaz.  1858,  309  and  321. 

*  Bell,  Ber,  Deutsch.  Chem.  Oes.  z.  1861.        '  Ann.  Chem.  Pharm.  citL  278. 
"  GoldBchmidt,  Zeiiech.  Chem.  1867,  280. 

*  Bell  and  Lapper,  Ber.  Deutech,  Chem.  Ges.  x.  1961. 
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acquires  a  brown  colour.  It  is  almost  insoluble  in  water,  but 
dissolves  slowly  in  dilute  acids,  without,  however,  entering  into 
combination  with  them.  With  mercuric  chloride,  however,  it 
forums  a  crystalline  compound,  C4H5N  +  2HgCl2,  which  does  not 
dissolve  in  water.  Strong  acids  decompose  pyrrol,  with  forma- 
tion of  the  pyrrol-red  before  mentioned,  its  production  being 
explained  by  Anderson  as  follows : 

SC.HgN  +  HgO  =  CigHi^NoO  +  NH,. 

Pyrrol-red  is  a  light,  orange-red  powder,  which  does  not  dis- 
solve in  water,  and  is  but  slightly  soluble  in  alcohol. 

Pyrrol  unites  with  nascent  hydrogen,  forming  pyrroHn, 
C^HgCNH),  an  oily  liquid  that  boils  at  90**— 91^  and  acts  as 
a  strong  base.^ 

Carbopyrrolamide,  CgHgNgO.  By  the  dry  distillation  of  am- 
monium mucate  and  of  mucamide,  Malaguti  obtained  a  crystal- 
line body  which  he  termed  pyromttcamide  biamidde.*  Schwanert, 
who  examined  this  substance  more  closely,  found  it  to  be  the 
amide  of  carbopyrrolic  acid,  C^H^N.COgH.*  For  its  preparation 
the  aqueous  liquid  is  separated  from  the  pyrrol  and  evaporated, 
and  the  crystals  are  repeatedly  recrystallized  from  alcohol,  the 
solution  previous  to  the  final  crystallization  being  treated  with 
animal  charcoal.  It  forms  laminse  which  are  slightly  soluble  in 
water,  possess  a  sweet  taste  (Malaguti),  melt  at  ITG'^'S  and 
decompose  at  a  higher  temperature.  Ammonium  saccharate 
does  not  yield  any  carbopyrrolamide  (Bell  and  Lapper). 

Carbopyrrolic  add,  C^H^N.CO^H.  The  barium  salt  of  this 
acid  is  obtained  by  boiling  the  amide  with  baryta  solution,  and 
crystallizes  in  thin,  flexible  plates. .  If  concentrated  hydrochloric 
acid  be  added  to  a  cold  concentrated  solution  of  the  barium  salt, 
the  greater  part  of  free  acid  is  precipitated,  and  this  must  be 
quickly  separated  from  the  liquid.  The  residual  liquor  very 
quickly  becomes  rose-red  coloured  and  then  brown,  and  the  acid 
contained  in  it  cannot  be  separated,  as  even  on  most  careful 
evaporation  of  the  solution  it  is  transformed  into  pyrrol-red 
with  evolution  of  carbon  dioxide. 

Carbopyrrolic  acid  crystallizes  from  dilute  alcohol  in  small 
prisms  which  at  190^  sublime,  yielding  broad  feathery  crystals. 
At  a  slightly  higher  temperature  it  is  decomposed  into  carbon 
dioxide  and  pyrrol. 

^  Ciamician  and  Dennstedt,  Bar,  Veutseh.  Chem,  Ge».  zri  1536. 

*  Compt.  Bend,  rdi.  856.  •  Ann.  Cfhem.  Pharm,  crvi.  270. 
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896  EthyUpyrrol,  C^H^-NC^Hg,  is  produced  in  the  dry  distilla- 
tion of  the  mucate  and  of  the  saccharate  of  ethylamine.*  It  is  a 
colourless  liquid  which  in  smell  resembles  pyrrol.  It  boils  at 
131"*  and  imparts  an  intense  red  colour  to  a  pine  shaving  moist- 
ened with  hydrochloric  acid.  It  does  not,  however,  yield  any 
pyrrol-red  when  heated  with  hydrochloric  acid. 

Together  with  ethyl-pyrrol,  ethylamine  mucate  yields  also 
diethylcarbopp'rolamide,  C^^^jiC^^^^O,  and  triethyldicarbo- 
pyrrolamide,  C^^(Gfi^^'^^0^;  but  these  products  are  not 
obtained  from  the  corresponding  saccharate.  The  first-named 
body  crystallizes  in  prisms  which  melt  at  43*— 44* ;  it  boils  at 
269"* — 270*,  and  on  heating  with  alcoholic  potash  solution  splits 
up  into  ethylamine  and  ethyl-carbopyrrolic  acid,  C4H3N(C2H5)- 
COjH.  This  acid  crystallizes  from  hot  water  in  glistening 
silky  needles  which  melt  at  78*  and  readily  decompose  into 
ethyl-pyrrol  and  carbon  dioxide.  The  triethyldicarbopyrrol- 
amide  is  a  crystalline  mass  which  does  not  dissolve  in  water. 
It  melts  at  229* — 230*  and  on  heating  with  alcoholic  potash  to 
130°  splits  up  into  ethylamine  and  ethyUdicarbopyrrolic  add, 
C4H2N(C2H5)(C02H)2.  The  last  named  acid  crystallizes  from 
alcohol  in  needles,  and  when  heated  to  250*  it  decomposes,  with- 
out previously  melting,  into  ethyl-pyrrol  and  carbon  dioxide. 

The  corresponding  methyl  and  amyl  compounds  have  also 
been  prepared  and  examined  by  Bell. 

Acetyl-pyrrol,  Cfi^JNCfi/).  By  actmg  on  pyrrol  with 
potassium,  potassium-pyrrol  is  produced,  and  this,  when  treated 
with  acetyl  chloride,  yields  acetyl-pyrroL  It  is  a  liquid  which 
boils  at  177* — 178^  has  a  very  peculiar  smell,  and  on  heating 
with  potash  solution  is  split  up  into  pyrrol  and  acetic  acid. 
Acetyl-pyrrol  is  also  formed  when  pyrrol  is  heated  together 
with  acetic  anhydride  and  anhydrous  sodium  acetate.  The 
principal  product  of  this  reaction  is,  however,  pseudo-acetyl- 
pyrrol,  C4H3(C2H30)NH,  a  substance  which  was  formerly  con- 
sidered to  be  acetyl-pyrrol  itself.*  It  crystallizes  from  ether  in 
splendid  needles,  which  melt  at  90* ;  it  boils  at  220""  and  is  not 
decomposed  by  caustic  potash  solution.  If  its  hot  aqueous 
solution  be  treated  with  silver  nitrate  and  a  little  ammonia,  a 
crystalline  precipitate  is  obtained  having  the  composition 
C,H3(C2H30)NAg.» 

^  Bell,  Ber.  Deutach.  Chan.  Oes,  z.  1861 ;  Bell  and  Lapper,  ib.  z«  1961. 
>  R.  Schiff,  Ber.  Dmtaeh.  Chem.  Gea.  z.  1500. 
*  Ciamician  and  Dennatedty  ib,  xvi.  2348. 


Digitized  by 


Google 


612  FURPURYL  GROUP. 


ISOMERIDES  AND  HOMOLOGUES  OF  PyROMUCIC   ACID. 

897  laopyromudc  Add,  C^HjO.COjH,  is  formed,  together  with 
pyromucic  acid,  in  the  dry  distillation  of  ammonium  mucate. 
It  is  very  easily  soluble  in  water,  and  decomposes  carbonates  but 
slowly.  It  may  therefore  be  separated  from  pyromucic  acid  by 
exhausting  the  mixture  with  a  small  quantity  of  water,  or  the 
distillate  maybe  treated  with  barium  carbonate  and  then  shaken 
up  with  ether.  This  acid  melts  at  82^,  easily  sublimes  in  tablets 
and  yields  with  iron  chloride  a  deep  green  colouration.^ 

Fucusol^  CgH^Og.  This  compound,  which  is  isomeric  with 
furfurol,  was  obtained  by  Stenhouse  by  distilling  certain  sea 
algss  (Fucus),  peat-moss  {Spkagnum),  and  lichens  {Usnea, 
Cetraria^  &c.),  with  dilute  sulphuric  acid.  It  is  an  oil  which 
resembles  furfurol ;  it  has  a  specific  gravity  of  1*150  at  IS'^'o, 
and  boils  at  171** — 172**,  a  part  of  the  substance  being,  however, 
converted  into  a  resin.  It  differs  from  furfurol  by  being  some- 
what less  soluble  than  this  body  in  water  and  ammonia,  The 
last-named  substance  converts  it  mto  facusamide^  (C^H30.CH)3Nj, 
which  crystallizes  from  alcohol  in  long  needles ;  on  boiling  with 
a  weak  solution  of  caustic  potash  it  is  transformed  into  its  iso- 
meride  fucusin,  a  substance  which  at  S""  dissolves  in  2,400  parts 
of  water,  and  separates  from  hot  water  in  flat  concentrically 
grouped  crystals.  It  has  an  alkaline  reaction  and  forms  crystalline 
salts.' 

Fvcu(M>ic  Acid,  or  fi-Pyromuck  Add,  C^H^O.COjH,  is  formed 
when  fucusol  is  boiled  with  silver  oxide  aod  water,  and  crystal- 
lizes from  aqueous  solution  in  rhombic  tables  which  melt  at 
130V 

Furfuriuyrohln,  C4H5O.C2Hj.COH,  is  obtained  when  a  mixture 
of  furfurol  and  aldehyde  is  warmed  with  a  weak  solution  of 
caustic  soda: 

C4H3O.COH  -h  CHj.COH  =  C4H3O.CH  —  CH.COH  +  H^O. 

It  crystallizes  from  hot  water  in  needles  which  have  an  odour 
resembling  that  of  cinnamon.  These  melt  at  51""  and  by  careful 
heating  may  be  sublimed.  When  boiled  with  water  and  silver 
oxide  ^  it  is  transformed  into  the  compound  next  to  be  described. 

*  Limpricht  and  Rohde,  Ann,  Chem,  Pharm.  dxv.  256,  298. 

•  Anji.  ChenL  Pharm.  Ixxiv.  284. 

•  Stenhouse,  Proe.  Roy.  Soe.  xx.  80. 

*  J.  G.  Schmidt,  Ber.  Deutsch,  Chem.  Oet,  xiii.  2842. 
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898  Furfuracrylic  Add,  C^fi.Q^^-^O^,  is  also  produced 
when  a  mixture  of  furfurol,  acetic  anhydride,  and  anhydrous 
sodium  acetate  is  heated  for  some  hours  to  the  boiling  point : 

2CA0.C0H4.g|^gg}0  = 
2C,H30.CH  —  CH.CO.OH  +  H^O. 

It  is  difficultly  soluble  in  cold  water,  and  crystallizes  from  hot 
water  in  long  brittle  needles  which  resemble  cinnamon  in  smell, 
melt  at  ISo"",  and  may  be  volatilized  in  a  current  of  aqueous 
vapour. 

This  acid  is  isomeric  with  salicylic  acid.  It  combines  with  nas- 
cent hydrogen  forming  furfurpropionic  acid,  C^HgO.CjH^.COjH, 
which  has  a  strong  cinnamon-like  smell,  and  forms  crystals 
which  melt  at  51^ 

If  to  its  aqueous  solution  one  molecule  of  bromine  and  after- 
wards three  molecules  of  silver  oxide  be  added,  the  silver  salt 
of  dibasic  furonic  add,  Q^SifiJfiO^Ei)^  is  formed  ;  this  acid 
crystallizes  from  hot  water  in  needles  which  melt  at  180^  With 
nascent  hydrogen  it  unites  to  form  hydrofuroniG  add,  C5H3O3 
(C02H)2,  a  substance  readily  soluble  in  water  and  crystallizing 
in  needles  which  melt  at  112''.  If  this  acid  be  heated  with 
hydriodic  acid  and  phosphorus  to  200**,  it  is  reduced  to  a-pimelic 
add,  C,K,,(COfi)^^ 

Furfurangelic  Add,  C^HjO.C^H^.COjH,  is  formed  by  heating 
together  furfurol,  butyric  anhydride,  and  sodium  butyrate.  It 
crystallizes  in  needles  which  melt  at  88**,  and  unites  with  hydro- 
gen forming  furfurvaleric  add,  C^HjO.C4H8.COjH.  This  last 
named  acid  is  a  disagreeably  smelling  oil,  and  is  converted  by 
the  action  of  bromine  and  silver  oxide  into  butyrofuronic  add, 
CgH^Og,  a  substance  readily  soluble  in  water,  and  reduced  by 
phosphorus  and  hydriodic  acid  into  a-azelaic  add.* 

Furfur-hutylene,  C4H3O.C4H7,  is  produced  when  isobutyric 
anhydride  is  heated  with  furfiirol  and  potassium  isobutyrate.  It 
is  a  colourless  oily  liquid  which  boils  at  153**,  and  has  a  peculiar 
odour  resembling  that  of  the  beetle  Cardbua  sycophanta?  If  to 
its  solution  in  glacial  acetic  acid  a  concentrated  solution  of 
potassium  nitrite  be  added,  the  compound  C^yf>JAfi^  is  pro- 
duced, a  substance  whioh  crystallizes  well,  and  on  reduction  in 

^  Baeyer,  Ber.  DeuUeh,  Chem,  Gea.  z.  855,  695,  1S58. 

*  Baeyer  AiTdnnies,  Ber.  Deutsch.  Chem.  Oes,  z.  1864  ;  Tonnies,  ib.  zii.  1200. 

*  Baeyer  and  Tbmiias  ib.  z.  1864. 
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hydrochloric  acid  solution  yielda  the  hydrochloride  of  the  base 
C8Hi^0(0H)NH,.  Hence  the  addition-product  possesses  ihe 
formula  C,H30,C,H7.(NO)(ONO).^ 

899  ConstittUion  of  the  Furfuryl  Compounds. — ^These  contain 
the  group  C^HjO,  which  in  accordance  with  Baeyer*s  suggestion  is 
termed  "  furfur."  Its  constitution  may  be  arrived  at  froTd  the 
following  considerations.  Furfurol  acts  in  all  its  relations  in  an 
exactly  analogous  manner  to  benzaldehyde,  a  substance  which 
belongs  to  the  aromatic  group,  and  contains  its  six  atoms  of 
carbon  arranged  in  the  form  of  a  ring.  It  may  therefore  be 
assumed  that  in  the  furfuryl  compounds  the  four  atoms  of  carbon 
form  a  similar  closed  chain.  The  simplest  member  of  this  group 
is  tetrol,  G^H^O,  a  substance  which  is  not  attacked  by  the  alkali 
metals,  and  therefore  does  not  contain  hydroxyL  The  action  of 
phosphorus  pentachloride  on  pyromucic  acid  also  shows  that 
**  furfur "  contains  neither  the  hydroxyl  group  nor  the  carbonyl 
group. 

The  formation  of  dehydromucic  acid  from  mucic  acid  may 
therefore  be  explained  as  follows  : 

CH(0H)CH(0H)C02H     CttCCOaH 
I  "  l|      I/O       +3H,0. 

CH(0H)CH(0H)C02H     CH.C.CO,H 

By  separation  of  carbon  dioxide  this  then  yields  pyromucic 
acid  and  tetrol: 

CH.CH  CH.CH 

II   l>  I  L> 

CH.C.CO,H.  CH.CH. 

Pyromucic  acid  unites  with  bromine  to  form  a  tetra- 
bromide : 

CHBr.CHBr 


i, 


> 


JHBr.CBr.CO^, 

whilst  on  oxidation  it  yields  fiimaric  acid: 


CH.CH  CaCOgH 


,,      >0        +  30  =  II  +  CO, 

CH.d.CO,H  CH.CO^ 

^  T9iinie«,  Bar.  Deutieh.  CheM.  On.  si.  1511. 
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And  the  acids  produced  from  furfuiyl-acrylic  acid  will  possess 
the  following  formulaB : 

Furfarpropionio  Acid.  Fnronic  Acid. 

CH.CH  CH.CO,H 

II  !>  II 

CH.C.CH»CHyCO^  CH.CO.CH»CHg.COjIL 

a-Pimelic  Acid. 


i. 


Pyrrol  is  produced  by  heating  anunonium  succinate ;  and  also 
when  the  vapour  of  diethylamine  is  passed  through  a  red- 
hot  tube: 

CH,.CH,       cacH 

>NH  =  ||     |>NH+3Hj. 
CH^CH,       CH.CH 

The  other  compounds  of  the  pyrrol  group  have  the  following 
constitution : 

Carbopyrrolaniide.  Carbopyrrolic  acid. 

CH.CH  CH.CH 

II      l>H  II     T>NH 

CH.C.CO.NHy  CH.C.CO.OH. 

Diethylcarbopynolamide.  Triethyldicarbopyrrolamide. 

CH.CH  CttC.CO.N(C,HJH 

II    |>N.CA  II     |>N.CA 

CH.C.CO.N(CjHfi)H.        CH.C.C0.N(C3HJH. 

900  Tdryhne-Dicarhoxylic  Acid,  C^H^(C02H)2.  The  ethyl  salt 
of  this  acid,  which  is  also  known  as  homoitaconic  add,  is  obtained 
in  small  quantity,  together  with  that  of  ethyl-lactic  acid  and  the 
sodium  salts  of  the  two  acids,  by  the  action  of  dry  sodium 
ethylate  on  the  ethyl  salt  of  o-chlorpropionic  acid.  The 
formation  of  the  acid  is  explained  by  the  following  equation : 

/CHg  ^^-^ 

C0,H.CHC1        +      NCHCLCO^    =. 

\CH,  CH, 

CH. 

COJH.CH^CH.COsH    +    2Ha 

203 
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The  ethyl  salt  is  a  pleasantly  smelling  liquid,  which  hoila 
at  230**.  When  heated  with  strong  hydrochloric  acid  it  yields 
the  free  acid,  which  crystallizes  from  hot  water  in  rhombic 
prisms.  These  melt  at  170** — 171*,  and  at  a  higher  temperature 
sublime  in  fine  needles.  This  acid  is  isomeric  with  hydromuconic 
acid,  from  which  it  differs  in  the  fact  that  it  does  not  unite  with 
hydrogen,  bromine,  &c.^ 


MECONIC  ACID  GROUP. 

gox  Meconic  Acid,  C^H^Oy.  In  the  year  1805  this  acid  was  dis- 
covered by  Sertumer  in  opium  (Mi/^wi/toi/),^  and  was  afterwards 
more  completely  examined  by  Robiquet,*  and  by  Liebig.*  It  is 
now  obtained  as  a  by-product  in  the  preparation  of  the  alkaloids 
contained  in  opium.  In  order  to  purity  the  crude  acid  it  is 
recrystallized  from  warm  dilute  hydrochloric  acid,  in  which  it  is 
in  the  cold  less  soluble  than  in  pure  water.  The  acid  is  next 
converted  into  the  ammonium  salt,  and  this  is  then  decomposed 
by  hydrochloric  acid.* 

Meconic  acid  dissolves  in  four  p^s  of  boiling  water,  and  on 
cooling  the  solution  it  separates  out  in  micaceous  scales  or  small 
rhombic  prisms,  which  contain .  three  molecules  of  water  of 
crystallization,  these  being  lost  at  100°.  When  heated  more 
strongly  meconic  acid  loses  carbon  dioxide,  and  is  converted  into 
comenic  acid,  CgH^Og,  and  pyromeconic  acid,  CgH^Oy  Very 
minute  quantities  of  ferric  chloride  impart  a  deep  red  colour  to 
solutions  of  meconic  acid  and  its  salts.  This  colouration  is  not 
destroyed  on  addition  of  auric  chloride,  as  is  the  case  with  the 
similar  colouration  produced  by  thiocyanic  acid. 

When  sodium  amalgam  is  added  to  a  solution  of  meconic  acid, 
the  latter  takes  up  hydrogen,  and  a  non-crystaUizable  add  is 
obtained,  which  from  the  analysis  of  its  silver  salt  appears  to  be 
?i€xhydromec(mic  add,  C^H^fi^^ 

Mecanates.  Three  of  the  atoms  of  hydrogen  in  meconic  acid 
are  capable   of  replacement  by  metals,  and  liebig  therefore 

*  Markownikow  and  Krestownikow,  LUb»  Ann,  ccviii.  33S. 

*  Gilbert,  Ann,  Phys.  xiii.  1,  234 ;  xir.  1,  47. 
»  Ann.  Chim.  Phys,  v.  282 ;  U.  236 ;  liii  425. 

*  Ann.  Pharm.  rii.  237  ;  xxvi.  118,  147. 

*  Mennel,  Joum,  Prakt,  Chttn,  [2],  xxvi.  449. 

*  v.  Korif,  Ann,  Chem,  Pkarm.  cxxxviU.  191. 
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considered  it  to  be  a  tribasic  acid.  Later  researches  have  however 
shown  that  it  contains  together  with  two  carboxyl  groups,  one 
hydroxyl,  the  hydrogen  of  which  can  be  replaced  by  metals. 
The  basic  salts  thus  produced  possess  a  yellow  colour. 

Normal  Potassium  MecoTuUe,  C^H^KgO^,  is  readily  soluble  in 
hot  water,  and  separates  out  on  cooling  in  lustrous  silky  needles 
or  laminae.  On  the  addition  of  some  hydrochloric  acid  to  the 
cold  concentrated  solution  of  the  normal  salt,  or  of  caustic  potash 
solution  to  an  excess  of  meconic  acid  solution,  the  acid  salt 
CyHgKOy  is  obtained  in  fine  needles.  If,  however,  an  excess  of 
the  caustic  potash  be  employed,  then  the  yellow  basic  salt, 
C7HK3O7,  is  thrown  down. 

Normal  Silver  Meconate,  C^HjAggOy,  is  a  snow-white  pre- 
cipitate, which  on  boiling  with  water  passes  into  the  yellow 
basic  salt,  C7HAg307.  The  latter  salt  is  also  formed  when  a 
solution  of  the  acid  exactly  neutralized  vrith  ammonia  is  pre- 
cipitated with  silver  nitrate,  the  solution  afterwards  exhibiting 
an  acid  reaction. 

Normal  Ethyl  Meconate,  C7H2(C2H5)207,  is  obtained  by  passing 
a  stream  of  hydrochloric  acid  gas  into  a  mixture  of  one  part  of 
the  anhydrous  acid  and  two  parts  of  absolute  alcohol  until  the 
acid  ethyl  meconate  which  is  in  the  first  place  precipitated  is 
redissolved.  The  normal  salt  crystallizes  from  hot  water  in 
small  plates  or  flattened  prisms  which  melt  at  111**'5  (Mennel). 

Add  Ethyl  Meconate,  €7113(02115)07,  crystallizes  from  hot 
water  in  colourless  needles  which  melt  at  179^  and,  like  the 
foregoing  compounds,  yields  a  red  colouration  with  ferric 
chloride.  If  silver  nitrate  be  added  to  its  solution,  silver  ethyl 
meconate,  C^'R^k!g{G^^O^  +  HgO,  is  formed,  and  this  crystallizes 
from  hot  water  in  needles. 

Triethyl  Meconate,  Q^'Kifi^^fi^,  is  prepared  from  the  salt 
C7HAg(C2H5)207,  which  is  obtained  as  a  yellow  precipitate  by 
first  adding  the  requisite  quantity  of  silver  nitrate  to  a  hot 
solution  of  the  normal  ethyl  salt,  and  then  exactly  neutralizing 
with  ammonia.  This  precipitate  must  be  washed  and  dried  in 
the  dark.  This  is  then  heated  with  ethyl  iodide,  when  the 
^triethyl  salt  is  obtained,  which  crystallizes  from  dilute  alcohol  in 
prisms  melting  at  61**. 

Ethyl  Meconic  Acid,  €7113(02115)07,  is  produced  when  the 
preceding  compound  is  boiled  for  some  time  with  water.  Jt 
forms  small  prisms,  has  a  strongly  acid  reaction,  and,  as  is  also 
the  case  with  the  triethyl  salt,  yields  no  colouration  with  ferric 
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chloride.     It  melts  at  200^  giving  off  carbon  dioxide.     This  acid 
is  metameric  with  acid  ethyl  meconate : 

Ethyl  Meconic  Acid.  Acid  Ethyl  Mecooate. 


fCO.]N 

)Jco.c 

I  OH. 


CCNHg 
Meconamic  Add,  CgHO^  {  CO.OH      The  basic    ammonium 


salt  of  this  acid  is  thrown  doyrn  as  a  yellow  precipitate  when 
an  excess  of  ammonia  is  added  to  a  concentrated  hot  solution  of 
acid  ethyl  meconate.  On  decomposition  with  hydrochloric  acid 
the  free  acid  is  produced,  and  this  separates  from  hot  water  in 
warty  concretions,  which  contain  one  molecule  of  water  of 
crystallization.  It  is  not  decomposed  by  cold  caustic  soda 
solution,  but  on  heating  the  mixture  ammonia  is  evolved  and 
sodium  meconate  produced  (Mennel). 

902  Commie  Acid,  CqH^O^,  is  formed  when  meconic  acid  is 
heated  to  200** — 220^  or  when  it  is  boiled  with  strong  hydrochloric 
acid.  It  dissolves  in  somewhat  above  sixteen  parts  of  boiling 
water,  and  crystallizes  out  on  cooling  in  prisms  or  plates,  which 
are  but  little  soluble  in  cold  water.  Ferric  chloride  imparts  a 
blood-red  colour  to  solutions  of  the  free  acid  and  its  salts.  Like 
meconic  acid  it  unites  with  hydrogen,  but  the  product  has  not 
been  further  examined. 

Commotes.  Comenic  acid  is  a  monobasic  oxyacid,  and  like 
meconic  acid  forms  not  only  normal  but  also  basic  salts,  which 
almost  all  crystallize  easily. 

Ethyl  Comerudey  C^fi^((j^^,  is  obtained  by  passing  hydro- 
chloric acid  gas  into  absolute  alcohol  in  which  comenic  acid  is 
suspended.  It  crystallizes  from  boiling  water  in  quadratic 
prisms  which  melt  at  126*'"5,  but  volatilize  at  a  lower  tempera- 
ture than  this.  Its  solution  is  coloured  a  deep  red  by  ferric 
chloride.  If  a  stream  of  nitrogen  trioxide  be  passed  into  anhydrous 
ether  containing  the  free  acid  in  suspension,  ethyl  nitrowmenaie, 
C^B^(^O^OJiQ^^,  is  obtained ;  this  forms  small  yellow  needles 
which  melt  at  147**,  and  dissolve  readily  in  hot  water.  Its 
solution  is  coloured  red  by  ferric  salts.  With  various  bases  it 
yields  yellow  salts,  which  crystallize  welL^ 

If  ethyl  comenate  be  heated  with  acetic  anhydride  to  150*, 
*  Reihstein,  Jbum.  Prakt,  Chem,  [2],  xxiv.  278. 
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ethyl  acetocomenate,  G^B^(OC^llfi)0^{CO^C^ll^,  is  obtained. 
This  crystallizes  in  needles  which  melt  at  104°.  It  yields  no 
colouration  with  ferric  chloride,  and  is  readily  split  up  by  water 
into  acetic  acid  and  the  ethyl  salt. 

Amidocomenic  Acid,  C5B[2(OH)02(NHj)C02H,  is  produced  by 
the  action  of  tin  and  hydrochloric  acid  on  ethyl  nitrocomenate 
It  crystallizes  from  hot  water  in  lustrous  needles,  which  with  a 
little  ferric  chloride  give  an  indigo-blue  colouration,  this  being 
changed  to  red  on  the  addition  of  more  of  the  reagent.  It 
unites  with  hydrochloric  acid,  forming  a  salt  which  crystallizes 
in  micaceous  scales. 

Comenamide,  C5H2(OH)02(CO.NH2)2.  The  corresponding 
ammonium  compouud  is  produced  by  the  action  of  ammonia  on 
the  ethyl  salt,  and  this  on  treatment  with  hydrochloric  acid 
yields  the  amide,  which  is  purified  by  recrystallization  from 
boiling  water.  It  forms  small  white  plates  and  contains  one 
hydrogen  atom  which  may  be  replaced  by  metals. 

Comenamic  Acid,  CgHgNO^  +  2H2O,  is  isomeric  with  comen- 
amide,  and  is  obtained  by  boiling  comenic  acid  with  an  excess 
of  ammonia: 

C5H2(OH)02(C02H)  +NH3  =  C5H2(OH)0(NH)C02H  +  H^O. 

The  ammonium  salt  is  of  course  formed  in  this  reaction,  and 
this  is  then  decomposed  by  hydrochloric  acid.  The  free  acid 
crystallizes  from  hot  water  in  colourless  lustrous  tables,  which 
effloresce  on  exposure  to  air,  and  its  solution  is  coloured  purple 
by  ferric  chloride.  Like  comenic  acid  it  forms  two  series  of 
salts.  When  heated  with  zinc  dust,  pyridin,  C5H5N,  is  formed, 
a  base  which  it  will  be  more  convenient  to  describe  in  the 
sequel.^ 

CMorcomenic  Acid,  "IG^^CIO^  +  3H3O,  is  formed  by  passing 
chlorine  into  water  containing  comenic  acid  in  suspension.  It 
dissolves  readily  in  water,  and  crystallizes  in  long  four-sided 
prisms,  which  lose  their  water  at  100*,  and  at  a  higher  tempera- 
ture melt  and  then  blacken  and  decompose.  It  yields  with 
ferric  chloride  the  same  colouration  as  that  given  by  comenic 
acid,  and  its  salts  are  distinguished  from  the  corresponding 
comenates  by  their  greater  solubility.* 

Brcmcomenic  Add,  2C^,HjBr05  +  SHgO,  is  obtained  by  the 

*  Lleben  and  Haitinger,  Ber.  DmUaek,  Cfiem,  Oe$.  xvL  1268.  See  also  Oat, 
Jaum,  Prdkt.  Chem,  [2],  xxvii.  257. 

•  How,  Edinb.  PhU.  Trans,  xx.  part  II.  225. 
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action  of  bromine  water  on  comenic  acid  or  meconic  acid.  It 
resembles  chlorcomenic  acid,  but  is  less  soluble  than  the  last- 
named  acid.^ 

By  the  continued  action  of  bromine  and  water  an  acid  is 
obtained  which  has  the  empirical  formula  of  dibrompyromeconic 
acid ;  but  it  cannot  be  this,  as  on  heating  with  water  it  is  ea^ly 
transformed  again  into  monobrommeconic  acid.  Mennel  assiunes 
that  it  contains  an  atom  of  bromine  replacing  the  hydrogen  of 
the  hydroxyl,  and  terms  it  therefore  hroTrtoxylbromcomenic  acid, 
C5HBr02(OBr)C02H.  It  dissolves  readily  in  water  and  alcohol, 
and  crystallizes  in  fine  rhombic  tables.  Its  solution  does  not 
yield  any  immediate  colouration  with  ferric  chloride,  but  on 
longer  standing,  or  at  once  on  heating,  the  liquid  assumes  a  red 
colour,  bromcomenic  acid  being  formed.* 

When  the  last-named  acid  is  boiled  with  hydrochloric  acid  or 
hydrobromic  acid,  oxycomenic  acid,  CfiH02(OH)2C02H,  is  formed. 
It  crystallizes  from  water  either  in  long  needles  which  contain 
three  molecules  of  water,  or  in  short  prisms  which  contain  only 
one  molecule  of  water  of  crystallization.  With  ferric  chloride 
it  first  gives  a  blue  colouration,  which  changes  to  red  on  further 
addition  of  the  reagent.  It  is  a  monobasic  acid,  but,  like  meconic 
acid,  it  forms  three  series  of  salts.^ 

903  Pyromeconic  Add,  C5H4O3,  was  discovered  by  Sertiimer 
in  1817,  but  was  for  some  time  considered  to  be  identical  with 
meconic  acid,  its  individuality  being  first  recognized  by  Robiquet.* 
For  its  preparation  anhydrous  meconic  acid  is  heated  to  300* 
or  higher,  and  a  current  of  carbon  dioxide  is  passed  through  the 
apparatus  in  order  to  bring  the  pyromeconic  acid  into  the 
receiver  and  to  prevent  the  temperature  rising  to  too  high  a 
point.  The  distillate  contains  some  acetic  acid,  comenic  acid,* 
and  other  products.  In  order  to  purify  it,  the  acid  is  redistilled 
in  small  quantities  at  a  time,  and  is  then  crystallized  from  hot 
water.® 

Pyromeconic  acid  crystallizes  in  large  prisms  which  molt  at 
117°  and  dissolve  readily  both  in  water  and  alcohol     They 

*  Ann,  Chem.  Pharm.  Ixxx.  85 ;  IxxxiiL  356. 

*  Joum.  FraJcL  Ch&in.  [2],  xxvi  466. 
»  Oat,  76.  [2],  xxiii.  440. 

*  Arm,  Chein,  Pharm,  v.  90. 

*  This  was  at  first  considered  to  be  paracomenic  acid  (Stenhouse,  Chan,  Soe. 
Mem,  ii.  (1844),  1),  but  Ost  has  found  that  the  substance  is  identical  with 
comenic  acid. 

*  Ost,  Joum,  Prakt,  Chem.  [2],  xix.  177. 
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sublime  even  at  the  ordinary  temperature,  but  more  readily  at 
100^  and  the  liquid  boils  between  227°  and  228^  The  aqueous 
solution,  which  has  only  a  weak  acid  reaction,  yields  with  ferric 
chloride  a  blood-red  colouration. 

FyromecoTuUes,  Pyromeconic  acid  does  not  contain  the  car- 
boxyl  group,  but  an  hydroxyl,  the  hydrogen  of  which  can  be 
replaced  by  metals.  The  compounds  so  formed  unite  with  a 
second  molecule  of  pyromeconic  acid  to  form  the  so-called  acid 
salts.  All  the  pyromeconates  are  unstable  bodies.  They 
darken  on  exposure  to  light,  and  are  decomposed  when  boiled 
with  water.  The  alkaline  salts  readily  decompose  in  presence 
of  free  alkali,  formic  acid  being  produced  (Ost). 

When  pyromeconic  acid  and  acetyl  chloride  are  heated 
together,  acetopyromeconic  add,  Gfifi^i^C^fi),  is  produced ; 
it  forms  colourless  prisma,  which  melt  at  91**  and  dissolve  readily 
in  water,  but  on  heating  the  solution  it  is  easily  split  up  into 
pyromeconic  and  acetic  acids.  The  solution  does  not  yield  a 
colouration  with  ferric  chloride. 

When  hydrochloric  acid  gas  is  passed  into  an  ethereal  solution 
of  pyromeconic  acid,  the  compound  C5H^03,HC1  separates  out 
in  small  needles.  Water  decomposes  this  product  into  ita 
constituents. 

If  concentrated  sulphuric  acid  be  added  to  an  ethereal  solu- 
tion of  pyromeconic  acid,  the  following  compounds  are  produced 
according  to  the  quantity  added  :  viz.,  either  C^fi^SO^H^ 
crystallizing  in  needles,  or  2(C5H^03),SO^H2,  obtained  in  the 
form  of  prisms.  Both  substances  are  at  once  decomposed  by 
water  (Ost). 

Concentrated  nitric  acid  acts  energetically  on  pyromeconic 
acid,  large  quantities  of  prussic  acid  and  some  oxalic  acid  being 
formed.^  Under  certain  conditions  nitromeconic  acid,  shortly 
about  to  be  described,  is  produced. 

904  Brompyromeconic  Add,  CgHjBrOg,  is  formed  by  the 
action  of  bromine  water  on  an  aqueous  solution  of  pyromeconic 
acid,  and  crystallizes  from  hot  water  in  short  prisms  or  tables. 
Its  solution  yields  a  deep  red  colouration  with  ferric  chloride.' 

lodopyromeconic  Add,  C^HjIOg.  On  the  addition  of  chloride 
of  iodine  to  a  solution  of  pyromeconic  acid  the  iodo-acid 
separates  out  in  small  colourless  plates.  These  are  readily 
soluble  in  hot  water,  and  their  solution  acquires  a  dark-red 
colour  on  addition  of  ferric  chloride.  By  using  an  excess  of 
*  Brown,  Phih  Mag,  [4],  viii.  201.  *  Brown,  Chem,  Soe.  Joum.  vL  78. 
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chloride  of  iodine,  Brown  obtained  a  yellow  crystalline  precipitate 
which  he  described  as  iodomecone,  C^H^IgO^^  but  doubtless  this 
product  was  simply  iodoform  :  • 

C.H.Oj  +  7IC1  +  3HjO  =  2CHI,  +  300^  +  HI  +  7Ha 

NUropyromeconic  Acid,  C5H3(N0j)03,  is  obtained  by  adding 
from  2  to  3  parts  of  pure  concentrated  nitric  acid  to  a  well- 
cooled  solution  of  4  parts  of  pyromeconic  acid  in  12  parts  of 
glacial  acetic  acid.  At  first  crystals  separate  out,  which  probably 
consist  of  meconic  nitrate.  After  a  short  time,  however,  a 
powerful  reaction  commences,  and,  on  cooling,  the  nitro-com- 
pound  separates  out  in  crystals.  These  are  purified  by  recrys- 
tallization  from  hot  absolute  alcohol,  the  solution  being  quickly 
cooled,  as  on  long  heating,  either  with  alcohol  or  water,  the 
compound  is  decomposed.  It  forms  small  light  yellow  prisms, 
which  are  but  difficultly  soluble  in  cold  water.  Its  solution  has 
a  deep  yellow  colour,  and  yields  a  blood-red  colouration  with 
ferric  chloride.  Nitropyromeconic  acid  is  monobasic,  forming 
yellow  salts,  which  explode  when  heated. 

Amidqpyromeconic  Add,  C5Hg(NH2)Oj.  If  the  nitro-acid 
just  described  be  treated  with  tin  and  dilute  hydrochloric  acid, 
and  the  tin  be  then  precipitated  with  sulphuretted  hydrogen, 
a  solution  is  obtained  of  the  hydrochloric  acid  compound  of 
amidomeconic  acid,  which  on  evaporation  is  obtained  in  large 
rhombic  prisms,  having  the  composition  C5H3(NH2)08,HC1+H20. 
This,  when  treated  with  ammonia,  yields  the  amido-acid,  which 
crystallizes  from  hot  water  in  long  needles.  Its  neutral  solution 
yields,  with  a  little  ferric  chloride,  a  beautiful  indigo-blue 
colouration ;  on  further  addition  of  the  reagent,  the  colour 
becomes  green,  and  then  blood-red.  The  solution  reduces  silver 
nitrate  with  separation  of  metallic  silver.^ 

NUrosopyromeconic  Acid,  C5H3(NO)08.  If  absolute  ether  be 
saturated  with  nitrogen  trioxide,  and  the  solution  then  shaken 
up  with  a  little  finely-powdered  pyromeconic  acid,  the  liquid, 
which  is  at  first  clear,  afterwards  deposits  an  orange-yellow 
crystalline  precipitate  oinitrosodipyromeconic  acid,  C5H5(N 0)03-1- 
CgH^Oj,  which,  by  the  further  action  of  nitrogen  trioxide,  is 
converted  into  nitrosopyromeconic  acid. 

Nitrosodipyromeconic  acid  is  stable  only  in  absence  of  light, 
in  the  presence  of  which  it  is  decomposed  with  formation  of 
prussic  acid.      This  last-named  acid,  together  with  nitrogen 
1  Ost,  J<mm.  Frakt.  Chem.  [2],  adx.  177. 
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trioxide,  carbon  dioxide,  and  other  gases,  is  also  formed  when 
the  aqueous  solution  of  the  nitroso-acid  is  evaporated,  there 
being  produced  at  the  same  time  smeary  decomposition-pro- 
ducts, free  pyromeconic  acid,  and  a  compound  of  equal  molecules 
of  the  last-named  acid  and  oxypyromecazonic  acid  (Ost). 

905  Oxypyromecazonic  Acid,C^^^T^O^.  The  double  compound 
just  described  is  obtained  in  larger  quantity  when  the  nitroso- 
compound  is  mixed  with  water  to  a  paste,  and  sulphur  dioxide 
passed  in.  It  crystallizes  in  acute  monoclinic  tables,  and  is 
only  difficultly  soluble  in  cold  water.  When  boiled  with  chloro- 
form, pyromeconic  acid  passes  into  solution,  and  the  same 
decomposition  takes  place  when  heated  alone  to  120''. 

Oxypyromecazonic  acid  crystallizes  from  hot  water,  either  in 
dazzling  white  needles  which  contain  one  molecule  of  ciystalliza- 
tion  water,  or  in  the  anhydrous  form  in  short  prisms.  It  occurs 
less  frequently  in  needles  containing  two  molecules  of  water  of 
crystallization.  Like  pyromeconic  acid,  it  forms  two  series  of 
salts,  uniting  with  acids  more  easily  than  the  former  acid. 
Ferric  chloride  imparts  to  its  solution  an  intense  dirty  violet 
colour,  and  its  alkaline  solution  yields  on  exposure  to  the  air  a 
fine  blue  precipitate,  which,  however,  soon  becomes  discoloured. 

Pyromecazonic  Acid,  C5H5NO3,  is  formed  in  small  quantity, 
together  with  the  amido-acid,  in  the  reduction  of  the  nitro-acid. 
It  is,  however,  better  obtained  by  the  action  of  hydriodic  acid 
on  oxypyromecazonic  acid.  It  crystallizes  in  fine  rhomic  tables, 
and  forms  a  diacetyl  compound. 

906  Pyromecazone,  C^HjNOg,  is  produced  when  concentrated 
nitric  acid  is  added  to  pyromecazonic  acid  suspended  in  ether, 
the  whole  being  kept  well  cooled.  The  product  is  insoluble  in 
ether,  but  dissolves  readily  in  water.  The  solution  stains  the 
skin  violet,  and  has  a  peculiar  smell,  somewhat  resembling  that 
of  iodine.  It  crystallizes  from  absolute  alcohol,  or  from  spirit^ 
in  small  needles,  containing  one  molecule  of  alcohol.  Pyro- 
mecazone passes  readily  into  pyromecazonic  acid  by  the  action 
of  sulphurous  acid. 

When  the  last-named  acid  is  treated  with  nitric  acid  in  the 
presence  of  glacial  acetic  acid,  the  pyromecazone  which  is  first 
formed  passes  into  solution  on  further  addition  of  nitric  acid, 
and  after  a  short  time  compact  yellow  prisms  of  jiitropyromecazone, 
C5H2(N02)NOj  +  HgO,  separate  out.  In  aqueous  solution  this 
substance  decomposes  slowly  in  the  cold,  and  quickly  if  heated 
to  30**-40*,  carbon  dioxide  being  evolved,  and  nilropyromecazonic 
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(uM,  C^KJ^^O^iaO^,  being  precipitated.  This  acid  may,  bow- 
ever,  be  obtained  in  larger  quantity  and  without  the  evolution  of 
gas  by  reduction  with  sulphur  dioxide.  It  is  a  monobasic  acid 
which  crystallizes  from  solution  in  a  large  quantity  of  water,  in 
golden-yeUow  tablets.  With  ferric  chloride  it  yields  a  blood- 
red  colouration.^ 

907  Chelidonic  Add,  C^H^O^  was  discovered  by  Probst  *  in 
celandine  {Chelidonium  majvs)^  and  more  closely  examined  by 
Lerch.^  It  is  contained  in  largest  quantity  at  the  time  of 
flowering,  and  occurs  partly  in  the  free  state  and  partly  as 
calcium  salt,  together  with  malic  acid.  It  is  somewhat  difficultly 
soluble  in  cold,  but  dissolves  readily  in  hot,  water,  and  on  slow 
evaporation  separates  out  in  silky  needles  containing  one  and  a 
half  molecules  of  water.  On  slowly  cooling,  it  is  obtained  in 
small  interlaced  needles  which  contain  one  molecule  of  crystal- 
lization water.  When  exposed  to  air  it  slowly  becomes  anhydrous. 
On  heating  to  150'  it  loses  water,  and  above  220**  carbon  dioxide 
is  evolved,  a  new  acid  being  formed  which  has  not  been  more 
closely  examined. 

Chelidonic  acid  differs  from  meconic  acid  by  containing  one 
atom  less  oxygen.  Like  the  last-named  acid  it  forms  three  series 
of  salts,  those  containing  two  equivalents  of  metal  being  the 
most  stable. 

Potassium  Chelidonate,  CyH^KgO^,  crystallizes  in  small,  easily 
soluble  needles.  If  caustic  potash  be  added  to  its  solution,  a 
yellow  crystalline  precipitate  of  the  salt  CyHKjOg  is  produced. 

Barium  chloride,  lead  acetate,  and  silver  nitrate  yield 
amorphous  yellow  precipitates  when  added  to  an  anmioniacal 
solution  of  the  acid. 

According  to  Lieben  and  Haitinger,  however,  these  so-called 
tribasic  salts  of  chelidonic  acid  belong  to  a  new  acid,  produced 
by  taking  up  the  elements  of  water  and  containing  two 
hydroxyls  besides  two  carboxyl  groups,  this,  new  acid  in  the 
free  state  readily  passing  into  chelidonic  acid. 

If  chelidonic  acid  be  boiled  with  ammonia,  chelidoTUimic  <icid, 
C^HyNOg,  is  produced,  a  body  standing  in  the  same  relation  to 
chelidonic  acid  as  comenamic  acid  to  comenic  acid,  and  like  the 
first-named,  yielding  pyridin  when  heated  with  zinc  dust^* 

*  Ost,  Jmm,  Prakt.  Chem,  [2],  xxiii.  268. 

»  Ann,  Che7/i,  Pharm.  xxix.  116.  •  /&.  lyii.  278. 

*  Lieben  and  Haitinger,  £er,  DeutscK  Chem,  Ges.  xvi.  1259 ;  lietzenmayery 
Jowm,  Prakt,  Chem.  [2],  xxvii.  292. 
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By  boiling  with  lime,  chelidonic  acid  is  completely  resolved 
into  acetone  and  oxalic  acid  (Lieben  and  Haitinger),  and  &om 
this  the  following  constitntional  fonuula  for  chelidonic  acid  may 
be  deduced  : 

CO.OH 

I  CO.OH 

C:=CH  I  CHj 

I       I  CO.OH  1 

0  CO    +    3H-0      -  +00 

1  I  CO.OH  1 
C=CH  I  CH3 


CO.OH 


CO.OH 


As  will  be  further  explained  under  pyridin,  the  above  formula 
explains  in  a  simple  manner  the  relation  between  these  two 
bodies. 

Acids  derived  from  Potassium  Carboxide. 

908  Berzelius  and  Wohler  were  the  first  to  observe  that  in  the 
preparation  of  potassium  by  Brunner's  method  a  grey  or  black 
porous  mass  is  formed.  Qmelin  noticed  that  this  body  changes 
colour  on  exposure  to  air,  first  becoming  green  and  afterwards 
yellow ;  and  by  the  addition  of  a  small  quantity  of  water  he 
obtained  a  yellow  solution,  whilst  a  cochineal-red  powder 
remained  behind,  a  substance  which  had  already  been  noticed 
by  Berzelius  and  Wohler.  In  the  solution  he  ascertained  the 
presence  of  the  potassium  salt  of  a  peculiar  acid,  and,  as  the 
acid  itself  as  well  as  many  of  its  salts  exhibited  a  yellow  colour, 
he  gave  to  it  the  name  of  croconic  add  (from  xpoKop,  saffron).^ 

This  subject  was  then  further  investigated  by  Liebig,  who 
stated  that  he  had  already  expressed  the  opinion  that  carbon 
monoxide  could  be  regarded  as  a  radical,  of  which  carbonic  acid 
and  oxalic  acid  were  oxidation  products,  whilst  phosgene  was  its 
chlorine  compound.  He  then  continued  :  "  In  the  pursuit  of 
this  idea  I  have  arrived  at  most  remarkable  and  interesting 
results,  which  would  seem  to  prove  that  these  resemblances  are 
not  confined  to  the  compounds  just  described."  He  found  in  fact 
that  pure  carbon  dioxide  combines  with  heated  potassium,  form- 
ing a  black   mass  which  is  violently  decomposed  by  water, 

^  Pogg.  Ann,  iv.  81. 
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hydrogen  being  evolved,  together  with  some  hydrocarbon,  as  the 
gas  bums  with  a  strongly  luminous  flame.  On  evaporating  the 
solution  he  obtained  potassium  croconate,  and  potassium  oxalate, 
and  at  the  same  time  he  noticed  the  formation  of  the  cochineal- 
red  body.^ 

E.  Davy  then  pointed  out  that  when  the  potassium  carboxide 
formed  in  the  preparation  of  potassium  is  treated  with  water, 
the  hydrogen  evolved  contains  a  "new  gaseous  bicarburet  of 
hydrogen,"  afterwards  recognized  as  acetylene.' 

At  the  same  time  Heller  examined  the  cochineal-red  sub- 
stance and  found  it  to  be  the  potassium  salt  of  an  acid  which 
he  termed  rhodizonic  acid  (from  poSi^co,  I  colour  rose  red),  because 
its  salts  exhibit  a  colour  varying  from  rose -red  to  a  deep  carmine- 
red/  He  also  further  examined  croconic  acid,  and  these  two 
acids  were  then  made  the  subjects  of  investigation  by  several 
other  chemists. 

By  passing  carbon  monoxide  over  warmed  potassium,  Brodie 
found  that  at  about  80"*  arborescent  crystalline  growths  made 
their  appearance  on  the  metal,  the  whole  finally  forming  a  grey 
crystalline  mass.  Up  to  this  point  the  absorption  of  gas  was 
slow,  but  after  this  the  action  became  violent,  and  the  grey  mass 
was  transformed,  with  evolution  of  heat,  but  without  change  of 
form,  into  the  dark  red  compound  (COK),^  a  substance  decom- 
posed by  water  with  extreme  violence,  and  often  undergoing 
sudden  spontaneous  decomposition.  As  the  grey  compound 
formed  at  first  is  so  easily  decomposed,  it  has  not  been  found 
possible  to  obtain  it  in  the  pure  state ;  its  formula,  however,  is 
most  probably  (COKj)„.* 

Lerch,  who  employed  the  potassium  carboxide  obtained  in 
the  preparation  of  potassium,  found  that  this  substance  is  not 
affected  by  dry  air,  but  that  in  moist  air  it  oxidizes,  the  black 
mass  becoming  first  grey,  then  again  black,  and  passing  through 
green  and  red  until  finally  it  becomes  yellow.  No  further 
change  then  takes  place,  and  the  product  yields  only  croconic 
and  oxalic  acids.  If,  however,  the  black  mass  be  treated  with 
hydrochloric  acid,  ,air  being  excluded,  colourless  trihydro- 
carboxylic  acid  is  produced: 

CioKioOio  +  lOHCl   =   CioHioOio  +  lOKCL 

^  Awn.  Chem.  Pharm.  xi.  182.  >  BriL  Anoc  lUpartB,  1S36,  p.  62. 

'  Jaum.  PrakL  Chem.  iiu  193.  *  Chem,  Soe.  Jotim.  xiL  269. 
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From  this  reaction  it  might  be  assumed  that  potassium  car- 
boxide  is  the  potassium  salt  of  this  acid.  But  as  this  acid  is 
tetrabasic,  potassium  carboxide  must  contain  six  potassium  atoms 
combined  in  a  different  manner  to  the  rest.^ 

The  action  of  water  upon  potassium  carboxide  is  very  differ- 
ent from  that  of  hydrochloric  acid.  Equal  volumes  of  hydrogen 
and  acetylene  are  evolved  and  potassium  rhodizonate  is  formed 
together  with  caustic  potash.  To  explain  the  reaction  which 
takes  place  it  must  be  assumed  that  potassium  carbonate  is 
also  formed : 

2CioH,oOio  +  12H,0  -  3H,  i*.  3C,H,  +  2C,H,K,0e  + 
8K0H  +  4CO3K2. 

909  Trihydrocarboxylic  Acid,  Ciffi^QOy^  is  best  obtained  by 
reducing  the  compound  next  to  be  described  by  means  of  zinc  and 
sulphuric  acid  or  sulphuretted  hydrogen.  That  it  may  also  be 
got  from  freshly  obtained  potassium  carboxide  has  already 
been  stated.  In  its  preparation  air  must  be  excluded.  It 
crystallizes  in  needles  possessing  a  silky  lustre,  and  dissolves 
much  more  readily  in  water  than  in  alcohol.  The  solution  ex- 
hibits an  acid  reaction.  In  the  moist  state  or  in  solution  it 
acquires  a  red  colour  by  absorption  of  oxygen,  and  this  is  also 
the  case  with  its  salts. 

Dihydrocarhoxylic  Add,  0^,^ifi^^  is  the  first  product  of 
oxidation  of  the  preceding  compound.  For  its  preparation, 
potassium  carboxide  is  decomposed  in  presence  of  air  by  means 
of  alcohol  containing  hydrochloric  acid,  and  the  red  solution 
produced  is  evaporated.  It  forms  either  pure  black  crystals 
exhibiting  a  metallic  lustre,  or  thin,  transparent  yellow  trichroic 
crystals.  These  do  not  alter  on  exposure  in  the  air,  provided 
this  be  free  from  ammonia.  The  acid  dissolves  readily  in  hot 
water,  the  solution  exhibiting  a  red-violet  dichroism.  Its  salts 
oxidize  readily,  forming  compounds  of  the  following  acid. 

Carboxylic  Acid,  G-^^fi^^  is  not  known  in  the  free  state,  as, 
when  its  salts  are  decomposed  by  acids,  it  is  converted  into 
rhodizonic  acid  by  taking  up  water : 

CioH Ao  +  2H,0  -  2C,H,0e. 

Potassium  Carboxylases.  The  normal  salt,  C^^fiii^  is  red  in 
colour  and  is  obtained  by  the  oxidation  of  the  black  potassium 

^  Lerch,  ^im.  Akad,  Ber,  zlv.  [2],  721 ;  Abetraot,  Ann,  Chmn,  Plarm. 
exxiv.  20. 
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dihydrocarboxylate.  The  monacid  salt,  CioHKjOi^  forms  green 
crystals,  whilst  the  diacid  salt,  C^Q^^fi^Q,  is  a  red  powder. 

910  Shodizonic  Acid,  CjH^O^,  forms  hard,  colourless  crystals 
containing  one  molecule  of  water  of  crystallization,  which  they 
lose  at  lOO"*!  and  then  become  black.  The  acid  dissolves  readily 
in  water  and  alcohol,  and  its  aqueous  solution,  on  warming,  be- 
comes first  yellow-coloured  and  then  red.  Its  salts  liave  been 
examined  by  WilL^ 

Acid  Potassium  Bhodizonate,  CgHjE^Og  +  H^O,  forms  a  soft, 
oochineal-red-coloured  powder.  It  is  difficultly  soluble  in  cold, 
but  dissolves  more  readily  in  hot  water.  Its  neutral  solution 
has  a  dark  reddish-yellow  colour,  which  changes  to  a  pale 
yellow  on  addition  of  an  alkali.  When  heated  to  between 
120''  and  ISO""  it  loses  its  water  of  crystallization. 

Acid  Barium  Bhodizonate,  C^HjBaO^  +  H^O,  is  obtained  as 
a  beautiful  red  precipitate  by  adding  barium  chloride  to  a  solu- 
tion of  the  potassium  salt.  On  drying  it  forms  a  dark  brown 
powder,  which  acquires  under  the  burnisher  a  cantharidine 
lustre. 

Silver  Bhodizonate,  C^HAggO^,  is  formed  as  a  dark  purple-red 
precipitate  by  addition  of  silver  nitrate  to  a  solution  of  the 
potassium  salt,  the  latter  solution  which  was  at  first  neutral  thus 
acquiring  an  acid  reaction.  Rhodizonic  acid  is  therefore  a 
tribasic  acid,  exhibiting  a  close  analogy  to  orthophosphoric  acid. 

911  Croconic  Acid,  CgHjOg.  This  acid,  which  has  been 
carefully  examined  by  Will  and  Lerch,  is  formed  when  an 
alkaline  solution  of  rhodizonic  acid  is  evaporated : 

C,H,0,  =  C,HA  +  H,0. 

At  the  same  time  oxalic  acid  is  formed  together  with  a  brown 
smeary  mass. 

It  crystallizes  from  water  or  alcohol  in  pale  sulphur-yellow 
grains  or  plates,  which  contain  three  molecules  of  water  and 
have  a  bitter  acid  taste.  Its  salts  have  been  examined  by 
Qmelin,  Heller,  Will,  and  Lerch. 

Potassium  Croconate,  CgKjOg,  crystallizes  from  hot  water  in 
reddish-yellow  needles  which  contain  water.  These  are  but  little 
soluble  in  cold  water,  and  do  not  dissolve  in  alcohoL  In  taste 
it  resembles  saltpetre,  and  it  loses  its  water  of  crystallization 
below  100*,  becoming  of  a  light  lemon-yellow  colour. 

*  Ann,  Chcm,  Pharm,  cxviii.  187. 
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The  barium  and  calcium  salts  are  lemon-yellow  precipitates, 
whilst  the  strontium  salt  crystallizes  in  plates  which  are  readily 
soluble  in  water  and  alcohol. 

Copper  Croconate,  CgCuOg  +  SH^O.  This  characteristic  salt  is 
produced  when  hot  solutions  of  potassium  croconate  and  copper 
sulphate  are  mixed  together.  On  cooling  it  separates  out  in 
small  rhombic  pristns,  the  faces  of  which  have  a  semi-metallic 
lustre  and  exhibit  a  deep  blue  reflection.  By  transmitted  light 
it  has  an  orange-brown  colour.  An  admixture  of  smaller  crystals 
also  formed  presents  the  appearance  of  a  dark  violet  powder. 
When  powdered  the  salt  has  a  lemon- yellow  colour,  and  accord- 
ing as  it  is  more  finely  powdered  it  exhibits  to  a  greater  degree 
its  peculiar  power  of  reflecting  light.^ 

Silver  Croconate,  CgAggOg,  is  an  orange-red  powder,  which 
when  heated  decomposes  with  evolutions  of  sparks. 

Eydrocroconic  Add,  CgH^Og,  is  produced  when  croconic  acid 
is  heated  with  hydriodic  acid,  and  if  the  product  be  poured  into 
alcoholic  potash  solution,  the  potassium  salt  is  precipitated.  If 
this  be  decomposed  with  an  add  and  then  treated  with  alcohol- 
ether,  a  yellow  solution  of  hydrocroconic  acid  is  obtained,  and  on 
evaporation  the  acid  remains  as  a  yellowish-brown  viscid  mass, 
exhibiting  a  strong  acid  reaction. 

Potassium  Hydrocroconate,  CgHjKjOg,  crystallizes  from  hot 
water  in  red  needles,  the  faces  of  which  exhibit  a  bluish-violet 
lustre.  Its  blood-red  solution  acquires  a  yellow  colour  in  the  air, 
and  this  takes  place  quickly  in  presence  of  an  alkali,  potassium 
croconate  being  formed  together  with  a  little  potassium  oxalate. 

Barium  Hydrocroconate,  CgHjBaOg,  is  a  beautiful  peony-red 
crystalline  precipitate,  which  is  insoluble  in  acetic,  but  dissolves 
in  hydrochloric  acid.  If  the  solution  be  warmed  barium  cro- 
conate crystallizes  out  (Lerch). 

Eydrothiocroconic  Acid,  CgH^SO^  is  produced  by  the  action 
of  sulphuretted  hydrogen  on  croconic  acid.  It  forms  a  reddish- 
yellow  gum-like  mass,  which  dissolves  readily  in  water  and  has 
a  strongly  acid  reaction.  It  is  a  dibasic  acid.  The  salts  of  the 
alkali-metals  are  readily  soluble,  and  crystallize  in  garnet-red 
needles  with  bluish-green  and  violet  lustre;  the  other  salts 
form  red  precipitates.  By  the  action  of  alkalis  these  salts  are 
transformed  into  croconates  (Lerch). 

Oxycroconic  Add,  C^HgOg,  was  obtained  by  Will  by  the  action 
of  chlorine  or  nitric  acid  on  potassium  croconate,  and  he  termed 
^  L.  Gmdin,  Ann,  Chern,  Pharm.  xxxviL  68. 
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it  letLconic  add.  It  forms  a  gum-like,  readily  soluble  mass,  which 
when  heated  to  100°  or  treated  with  reducing  agents  again  forms 
croconic  acid.  The  acid  potassium  salt,  C^EE^KOg,  is  obtamed 
as  a  difficultly  soluble  precipitate  by  saturating  a  concentrated 
solution  of  the  acid  with  potassium  carbonate.  The  barium 
salt,  {C^^fi^^B^  is  a  yellowish-white  precipitate,  whilst  the 
silver  salt,  C^K^Agfi^  is  a  light  yellow  precipitate  which  when 
dried  at  100°  acquires  a  greenish-yellow  colour  (Will). 

The  oxycroconates  are  easily  retransformed  into  croconates, 
especially  if  an  alkali  be  present  (Lerch). 

Nothing  is  known  as  to  the  constitution  of  the  remarkable 
compounds  which  have  been  described  in  the  four  preceding 
pages. 


TETRINIC  ACID  GROtJP. 

gia  The  compounds  of  this  group  were  discovered  by  E. 
Demanu^y,  who  obtained  them  by  the  action  of  bromine  on  the 
ethyl  salts  of  methylacetacetic  acid  and  its  homologues,  and  sub- 
sequent treatment  of  the  product  'with  alcoholic  potash.^  The 
acids  so  obtained  exhibit  the  following  remarkable  composition  : 

Tetrinic  acid,  {CJlfi^^Ufi. 
Pentinic  acid,  {G^Bfi^^Kfi. 
Hexinic  acid,  (CeH802)3HjO. 
Heptinic  acid,  {G^^^oO^^Hfi. 

Still  more  remarkable  appears  to  be  the  composition  of  the 
salts  of  these  acids.  Thus  tetrinic  acid,  obtained  from  eihyl 
methylacetacetate,  yields  amongst  others  the  following : 

5(C,H,0^2(NH^,0. 

5(C^HPj)2BaO. 
2(C^H^Oj)BaO,HjO,  &c.' 

Tetrinic  acid  woald  have  the  follomng  constitution : — 

CO— CO 


CHj— CU2* 


1  Ann.  Chim.  Phy$,  [5],  xx.  433. 


I  Digitized  by  VjOOQ  IC 


THIOPHENE.  631 


or,  indudiug  the  water  which  it  contains : — 

HO  — 0  — O  — C  — O  — C  — OH 


/\  /\  /\ 

OH,  CO  OH- CO  CO,  CO 

s/  \/  \/ 

^Mf           v/£l  OH^ 


\ 


As  these  acids  all  crystalKze  well  and  are  produced  by  so  simple 
a  reaction,  the  above  formulae  do  not  appear  very  probable,  and 
consequently  the  subject  has  been  further  investigated  by 
Pawlow^  and  Fittig,  and  Schultz."  These  chemists  find  that 
tetrinic  acid  has  the  constitution  C^H^Og,  being  formed  from 
ethyl  monobrommethylacetacetate  by  spontaneous  decomposi- 
tion, slowly  in  the  cold  and  more  quickly  on  heatiug,  according 
to  the  following  equation : 

C.H^BrO.CO.OC^H,  +  ILO  =  C,H50.C0.0H 
+  BrH  +  C2H5.OH. 

It  is,  like  its  homologues,  a  monobasic  acid,  being  most  proba- 
bly aceto-acrylic  add,  CH3.CO.CH  =  CILCOgH. 

From  its  hot  aqueous  solution  it  separates  on  cooUng  in 
feathery  crystals,  whilst  by  spontaneous  evaporation  it  is  obtained 
in  compact  triclinic  prisms  which  melt  at  ISO"".  This  acid  and 
its  homologues  give  with  ferric  chloride  an  intense  red-violet 
colouration. 


THIOPHENE,  C^H,S. 

913  Victor  Meyer  observed  •  that  benzene  prepared  from 
coal-tar  exhibits  properties  different  from  those  of  benzene 
prepared  from  benzoic  acid,^  inasmuch  as  the  latter  does  not 
yield  a  blue  colouration  when  treated  with  isatin  and  strong 
sulphuric  acid,  whilst  the  former  gives,  under  these  conditions, 
an  intense  blue  colour.  He  likewise  noticed  that  benzene  from 
tar  ceases  to  give  this  reaction  after  it  has  been  well  shaken 
with  concentrated  sulphuric  acid.  This  singular  difference  is 
caused,  according  to  Meyer,  by  the  existence  in  coal-tar  benzene 

*  Btr,  Deutach,  Chem.  Oes.  xvi.  1870.  •  IK  xvi.  1M». 

»  Victor  Meyer,  lb.  xv.  2893,  xvi  1465,  1624,  2172,  2968. 

^  Or  rather  from  benzoic  acid  prepared  from  the  gum,  from  urine,  or  Arom 
toluol ;  the  acid  obtained  l^m  benzo-sulphuric  acid,  on  the  other  hand»  gi?ea  the 
reaction  in  question. 

204 
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of  a  sulphur  compound,  thiophene,  C^H^S,  present,  however, 
only  in  very  small  quantities,  the  average  amount  being  about 
0*5  per  cent,  but  occurring  in  the  purest  samples  of  commercial 
benzene. 

For  the  preparation  of  thiophene,  tar  benzene  is  shaken  up 
with  a  quantity  of  strong  sulphuric  acid  insufficient  to  dissolve 
it  entirely ;  the  sulpho-acid  converted  into  the  lead-salt,  this 
mixed  with  sal-ammoniac,  and  the  whole  distilled. 

The  distillate,  which  consists  of  a  mixture  of  thiophene  and 
benzene,  is  subjected  to  the  same  treatment,  and  the  oil  then 
obtained  dried  over  calcium  chloride  and  rectified  on  the 
water-bath. 

Thiophene  is  also  obtained,  but  in  relatively  small  qusmtities, 
when  ethylene  or  acetylene  is  passed  through  boiling  sulphur. 
It  is  a  colourless,  slightly  smelling,  powerfully  refracting  liquid, 
boiling  at  84^  and  having  a  specific  gravity  of  1'062. 

The  formation  of  the  characteristic  blue  colour  in  contact  with 
isatin  and  sulphuric  acid,  with  formation  of  indophenin,  is  repre- 
sented by  the  following  equation : 

C,H,S  +  CgHgNO^  =  CijHyNOS  4  H^O. 

Thiophene  gives  the  same  blue  reaction  with  benzoylformic 
acid,  benzil,  phenanthrenquinon,  and  other  bodies  containing 
the  group  COZICO. 

Bromine  acts  readily  on  theophene  with  formation,  first  of 
Manohronitkiophene,  C^HjBrS,  and  afterwards  of  DibroTnihiophent, 
C^HjBrgS,  and  lastly  of  Tetrabromthiophene,  C^Br^S.  The  first 
of  these  compounds  is  a  colourless  oil,  boiling  at  150'';  the 
second  a  liquid  boiling  at  211®,  and  the  third  a  well-crystallized 
solid,  melting  at  112®  and  boiling  at  326®.  On  treatment  with 
sulphuric  acid,  thiophene  forms  a  sulpho-acid,  C^H^S.SOjH,  and 
the  potassium  salt  of  this  acid  yields,  on  distillation  with  potassium 
cyanide,  Thiophenitril,  C^HgS.CN.  This  compound  closely  re- 
sembles benzonitril;  it  boils  at  the  same  point,  190®,  even 
possesses  the  same  characteristic  smell  of  bitter  almonds,  and 
like  this,  it  can  be  converted  into  a  corresponding  carboxy-acid, 
C4H3S.CO.OH.  This  thiophenic  acid  melts  at  118®,  that  is  3® 
below  benzoic  acid,  and  boils  without  decomposition  at  258®. 
In  other  respects  thiophene  exhibits  close  analogy  with  benzene. 
Thus  it  yields  condensation  products  with  chloral  and  methylal, 
which  resemble  those  of  benzene.  Indeed,  the  well  known 
Friedel-Craft's  reaction  can  be  obtained  with  thiophene,  90 
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that  by  the  action  of  benzoyl  chloride  and  aluminium  chlorides 
a  body  analogous  to  benzophenone,  viz,  Thienyl-phenyl-ketone, 
C^HgS — CO — CgHg,  can  be  prepared. 

This  close  analogy  between  thiophene  and  benzene  renders  it 
probable  that  both  bodies  possess  a  similar  constitution.  Thus 
thiophene  may  be  considered  as  benzene  in  which  an  acetylene- 
group,  CHUCH,  has  been  replaced  by  an  atom  of  sulphur. 
Its  empirical  formula,  on  the  other  hand,  points  rather  to  a 
relationship  with  tetrol,  C^H^O,  and  pyrrol,  C^H^.NH,  and 
although  the  direct  connection  between  these  three  bodies  has 
not  yet  been,  made  out,  their  analogous  behaviour  with  isatin 
and  sulphuric  acid  renders  such  a  connection  more  than 
probable. 

The  relations  between  benzene,  thiophene,  tetrol,  and  pyrrol 
may  be  exhibited  as  follows  : 

Tetrol. 
Benzene.  (Fnrfuran.)  Thiophene.  PyrroL 

HC— CH     HC— CH     HC— CH    HC— CH 

//      %  ^        %  ^        \  ^        \ 

HC     CH  HC     CH  HC     CH  HC     CH 

^.^  ^q/  \^  \^ 
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Acajou  gum,  572 

Acetal,  67 

Acetaldehyde,  11 

Acetates  of  oellolose,  683 

Acetates  of  dextrose,  544 

Acetates  of  doldtol,  491 

Acetoacetic  acid,  172 

Acetoacetic  ethyl  ether,  172 

Aceto-acrylic  acid,  6S1 

Aceto-chlordextrose,  545 

Aoeto-chlorhydrin,  366 

Aceto-chlorhydrose,  545 

Aceto-dichlorhydrin,  366 

Aceto-glyceral,  853 

Aoetoglycollic  acid,  86 

Aceto-gnanamine,  341 

Aoetolactic  acid,  139 

Aceto-malonic  ether,  20 

Acetone,  11 

Aoetonic  acid,  170 

Aceto-nitrose,  545 

Acetopyromeconic  acid,  621 

a-Acetopropionic  acid,  21 

Aceto-succinic  ether,  20 

Aoetozacetic  acid,  86 

Acetyl  acetic  etiier,  173 

Acetyl  furfnriii,  604 

Aoetyl-furoin,  605 

Acetyl-pyrrol,  611 

Acetylene,  448,  450 ;  synthesis,  450 ; 

preparation,  452  ;    properties,   454  ; 

saratitntion-prodacts  of,  458 
Acetylene  dibromide,  458 
Acetylene  dicarboxyUc  acid,  474 
Acetylene  dichloride,  457 
Acetylene  di-iodide,  458 
Acetylene,    haloid  ethereal    salts   of, 

457 
Acetylene,  metallic  compounds  of,  455 
Acetylene  series,  hydrocarbons  of,  448 
Acetylene  tetrabromide,  458 
Acetylene — tetracarboxylic  acid,  426 


Acetylene  tetrachloride,  457 
a-Acetylpropionic  acid,  247 
/9-Acetvlpropionic  acid,  249  * 

Achrodextrine,  564 
Acid  ammonium  mslate,  200 
Acid  ammonium  oxalate,  113 
Add  ammonium  purpurate,  814 
Acid  ammonium  urate,  296 
Acid  barium  rhodizonate,  628 
Acidbutine  tetrasulphate,  483 
Add  calcium  dtrate,  434 
Acid  calcium  lactate,  137 
Acid  calcium  malate,  201 
Add  caldum  tartrate,  225 
Acid  compounds  of  glycocoU,  98 
Add  dulcitan  pentssulphate,  491 
Add  ethyl  fumarate,  211 
Acid  ethyl  malate,  203 
Add  ethyl  meconate,  617,  618 
Acid  ethyl  oxalate,  117 
Add  ethyl  succinate,  188 
4dd  ethyl  tartrate,  230 
Acid  ethylene  succinate,  190 
Acid  litmum  urate,  295 
Acid  potassium  oxalate,  112 
Acid  potassium  purpurate,  315 
Acid  potassium  pyrotartrate,  254 
Acid  potasdum  noemate,  235 
Add  potassium  rhodisonate,  628 
Acid  potasdum  saceharate,  596 
Acid  potassium  tartrate,  224 
Acid  potasdum  urate,  295 
Acid  propenyl  disulphate,  358 
Acid  propenyl  trisufphate,  868 
Add  nuucau,  compounds  of  the, 

879 
Add  silver  maleate,  218 
Add  silver  purpurate,  316 
Add  sodium  malonate,  157 
Add  sodium  oxalate,  112 
Acid  sodium  urate,  295 
Acid  sulphates  of  mannite,  486 
Acid  tartar  emetic,  228, 
Acid  tartareux  empyreumatique,  153 
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Acid  miqne,  290 

Acide  allkntoi(^ue,  822 

Acide  citiacartique,  444 

Aeide  pyrotartareuz,  158 

AeifU  pyroterebiliqae,  412 

Acido  ossieritrico,  800,  802 

Acidum  laetis  s.  ffolactiaim,  188 

Acids  derived  from  potassium  carboxide, 
025 

Adds  having  composition  CeHi^Oi.  124 

Acids  having  the  composition  Cg  Ug  0^ 
407 

Acids  of  the  series  CnHin-40,,  474 

Aconic  acid,  446 

Aconitic  acid,  487 

Acraldehyde,  408 

Acrolein,  896 

Acrolein  acetal,  899 

Acrolein  ammonia,  898 

Acrolein  hydrochloride,  897 

Acropinacone,  898 

Acryl  colloids,  402 

Acryl  compounds,  896 

Aerylaldehyde,  396 

Aciylic  acid,  879,  896,  401  ;  substitu- 
tion-products of,  401 

Adipic  acid,  20,  23,  267  ;  substitution- 
products  of,  269 

Adipomalic  acid,  269 

Ag^doile,  204 

Alaoreatine,  143,  144 

Alacreatinine,  144 

Alanin,  142 

Alcohols  having  formula  CJlifi,  411 

Alcohols  of  the  series  CnHm^.  471 

Alcohols  of  hexatomic  radicals,  488 

Alcohols  of  tetratomic  radicals,  481 

Aldehyde -ammonia,  74 

Aldehyde  bases,  75 

Aldehyde-ether,  408 

Aldehydes  of  oxalic  acid,  101 

Aldines,  75 

Aldol,  168 

Aldol-ammonia,  169 

Allantoic  acid,  299,  323 

Allantoin,  299,  322 

Allantoin  group,  822 

AUanturic  acid,  299,  824 

AUene,  462 

Allidene,  899 

Allidene  compounds,  899 

Allidene  chlorethylate,  899 

Allidene  diacetate,  399 

Allidene  dichloride,  899 

Allidene  diethyl  ether,  899 

Alloxan,  291,  293,  298,  300«  ^14 

Alloxan  group,  299 

Alloxanic  acid,  298,  802 

Alloxantin,  804^  305,  311 

Allyl,  381 

Ally  1  acetate,.  885 

Allyl-acetic  acid,  410 

Allyl-acetone,  411 

Allyl  alcohol,  881 


Allyl  borate,  884 

Allyl  bromide,  888 

Allyl,  carbamide  compoonda  of^  893 

Allyl  carbamine,  888 

Allyl  carbimide,  888 

Allyl  chloride,  888 

Allyl  compounds,  881 

Allyl  cyanamide,  895 

Allyl  cyanformate,  385 

Allyl,  cyanogen  compounds  of,  888 

AUyl  diethylcarbinol,  417 

Allyl  di-isopropyl  carbinol,  417 

Allyl  dipropyl  carbinol,  417 

Allyl  dithiocarbamic  acid,  395 

Allyl,  ethereal  salU  of,  388 

Allyl  ethers,  883 

Allyl  formate,  384 

Allyl  hydrosulphide,  386 

Allyl  iodide,  383 

Allyl  isocyanate,  888 

Allyl  mercury  hydroxide,  884 

Allyl  mercury  iodide,  884 

Allyl  methyl  propyl  carbinol,  417 

Allyl  nitrate,  884 

Allyl,  nitrogen  bases  of,  887 

Allyl  oxalate,  885 

Allyl  oxide,  888 

Allyl  sulphide,  886 

Allyl,  sulphur  compounds  of,  886 

AUyl  thiocarbimide,  889 

Allyl  thiocyanate,  889 

Allyl-thio-urea,  894 

Allyl  urea,  898 

AUylamine,  387 

Allylene,  459 

Allylene  dibromide,  461 

Allylene,  di-iodide,  462 

Allylene,   haloid   ethereal  salts  o^ 

461 
Allylene,  metallic  compounds  of,  460 
Allylene  tetrabromide,  461 
Allylene  tetrachloride,  461 
Althaine,  204 
Amaiic  acid,  887 
Amber  oil,  182 
Amenyl-valeric  acid,  418 
Amethenic  acid,  284 
Amides  of  the  oxyacids,  18 
Amidisethionio  acid,  55 
Amido-acetamide,  18 
Amidacetic  acid,  17,  192 
Amido  acids,  17 
Amido-barbituric  acid,  298 
Amido-^ompounds  of  glycolyl,  91 
Amido-oompounds  of  lacUrl,  142 
Amido-compounds  of  malic  acid,  204 
Amido-eompounds  of  oxalyl,  118 
Amido-caffeine,  836 
Amido-caproic  acid,  261 
Amido-comenic  acid,  619 
Amido^limethyl-propionic  acid,  246 
Amido-glutanic  acid,  251 
Amido-glycerol,  877 
Amido-glycolamide,  94 
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Amido-isocaproic  acid,  264 
Amidomalonic  acid,  159 
Amido-malonyl-urea,  807 
Amidoparalactainide,  149 
a-Ainiaopentoic  acid,  248 
a-Amidopropionic  acid,  142 
^-Amidopropionic  acid,  153 
Amidopropionitril,  144 
Amidopyromeconic  acid,  622 
$-Amiaovaleric  acid,  246 
Amidosnccinamic  add,  204 
Amidosnccinic  acid,  205 
Amidosuccinuric  acid,  321 
a-Amidovaleric  acid,  245 
Ammonium  adipats,  269 
Ammonium  di-uethionate,  57 
Ammoniam  isethionate,  54 
Ammonium  mesozalate,  161 
Ammonium  salt,  74 
Ammonium  succinate,  186 
Ammonium  sucrate,  525 
Ammonium  tartryl  anenite,  228 
Amyl  angclate,  408 
Amyldecaldehyde,  417 
Amyldecatoic  acid,  417 
Amyl  diethyl-oxyacetate,  266 
Amyl  ether,  181 
Amyl-ffuanaminc,  342 
Amyl-hydroxalic  acid,  272 
Amy]  oxalate,  117 
Amyl  tiglate,  408 
Amylene,  240,  283 
Amylene  bromide,  243 
Amylene  chloride,  243 
Amylene  chlorhydrate,  243 
Amylene  glycol,  9,  248 
Amylene  nitrite,  243 
Amylene  nitrosochloride,  244 
Amylene  oxide,  248 
Amylethyl  acetacetate,  267 
Amylode'xtrine,  565 
Amyloid,  676 
Amyloees,  the,  554 
Amylum,  654 
Amylum,  metallic  con: pounds  of,  561 ; 

ethereal  salts  ot  561  ;  nitrates  of, 

561 
Anchoio  acid,  287 
Angelic  acid,  407,  410 
Anhydrides  of  tartaric  acid,  232 
Antimony  potassium  oxalate,  115 
Antimony  sodium  oxalate,  115 
Antimony  tartrate,  228 
Antimony  tartrates,  226 
Apocaife'ine,  836 
Apoeorbic  acid,  550 
Arabic  acid,  569 
Arsbin,  569 
Arabinose,  549 
Argentacetyl  oxide,  457 
Argentous  citrate,  435 
Arrowroot,  556  ;  granules,  657 
Arsenic  bases  of  ethylene,  67 
Aspaiagine,  204 


Aspartic  acid,  205 
Assamar,  566 
Azelaic  acid,  267,  287 
a-Azelaic  acid,  23,  288 
Azulmic  acid,  300 


B. 


Bakxitne  oil,  480 

Barbituric  acid,  298,  306 

Barium  hexhexone  sulphate,  486 

Barium  hydrocroconate,  629 

Barium  isethionate,  54 

Barium  maleate,  212 

Barium  malonate,  157 

Barium  mesoxalate,  161 

Barium  oleate,  421 

Barium  propenyl  tiisulphonate,  374 

Barium  salt,  328 

Barium  succinate,  187 

Barium  sucrate,  527 

Barium  violurate,  309 

Basic  S4|dium  lactate,  137 

Bassic  fat,  869 

Bassora  gum,  572 

Baasorin,  572 

Beef  suet,  369 

Beet-root  sugar,  504 

Behenolic  acid,  477 

Benylene,  470 

Benzene,  683 

Benzone,  162 

Betaine,  95 

Bilineurine,  64 

Bicarburet  of  hydrogen,  162 

Bleaching  of  cotton,  589 

Boletic  acid,  209 

Borate  of  ethylene,  49 

Bornesite,  563 

Boron  tartrates,  228 

Braseic  acid,  28 

Brassidic  acid,  424 

Brassylic  acid,  289 

British  gum,  565 

Bromacetvl  cyanide,  159 

Bromacrylic  acid,  377 

a-Bromaci7lic  acid,  402 

/3- Bromacrylic  acid!,  402 

Bromalides,  148 

/S-Bromallyl  alcohol,  385 

/l-Bromallyl  ether,  885 

a-Bromallyl  ethyl  ether,  385 

/3-Bromallyl  nitrate,  885 

Bromcaffein,  836 

Bromcomenic  acid,  619 

Bromethylene,  448 

Bromethyl-triethylarsoninm  bromide, 

67 
Bromethyl-triethyl-phosphonium   bro« 

mide,  66 
Bromfumaric  acid,  214,  217 
Brominated  valeric  acids,  408 
Bromisobutylene,  165 
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Bromhezylene,  258 
Bromhydro-ethyl-crotonic  acid«  414 
Brommaleic  acid,  214,  217 
Brommaleic  anhydride,  214 
Brom-methyl-ethylene,  414 
Bromoxylbromcomenic  acid,  620 
a-Brompropionic  acid,  14,  20, 141 
/3-Brompropionic  acid,  152 
a-Brompropylene,  132 
/^Brompropylene,  182 
o-Bromvaleric  acid,  244 
Brompyiomeconio  acid,  621 
Buckwneat^atarch  granules,  659 
Batalanine,  245 
Bntallyl-methyl  carbinol,  411 
Butenyl  alcohol,  877 
Butenyl  dibromhydrin,  878 
Butenyl-gycerol,  878 
Hutine,  463,  482 
Buiine  compounds,  462 
Butine,  dichlorhydrate,  482 
Butine  glycol,  482 
Butine  tetrabromide,  463 
Butine  tetrachloride,  468 
Butine  tetranitrate,  483 
Butter,  369 
Butyl  chloral,  166 
Butyl  chloral  hydrate,  167 
But^l-ethylene,  257 
Butylene,  163 
a-Butylene,  168 
/3-Butylene,  168 
a- Butylene  bromide,  168 
/S-Butyleoe  bromide,  164 
Butylene  compounds,  162 
Bntylene  glycol,  9 
a-Butylene  glycol,  168 
/3-Butylene  glycol,  164,  168 
7^>Butylene  glycol,  164 
Butyrene,  162 
Butyrins,  366 
Butyrofuronic  acid,  613 


C. 

Caffeidinb  sulphate,  888 
Caffeidine,  338,  340 
Caffeine,  831,  332,  339 
Caffeine  acetate,  334 
Caffeine  sulphate,  334 
Caffeine,  test  for,  338 
Caffolin,  387,  340 
Caffuric  acid,  837,  840 
Calcium  acetoglyoollate,  86 
Calcium  acet^lide,  455 
Calcium  aconitate,  439 
Calcium  aery  late,  401 
Calcium  angelate,  408,  409 
Calcium  diglycollate,  88 
Calcium  dilactate,  137 
Calcined  farina,  565 
Calcium  gluconate,  548 
Calcium  glycerate,  876 


Calcium  glycollate,  84 

Calcium  glyoxylate,  104 

Calcium  hydracrylate,  151 

Calcium  hydrosorbate,  415 

Calcium  isosuccinate,  197 

Calcium  lactate,  187 

Calcium  lactonate,  549 

Calcium  levulinate,  250 

Calcium  malonate,  157 

Calcium  mesotartrate,  239 

Calcium  oxalate,  118 

Calcium  paralactate,  149 

Calcium  pyruyate,  155 

Calcium  racemate,  235 

Calcium  salt,  408 

Calcium  succinate,  187 

Calcium  sucrates,  525 

Calcium  Urtrate,  225 

Calcium  tiglate,  410 

Calx  saccharata,  113 

Cane-sugar,   496 ;    analysis  of,    519 ; 

adulterations  of^  520  ;  pzopertiea  of^ 

522 
Caprylidene,  470 
Caprylene,  275 
Carballylic  acid,  428 
Carbamide  compounds  of  allyl,  893 
Carbamide    compounds    of   glyoolyl, 

96 
Carbamide  compounds  of  oxalic  add, 

122 
Carbamide  and  guanidine  compounds 

of  lactyl,  148 
Carbohydrates,  494  ;    the  sugar  group, 

494  ;  the  amylose  group,  496 
Carbon  compounds  containing  ten  to 

fifteen  atoms,  417 
Carbopyrrolamide,  610,  615 
Carbopyrrolic  acid,  610,  615 
Carbothidldine,  76 
Carboxylic  acid,  627 
Carburetted  hydrogen,  light  and  heavy, 

28 
Carbyl  sulphate,  53,  56 
Carnine,  329 
CeUulose,  574 
Cellulose,  acetates  of,  583 
Cellulose  dinitrate,  581 
Cellulose,  ethereal  salts  of,  577  ;  nitrates 

of,  *6. 
Cellulose,  technical  uses  of,  585 
Cerasinose,  549 
Cerasin,  670 
Cerotene,  286 
Ceiylene,  286 
Cetene,  285 
Cetenylene,  470 
Cetylene,  285 
Cetylene  chlorhydrin,  285 
Cetylene  dibromide,  285 
Cetylene  oxide,  285 
Chelidonic  acid,  624 
Chelidonamic  acid,  624 
Chinese  wood  oil,  480 
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a-Chlomcrylio  add,  401 
/3-Chlora<ffylic  acid,  401 
Chloracetic  acid,  6 
Chloral  alooholate,  78 
Chloral-ammoDia,  80 
Chloral  hydrate,  14,  88,  78 
Chloralide,  147 
a-Chloiallyl  acetate,  885 
iS-Chlorallyl  acetate,  885 
/9-Chloxullyl  chloride,  462 
a-Chlorallyl  ethyl  ether,  885 
/3-Chlorallyl  ethyl  ether,  885 
Chlorallylthiocarbimide,  391 
/3-Chlorbutyraldehyde,  404 
/3-Chlorbatyric  acid,  404 
Chlorcaffeine*  836  ^ 
Chlorcltramdic  acid,  444 
Chlorcitric  acid,  438 
Chlorcomenic  acid,  619 
o-Chlorcrotonic  acid,  405 
/3-Chlorcrotonic  acid,  406 
Chlordiethylin,  862 
Chlordimethylmethylene  chloride, 

856 
Chlorethylene  dithiodichloride,  58 
Chlorethyl-triethyl-phosphonium 

chloride,  66 
Chlorhydrin,  858 
Chlorhydrin  snlphonic  add,  874 
Chlorhydrinimide,  875 
Chlorine  subetitution-produots    of 

ethylene,  41 
Chlonsethionic  acid,  55 
Chloriaocrotonic  acid,  406 
Chlorisopropyl  alcohol,  128 
Chloritamauc  acid,  442 
Chlormaleic  acid,  223 
Chlormaleyl  chloride,  223 
Chlormeaamalic  acid,  444 
Chlormonacetin,  S66 
Chlormuconic  acid,  599 
Chloroxalethyline,  119 
/3-Chlorpropidene  chloride,  398 
a-Chlorpropionic  acid,  140 
/3-Chlorpropionic  acid,  152,  401,  405, 

897 
a-Chlorpropionyl  chloride,  140 
a-Chlortetrabromethane,  459 
Chlortetraciylio  add,  406 
Chlorsuberancarbozylic  acid,  281 
Cholestiophane,  318,  335 
Choline,  63,  64 
Cimicic  acid,  418 
Citrabrompyrotartaric  add,  443 
Citrachlorpyrotartaric  acid,  443 
Citraconic  acid,  439,  443 
Citraconic  anhydride,  443 
Citradibrompyrotartaric  acid,  444 
Citramalic  acid,  443 
Citratartaric  acid,  444 
Citrates,  the,  433 
Citric  acid,  430 
Citric  acid  ethereal  salts,  436 
Citric  acid,  reactions  of,  435 


Citridic  acid,  488 

Coco-nut  oil,  369 

Caesium  tartrate,  225 

Collodion,  581 

Comenamio  acid,  619 

Comenamide,  619 

Comenates,  618 

Comenic  add,  618 

Compounds  containing  ten  to  fifteen 
atoms  of  carbon,  417 

Compounds  containing' diatomic  or  di- 
valent radials,  3 

Compounds  of  hezad  alcohol  radicals, 
484 

Compounds  of  the  monad-alcohol  radi- 
cal CnHsn^i,  and  of  the  add  radi- 
cals, CbHb.^,  379 

Compounds  of  sugar  and  salt,  529 

Compounds  of  tetrad  alcohol  radicals, 
481 

Compounds  of  trivalent  or  triad  radi- 
cab,S43 

Copper  acetylide,  459 

Copper  amidocaproate,  263 

Copper  croconate,  629 

Copper  elycoUate,  84 

Copper  leucate,  261 

Copper  pyruvate,  165 

Copper  tartrate,  226 

Cork  or  cuticular  substances,  585 

Cotton,  586  ;  bleaching,  589 

Cotton-wool,  585 

Creatine,  98,  144 

Creatinine,  99 ;  salts,  100 

Creatinine  zinc  chloride,  100 

Cremor  tariari  ^olubilUf  229 

Croconic  add,  625, 628 

Crotoconic  acid,  446 

Croton  chloral,  166 

Crotonaldehyde,  408 

a-Crotonaldehyde,  408 

Crotonic  acid,  379,  408 

a-Crotonic  acid,  404 

/3-Crotonic  acid,  405 

Crotonitril,  404 

Crotonylene,  462 

Crotonylene  tetra-bromide,  463 

Crotyl  alcohol,  402 

Crotyl  compounds,  402 

Crotyl  iodide,  402 

Cuproso-acetyl  chloride,  456 

Cuproso  acetyl  hydroxide,  456 

Cup^poao-acetyl  oxide,  456 

Cuprous  acetylide,  455 

Cuprous  allylide,  460 

Cuprous  dipropinyl,  467 

Cyanacetic  acid,  158 

Cyanacetyl  bromide,  159 

Cyancarbonic  acid,  122 

Qranformic  acid,  122 

C^ranogen,  122,  123 

Cyanogen  comDOunds  of  ollyl,  888 

a-Cyanpropionic  acid,  20 

/S-C^ranpropionio  acid,  195,  197 
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Damaluric  acid,  416 

Damolic  acid,  416 

Dambose,  553 

Damboae  dimethyl  ether,  558 

Dambose  methyl  ether,  558 

Dambosite,  553 

DecAtylene,  285 

Decenylene,  470 

Dehy<uacetic  acid,  176 

Dehydromucic  acid,  600 

Desozalic  acid,  427 

Desozy^lutanic  acid,  251 

Detonating  chloride  of  platinum,  32 

Deztran,  571 

Dextrine,  563 

Dextrines,  the,  563 

Dextro-rotary  tartaric  acid,  221 

Dextrose,  537 

Dextrose,    ethereal    compounds   of, 

544 
Dextrose,  metallic  compounds  of,  543 
Dextrose  sulphuric  acid,  544 
Dialruamide,  307,  314 
Diacetin,  365 
Diacetochlorhydrin,  366 
Diaceto-dextroae,  544 
Diacetoracemic  anhydride,  235 
Diaceto-Buccinic  ether,  179 
Diaceto-tartaric  acid,  232 
Diacid  potassium  citrate,  438 
Dialdan,  169 
Dialdanic  acid,  169 
Diallyl,  449,  465 
Diallyl-acetic  acid,  476 
Diallyl  acetone,  476 
Diallyl  carbinol,  478 
Diallyl  ether,  883 
Diallyl-malonic  acid,  476 
Diallyl-oxaUc  acid,  476 
Diallyl-oxyacetic  acid,  476 
Diallyl  urea,  393 
Diallylene,  466 
Dialuric  acid,  298,  303 
Diamidohydrin,  374 
Diamyl-oxalic  acid,  286 
Diamylene,  240,  288 
Diastase,  568 

Diaethohydroxycaffeine,  389 
Dibasic  acids,  251,  273,  287,  595 
Dibasic    acids  of    the    oxalic   seriesi 

19 
Dibromacrylic  acid,  402 
Dibromadipic  acid,  600 
Dibrombarbituric  acid,  311 
Dibromfuril,  605 
Dibromhexine,  466 
Dibromhexine  tetrabromide,  466 
Dibrom-hydro-ethyl-crotonic  acid,   414 
Dibromisocaproic  acid,  413 
Dibromlactic  acid,  148 
Dibrom-malonic  acid,  159 
o-Dibrompropionic  acid,  156 


/3-Dibrompropionio  acid,  377,  401 
Dibrompropyl  alcohol,  357 
Dibrompyromucic  acid,  608 
Dibromsuccinic  acid,  196,  217 
Dibromsuccinyl  chloride,  210 
Dibromthiophene,  632 
Dibromundecylic  acid,  418 
Dicalcium  sucrate,  526 
Dichloracetal,  69 
Dichlorlactic  acid,  146 
a-Dichloracetin,  866 
/3-Dichloracetin,  366 
o-Dichloracrylic  acid,  401 
/3-Dichloracrylic  acid,  402 
Dichlorethane,  70 
Dichlorethyl  chloride,  71 
Dichlorethylene,  42 
Dichlorethvlene  dichloride,  42 
a-Dichlotglycide,  356 
/8-Dichloiglycide,  356 
Dichlorhydrin,  853 
a-Dichlormononitrin,  862 
/3-Dichlomitrin,  863 
Dichloroxyisobutyronitril,  482 
a-Dichlorpropionic  acid,  156 
/5-Dichlorpropionic  acid,  877 
Dicyanoxyisobutyric  acid,  482 
Diethidene-auuuonium   thiocarbamate, 

76 
DiethoxyhydrozycafTeiue,  836 
Diethyl-acetone,  172, 178 
Diethyl-acetone  acetic  ether,  172 
Diethyl  allylamine,  888 
Diethyl  carbonate  of  ethyl,  173 
Diethyl  carbopyrrolamide,  611,  615 
Diethyl-dimetnyl-ethylene  glycol,  277 
Diethyl  ether,  172 
Diethyl-ethylene,  257 
Diethyl-ethylene  ketone,  191 
Diethyl-ethylene-lactic  acid,  272 
Diethyl-glycocoU,  94 
Diethyl  glyoxylic  acid,  105 
Diethyl  lactate,  16 
Diethyl-methj'l-ethylene,  271 
Diethyl-oxalic  acid,  265 
Diethyl  oxamic  acid,  121 
Diethyl  oxamide,  118 
Diethyl-oxyacetic  acid,  265 
Diethyl-oxybutjTic  acid,  278 
Diethyl  succinyl,  191 
Diethylene  alcohol,  37 
Diethylene  diamine,  61 
Diethylene-diamine,  58 
Diethylene-diethyl  diamine,  61 
Diethylene  dioxide,  36 
Diethylene  disulphide,  52 
Diethylene-triamine,  59,  61 
Diethyl-malonic  acid,  274 
Diethyl  propenyl  ether,  852 
Diformin,  865 
Diglucose,  540 
Diglycolamide,  18 
Diglycolamidic  acid,  18 
Diglycerol,  351 
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DiglycolKo  acid,  87 
Dihydric  ammonium  dilitnrate,  810 
Dihydroxyl  oxamide,  121 
Dihydrocarboxylio  acid,  627 
Di-hezylene,  284 
Di-iBethionic  acid,  57 
Di-isobutylene,  276 
Di-isopropyl-ethylene,  277 
Di-iflopropvl-oxalic  acid,  278 
DilactamiiUc  acid,  145 
Dilitnric  acid,  309 
Dimethyl  acetal,  70 
Dimethyl-acrylic  acid,  411 
Dimethyl-allyl  carbinol,  411 
Dimethyl-barbituric  acid,  306,  307  . 
Dimethyl-citric  acid,  436 
Dimethyl-dioxysuccinic  acid,  270 
Dimethyl-isoallyl  carbinol,  412 
Dimethyl-iaoallylene,  449 
Dimethyl-isopropyl-ethylene,  271 
Dimethyl-malonic  acid,  256 
Dimethyl-malonyl  urea,  307 
Dimethyl-methylene  bromide,  132 
Dimethyl-methylene  chloride,  13,  131, 

138 
Dimethyl-methylene  commnnds,  131 
Dimethyl-methylene  iodide,  460 
Dimethyl-methylene  oxide,  11 
Dimethyl  oxalic  acid,  170 
Dimethyl-parabanic  acid,  318 
Dimethyl-pseudobat^l-ethylene,  276 
Dimethyl  succinic  acid,  20 
o»-DimeUiyl-succinic  acid,  269 
/3-Dimethyl-succinic  acid,  269 
Dimethyl-tartaric  acid,  270 
Dimethyl  thetine,  89 
Dimethyl  thetine  bromide,  89 
Dimethyl- thiopainbanic  acid,  318 
Dimethyl  uric  acid,  297 
Dimonochlorallylamiue,  888 
Dinitro-octylene,  276 
Dinitroxy tartaric  acid.  231 
Dioctvl-malonic  acid,  289 
^iolein,  421 
Dioxalethyline,  119 
Dioxyethylamine,  62 
Dioxyethylammonium  chloride,  68 
Dioxyethenyltricarboxylic  acid,  427 
Dioxypropionic  acid,  375 
DioxYsuccinic  acid,  217 
Dipalmitin,  367 
Dipropargyl,  466 
Dipropinyl,  466 
Dipropinyl  octobromide,  467 
DipTopenyl  sodium  manganite,  850 
Dipropylbutine,  470 
/3-Dipropyl-ethylene-lactic  acid,  286 
Diprop3ri-oxalic  acid,  278 
Dipyrotetracetone,  222 
Disacryl,  397 

Disodacetonate  of  ethyl,  178 
Disodium  ethylenate,  35 
Disodlum  propenylate,  349 
Distearin,  367 


Di-8temryl  lecithin,  870 

Distearylglycerol  phosphoric  acid,  871 

DisulpheUiolic  acid,  5/ 

Disulphhydrin,  373 

Ditartaric  acid,  233 

Ditetryl,  162 

Dithioglyoollic  acid,  88 

Dodecatylene,  285 

Doe^^lic  acid,  423 

Drying  oils,  478 

Dulcine,  489 

Dulcoee,  489 

Dulcitan,  490 

Dulcitan  bromhydrin,  490 

Dulcitan  chlorhydrin,  490 

Dulcitamine,  490 

Dulcitol  dichlorhydrin,  490 

Dulcite,  489 

Dulcitol,  489 

Dulcitol  dibromhydrin,  490 

Dutch  liquid,  39 ;    apparatus  used  in 

formation  of,  40 ; 
Dyad  alcohol  ladicals,  8 
Dyad  radicals,  ethereal  lalta  of  the, 

13 
Dynamite,  861 


ElKOSYLENE,  470 

Eladin,  422 
Elaidic  acid,  422 
£lay],  28 
Eloelic  acid,  478 
ElcBococca  yemicia,  478 
Eloeomaig^ric  acid,  478 
Eloeostearic  acid,  478 
Epicyanhydrin,  855 
Epichlorhydrin,  354 
/3-Epidibromhydrin,  357 
a-Epidichlorhydrin,  356 
/S-Epidichlorhydrin,  356 
Epihydrin  carboxylic  acid,  855 
Erucic  acid,  423 
Enxcidic  acid,  424 
Erythrin,  481 
Erythrite,  481 
Erythritic  acid,  482 
Erythrodextrine,  564 
a-£rythrodextrine,  564 
/l-Eiythrodextrine,  564 
Erythrofflucin,  481 
Erythrol  dibromhydrin,  483 
Erythrol  dichlorhydrin,  482 
Erythrol  tetrasulphurio  add,  488 
Erythromannite,  481 
Esputo-grass  in  paper  making,  591 
Etnenyl  tricarboxylic  acid,  425 
Ethereial  compounds  of  dextrose,  544 
Ethereal  compounds  of  milk-sugar,  538 
Ethereal    compounds    of    8accha[ro8e^ 

529 
Ethereal  salts  of  ally],  883 
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Kthereal  salts  of  acrylic  add,  401 
Ethereal  salts  of  amvlum,  561 
Ethereal  salts  of  cellalose,  677 
Ethereal  salts  of  citric  acid,  436 
Ethereal  salts  of  the  dyad  radicals, 

13 
Ethereal  salts  of  ethylene,  88 
Ethereal  salts  of  lactic  acid,  183 
Ethereal  salts  of  oxalic  acid,  116 
Ethereal  salts  of  propenyl,  358 
Ethereal  salts  of  racemic  acid,  236 
Ethereal  salts  of  succinic  acid,  188' 
Ethereal  salts  of  tartaric  acid,  280 
Ethereal  salts  and  ethers  ofethidene, 

70 
Etherin,  285 
Etherol,  285 
Ethers  and  ethereal  salts  ofglycolyl, 

85 
Ethers  and    ethereal  salts    of   malic 

acid,  202 
Ethidene,  11 
Ethidene  acetamide,  77 
Ethidene  and  nitrogen  compounds,  74 
Ethidene-binret,  77 
Ethidene  bromacetin,  72 
Ethidene  chloracetin,  72 
Ethidene  chloride,  13 
Ethidene  chlorethylate,  71 
Ethidene  cyanuramide,  77 
Ethidene  diacetote,  13,  78 
Ethidene  dibromide,  71 
Ethidene  dichloride,  70 
Ethidene  diethyl  ether,  67 
Ethidene  diethyl  oxide,  18 
Ethidene  di-iodide,  71 
Ethidene  dimethyl  ether,  70 
Ethidene-ethvlene  dioxide,  69 
Ethidene  hydramine,  74 
Ethidene  imido-silyer  nitrate,  75 
Ethidene  lactic  acid,  134 
Ethidene  or    ethylidene    compounds, 

67 
Ethidene  methyl-ethyl  ether,  70 
Ethidene  oxychloride,  71 
Ethidene  propenyl  ether,  353 
Ethidene  sulphite  compounds,  78 
Ethine,  450 

Ethine  compounds,  450 
Ethionic  acid,  53,  56 
Ethoxacetic  acid,  85 
Ethoxycaffeine,  836 
Ethoxy propionic  acid,  138 
Ethyl  aceto-acetate,  172,  175 
Ethyl  acetacetate,  metallic  compounds 

of,  177 
Ethyl  aoetocitrate,  437 
Kthyl  acetooomenate,  619 
Ethyl  acetomalate,  204 
Ethyl  acetone,  172, 178 
Ethyl  acetone  carbonate  of  ethyl,  174 
Ethyl  acetone-carbonic  acid,  172 
Ethyl  acetotartrate,  231 
Ethyl  acetotricarballylate,  429 


Ethyl  acetylene,  449,  462 

Ethyl  aconitate,  439 

Ethyl  adipate,  269 

Ethyl-allyl-acetacetate,  411 

Ethyl  allylamine,  388 

Ethyl  allyl  ether,  883 

Ethyl  allyl  monothiocaibamate,  895 

Ethyl  aluminium  acetacetate,  179 

Ethyl  amidoHM^etaoetate,  180 

Ethyl  amido-acetate,  98 

Ethyl-amyl-oxalic  acid,  286 

a-Ethyl  brompropionate,  141 

Ethyl  butyrate,  174 

Ethyl-caffeidine,  339 

Ethyl  carbonate  of  eth^l,  173 

Ethyl  carbopyrrolic  acid,  611 

Ethyl  chloracetacetate,  179 

Ethyl  chlorltctate,  146 

Ethyl  chlormalonate,  158 

a-Ethyl  chlorpropionate,  141 

Ethyl  comenate,  618 

Ethyl  compounds  of  glycoooU,  98 

Ethyl  copper  aoetucetote,  179 

Ethyl-crotonic  acid,  380,  413 

Ethyl  cyanacetate,  169 

Ethyl  cvanformate,  122 

Ethyl  diacetic  acid,  173,  174 

Ethyl  diaoetoraoemate,  235 

Ethyl  diacetotartrate,  232 

Ethyl  diacetyl-desoxalate,  428 

Ethyl  diallyl  carbinol,  474, 

Ethyl  dicarbopyrrolic  acid,  611 

Ethyl  dichloracetaoetote,  180 

Ethyl  /3-dichlorpropionate,  877 

Ethyl-diethyl-acetacetate,  278 

Ethyl  diethyl-ozyaoetate,  266 

Ethyl  diheptyl^u^tacetate,  287 

Ethyl  di-isobutyl-acetacetate,  287 

Ethyl-dimethyl-acetacetate,  267 

a-Ethyl-dimethyl-ethylene,  258 

/l-Ethyl-dimethyl-ethylcne,  258 

Ethyl  dimethyl  ^sthylene,  6 

Ethyl  dinitroxytartrate,  231 

Ethyl  dioctylacetacetate,  287 

Ethyl  desoxakte,  428 

Ethyl  ether,  89,  105 

Ethyl  ether  of  diethyl   acetic   acid, 

172 
Ethyl  etholactate,  139 
Ethyl  ethoxacetate,  86 
Ethyl-ethylene,  163 
Ethyl  fumaric  acid,  211 
Ethyl  furfurin,  604 
Ethyl  glycerate,  876 
Ethyl  glycolamide,  94 
Ethyl-glycocoll,  94 
Ethyl  glyoollate,  85 
Ethyl-fflyoollio  acid,  89 
Ethyl  heptyl-acetacetate,  287 
Ethyl  hydrosorbate,  415 
Ethyl-iodpropinyl  ether,  472 
Ethyl  isobutyl  acetaoetate,  287 
Ethyl  isocyanformate,  12^ 
Ethyl  isosuocinate,  198 
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Ethyl  isopiopyl-acetacetate,  272 

Ethyl  lactate,  16,  138 

Ethyl  lactic  acid,  16,  188 

Ethyl  IsTtilinate,  250 

Ethyl  lacto-succinate,  190 

Ethyl  magnesium  acetacetate»  179 

Ethyl  maieate,  218 

Ethyl  malonic  acid,  255 

Ethyl  malonate,  168 

Ethyl  meoonic  acid«  617,  618 

Ethyl  mesoxalate,  161 

Ethyl  methyl-ethyl-acetaceUte,  272 

Ethyl  o-methyl  acetoeuccinate,  258 

Ethyl  /3-methyl  acetosuccinate,  253 

o-Ethyl-methyl-ethylene,  242 

/l-Ethyl-methyl-ethylene,  242 

a-Ethyl-methyl-ethylene  bromide,  242 

a-£thyl-methyl-ethylene  glycol,  242 

Ethyl  me  then  vl  tricarbonate,  158 

Ethyl  monochlorethenyl-tricarboxylate, 

426 
Ethyl  mncate,  598 
Ethyl  mncic  acid,  598 
Ethyl  nitrocomenate,  618 
/3-Ethyl  nitropropionate,  153 
Ethyl  nitroBo-acetacetate,  180 
Ethyl  nitroxyl  malate,  203 
Ethyl  octyl-acetacetate»  287 
Ethylomalic  acid,  203 
Ethyl-oxakte,  23,  116 
Ethyl-oxalic  acid,  23,  117 
Ethyl  oxalyl  chloride,  23,  117 
Ethyl  oxalnrate,  819 
Ethyl-/3-oxy butyric  acid,  267 
Ethyl  oxamate,  120 
Ethyl  oxamethane,  121 
Ethyl  oxymalonic  acid,  256 
Ethyl  oxamic  acid,  120 
Ethyl  oxamide,  118 
Ethyl  paracyanformate,  122 
Ethyl  paralactate,  149 
Ethyl  platinoua  ammonium  chloride, 

82 
Ethyl  propenyl  ether,  352 
Ethyl-propinyl  ether,  471 
Ethyl  propionyl-propionate,  267 
Ethyl  pyrotartrate,  255 
Ethyl  pyromucate,  606 
Ethyl-pyrrol,  611 
Ethyl  aaccharate,  597  * 
Ethyl  salt  of  ethyl  chlormalonic  acid, 

256 
Ethyl  sodacetaceUte,  177 
Ethyl  sodacetate,  177 
Ethyl  sabeiate,  280 
Ethyl  sQccinic  acid,  188,  269 
Ethyl  snccino-lactate,  190 
Ethyl  snccinyl-snccinate,  189 
Ethyl  tartionic  acid,  256 
Ethyl  thiocarbacetacetate,  180 
Ethyl-trimethyl-ethylenc,  271 
Ethyl  triohlorUctate,  146 
Ethylene,  27  ;  properties  of,  30 
Ethylene  acetobutyrate,  51 


Ethylene  acetochloride,  50 

Ethylene  acetovalerate,  51 

Ethylene  alcohol,  10,  32 

Ethylene,  arsenic  bases  of,  67 

Ethylene  boron  fluoride,  31 

Ethylene  bromhydrin,  43 

Ethylene  bromide,  44,  448 

Ethylene  bromiodide,  47 

Ethylene  chloracetin,  50 

Ethylene  chlorbromide,  46 

Ethylene  chlorhydrate,  5 

Ethylene  chlorhydrin,  4,  38 

Ethylene  chloriodide,  13,  47 

Ethylene  chlomitrate,  49 

Ethylene  compounds,  27 

Ethylene  cyanhydrate,  16 

Ethylene  cyanide,  195 

Ethylene  diacetate,  50 

Ethylene  diacetin,  50    *^ 

Ethylene-diamine,  58,  60 

Ethylene  dibromide,  44 

Ethylene  dibutyrate,  51 

Ethylene  diohloride,  39 

Ethylene  diethyl  diamine,  60 

Ethylene  diethyl  ether,  35 

Ethylene  diformate,  49 

Ethylene  dihydrosolphide,  51 

Ethylene  di-iodide,  47 

Ethylene  disulphonic  acid,  57 

Ethylene  dithiodichloride,  58 

Ethylene  divalerate,  51     - 

Ethylene  ethyl  ether,  35    •^ 

Ethylene  ferrous  chloride,  81 

Ethylene  glycol,  9,  19,  32 

Ethylene-hexethyl-arsonium  dibromide, 
67 

Ethylene-hexethyl-phosphonium  dibro- 
mide, 66 

Ethylene  hydroxysulpbide,  51 

Etbylene-hydroxy-sulphuric  acid,  48 

Ethylene  iodacetin,  50 

Ethylene  iodhydrin,  46 

Ethylene  lactic  acid,  15, 150 

Ethylene  mercaptan,  51 

Ethylene  monacetate,  50 

Ethylene  monacetin,  50 

Ethylene  monobutyrate,  51 

Ethylene  monovalerate,  51 

Ethylene  nitrate,  49 

Ethylene  nitrite,  48 

Ethylene  nitri-nitrate,  48 

Ethylene,  nitrogen  bases  of,  58 

Ethylene  oxide,  35 

Ethylene  oxide  bsses,  62 

Ethylene  oxythiocarbonate,  52 

Ethylene  platinoua  chloride,  31 

Ethylene  platinous  potassium  chloride, 
82 

Ethylene,  phosphorus  bases  cf,  C5 

Ethylene  selenocyanate,  49 

Ethylene  succinate,  190 

Ethylene  succinic  acid,  190 

Ethylene  sulphide,  51 

Ethylene,  sulpho-acids  of,  58 
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Ethylene,  snlphnr  compoundB  of,  51 
Ethylene  sulphuric  acia,  48 
Ethylene  thiocarbonate,  52 
Ethylene  thiochlorides,  52 
Ethylene  thiocyanate,  49 
Ethylene  thiodichloride,  53 
Ethylidenc,  67 
Enoidyn,  550 

F. 

Fats  and  oils,  S68 

Fats  or  glvcerides,  864 

Fermentable  gum,  571 

Fermentation  lactic  acid,  134 

Ferripomata^  198 

Ferric  citrate,  435 

Ferric  salt,  155 

Ferric  succinate,  187 

Ferric  tartrate,  226 

Ferrous  diliturate,  310 

Ferrous  oxalate,  115 

Ferrous  lactate,  137 

Ferrous  violurate,  309 

Flax  and  hemp,  687 

Formic  acid,  103 

Formo-guanamine,  840, 841 

Fruit-sugar,  545 

Fncusamide,  612 

Fucusol,  612 

Fucusin,  612 

Fucusoic  acid,  612 

Fumaramide,  211 

Fumario  acid,  208,  209 ;  constitution 

of,  214 
Fumarimide,  206 
Fumaryl  chloride,  210 
Furfuracrolein,  612 
Furfuracnrlic  acid,  613 
Furfuraldehyde,  602 
Furfuramide,  603 
Furfuran,  608 
Furfurangelic  acid,  613 
Furfur-butylene,  618 
Furfurin,  603 
Furfurol,  602 
Furfurol,    condensation    products   of, 

604 
Furfurpropionic  acid,  615 
Furfurvaleric  acid,  613 
Furfuryl  alcohol,  603 
Furfuryl  compounds,   constitution   of 

the,  614 
Furfuryl  group,  602 
Furil,  605 

Furil  octobromide,  605 
Furoin,  605 
Furonio  acid,  613,  615 


Gabidikio  acid,  419 
Galam  butter,  369 


Galactose,  548 

Oeuhuileux,  27 

Geloee,  571 

Glyceric  acid,  875 

Glycerides,  864 

Glyoerides  of  oleic  acid,  421 

Glycerine,  343 

Glycerine  ether,  351 

Glycerol,  343 

Glycerol  detected  in  beer,  850 

Glycerol  diethylin,  352 

Glycerol  monethylin,  352 

Glycerol  phosphoric  acid,  863 

Glycerol  triethyliu,  352 

Glycerol,  344 

Glyceryl  oxide,  844 

Glycidamine,  874 

Glycide,  851 

Glycide  alcohol,  851 

GlycocoU,  92,  122 

Glycocoll,  acid  compounds  of^  93 

GlycocoU,  ethyl  compounds  of,  98 

Glycocoll,  metallic  compounds  of,  93 

Glycocoll,  saline  compounds  of,  93 

Glycoeyamidine,  98 

Glycocyamine,  97 

Glycogen,  568 

Glycofflycollic  add,  86 

Glycol,  33  ;  properties  of,  34 

Glycolamide,  18,  91 

Glyoolamidic  acid,  18 

Glyool-ethylamide,  94 

Glycolide,  87 

Glycols,  8 

Glycoluric  acid,  96 

Glycollates,  84 

GlycoUic  acid,  19,  82 

Glyoollio  anhydride,  86 

Glycollic  chloralide,  148 

Glycolyl,  amido-compounds  of,  91 

Glycolyl,  carbamide  compounds  of,  96 

Glycolyl  compounds,  82 

Glycolyl,  ethers  and  ethereal  salts  of, 

85 
Glycolyl  guanidine,  98 
Glycolyl,  guanidine  compounds  of,  97 
Glycolyl,  phosphorus  compoundB   q(, 

101 
Glycolyl,  sulphur  compounds  of,  88 
Glycolyl  thio-urea,  97 
Glycolyl-urea,  96 
Glyoosin,  103 

Glycotartaric  add,  239,  428 
Glyco-uril,  824 
Glyoxal,  102 
Glyoxalic  acid,  103 
Glyoxalin,  103 
Glyoxylic  acid,  108 
Glyo^l-urea,  299,  324 
Glucougnose,  583 
Glucosan,  540 
Glucoses,  the,  537 
Glutanic  acid,  23,  258 
Glutaminic  acid,  251 
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Glatamine,  251 

Glataric  acid,  251 

Glataric  anhydride,  251 

Goose  fat,  869 

Gra^-sugar,  637 

Guajacen,  410 

Gaigol,  410 

Guanamide,  342 

Guanamines,^  840 

Gnanamine  hydrochloride,  841 

Goanid,  842 

Gaanidine  compoands  of  glycolyl,  97 

Guanidine  comiioands  of  lactyl,  148 

Guanidoacetic  acid,  97 

Gaanidopropionic  acid,  143 

Guanine,  825,  829,  839 

Guanine  hydrochlorate,  880 

Guanine  nitrate,  880 

Guanine  sulphate,  380 

Gum  arabic,  569 

Gum  tragacanth,  572 

Gums,  the,  569 

Gun-cotton,  577 


H. 

Haloid   ethereal  salts   of  acetylene, 

457 
Haloid  ethereal  salts  of  allylene,  461 
Hemp,  587 
Hemp  oil,  480 
Hendecatylene,  284,  285 
Heptine  compounds,  469 
Heptinic  acid,  680 
Heptolactone,  416 
Heptyl  malonic  acid,  289 
Heptylene  compounds,  271 
Hexaceto-amylum,  562 
Hexacetodextrine,  562 
Hexacrolic  acid,  897 
Hexad  alcohol  radical  compounds,  484 
Hexbromethane,  46 
Hexchlorethane,  43 
Hexenyl  alcohol,  878 
Hexenyl  tricarboxylic  acid,  447 
Hexeric  acid,  414 
Hexethylene  alcohol,  87 
Hexfflyoxal  hydrate,  102 
Hexhydromeconic  acid,  616 
Hexine,  465 
Hexinic  acid,  680 
Hexine  compounds,  465 
Hexine  tetrabroniide,  466 
Hexine  tetra-iodide,  467 
Hexine  tetranitrate,  467 
Hexmethylenamine,  26 
Hesatroxyinosite,  552 
Hexone,  466 
a^Hexone  alcohol,  484 
^-Hexone  alcohol,  489 
iB-Hexone  diacetate,  491 
iB-Hexone  dichlorhydrate,  490 
a-Hexone  dichlorhydride,  486 


a-Hexone  hexacetate,  488 
/9-Hexone  hexacetate,  491 
a^Hexone  hexasulphate,  486 
a-Hexone  hexnitrate,  487 
^•Hexone  hexnitrate,  491 
iB-Hexone  pentacetate,  491 
/9-Hexone  pentacetochlorhydrin,  491 
Hexone  pentanitrate,  488 
Hexonyfchlorhydrate,  490 
Hexonyl  pentacetate,  491 
Hexonyl  alcohol,  490 
Hexoylene,  465 
Hexpropylene,  286 
Hexyl- ethylene,  275 
Hexylene  bromide,  258 
Hexylene  compounds,  257 
Hexylenio  acia,  415 
Homoitaconic  acid,  616 
Humboldtine,  115 
Humus,  676 
Hydracetamide,  75 
Hydracryl  compounds,  150 
Hydtaorylic  acid,  150 
Hydrantoic  acid,  96 
Hydrantoin,  96 
Hydranzothin,  76 
Hydrazulmin,  124,  299 
Hydrazulmoxin,  124,  300 
Hydrocafifuric  acid,  837 
Hydrocarbons  of  the  acetylene  series, 

448 
Hydrocellulose,  576 
Hydrochlorate  of  sarcine,  828 
Hydrochloride  of  caffeine,  384 
Hydrocroconic  acid,  629 
Hydrooyanaldine,  145 
Hydro-ethyl-crotonic  add,  414 
Hydroflavic  acid,  124 
Hydrofuronic  acid,  618 
Hydromuconic  acid,  599 
Hydrorubianic  acid,  124 
Hydrosorbic  acid,  880,  414 
'  Hydrothiocroconic  acid,  629 
Hydroxyacetal,  69 
Hydroxycaffeine,  886 
Hydroxy-ethylene  disulphonic  acid,  58 
Hydroxyethylene  sulpbonic  acid,   53 
Hydroxy-  or  oxy-acids,  14 
Hydruvic  acid,  154 
Hydurilic  acid,  812 
Hypocaffeine,  886 
Hypogoeic  acid,  419 
Hypothetical  anhydrous  glycerol,  844 


iKiDO-dimethylacetic-dimethyl    pro- 
pionic acid,  246 
Imidosuccinic  acid,  207 
Imidodoxanthine,  829 
Imidopropionic  acid,  145 
a-Imiaopropionitril,  144 
Inodte,  550 
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Inulin,  566 
lodallyl  alcohol,  885 
lodallyleiie,  461 
lodallylene  di-iodide,  462 
lodethyl-trimethyl-ammoniain  iodide, 

65 
lodopyromeconic  acid.  621 
a-Ioapropionic  acid,  141 
Blodproijioiiic acid,  20,  152,  401 
lodo-saccinimide,  193 
lodatearidic  acid,  424 
Iron  pyruvate,  155 
Iron  Bucrates,  528 
Iron  taitrates,  226 
Isethionic  acid,  58 
laethionyl  dichloride,  55 
IsoaUylene,  450,  462 
Isoallyleue  tetrabromide,  462 
Isoallylene-tetracarboxylic  acid,  429 
Isobrommaleic  acid,  214 
Isobutyl  aldehyde,  12 
Isobutyl  angelate,  408 
Isobntyl  ether,  181 
Isobutyl-p^anamine,  S42 
iBobutyl  uobut^rate,  408 
Isobntyl-malonio  acid,  274 
leobutyl  oxalate,  117 
Isobn^l-oxynudonic  acid,  274 
Isobatyl-tartronic  acid,  274 
laobntylene,  6,  168,  164 
laobutylene  alcohol,  11 
Isobntylene  bromide,  165 
laobutylene  chlorhydrin,  165 
laobutylene  chloride,  165 
Isobutylene  glvcol,  165 
iHobutyric  acid,  242 
Isochloxcitramalio  acid,  444 
laoorotonic  acid,  405 
Isocrotylamine,  402 
Isocrotyl  mustani  oil,  402 
laocrotyl  thiocarbimide,  402 
Isocyanpropionic  aci  i,  196 
Iflodibromsuccinic  anhydride,  213 
Tsodibromauccinic  acid,  212,  217 
Isodiethyloxamide,  121 
Jaodulcitan,  492 
Isodulcite,  492 
IsodulcHic  acid,  492 
leoheptylene,  271 
laoleueine,  264 
Isoleucinimide,  265 
leomalic  acid,  207 
Isomerides  andhomolpguesofpyromucie 

acid,  612 
Isopimelic  acid,  273 
Isopropyl  acetylene,  464 
Isopropyl-acrylic  acid,  412 
Isopropyl  diailvl  carbinol,  474 
Isopropyl-ethylene,  241 
Isopropyl-ethylene  glycol,  241 
laopropyl-guanamine,  842 
Isopropyl-malonic  acid,  270 
Isopropyl-succinic  acid,  278,  274 
Isopyromucio  acid,  612 


Isopyroterebic  acid,  415 
Isoauberic  acid,  282 
IsoBuccin^rl  compounds,  197 
Iso-auccinic  acid,  20,  197 
Iso-urie  acid,  306 
Itabrompyrotartaricacid,  442 
Itachlorpyrotartaric  acid,  441 
Itaoonic  acid,  489,  440,  446 
Itaoonic  anhydride,  441 
Itadibrompyrotartaric  add,  442,  446 
Itamalie  acid,  441,  442 
Itataitariti  acid,  442 


Japanese  paper,  592 
Jute,  588 


K. 


Eahwa,  Arabbeyerage,  885 
Ketonicadds,  171,  244,  260,  272,  278, 

287 
Ketones,  11, 
Konnuss,  composition  of,  532 


Lactamide,  142 

Lac  totes,  the,  136 

Lactic  acid,  10,  14,  15,  133 ;  by  fer- 
mentotion,  185  ;  synthesis  of,  134 ; 
ethereal  salts  of,  138  ;  sab6titatia&- 
products,  146 

Lactic  anhydride,  139 

Lactic  chloralide,  148 

Lactic  series  of  acids,  14 

Lactide,  140 

Lactimide,  142 

Laciolactic  acid,  189 

/9-Lactonitril,  163 

Lactose,  548 

Lacturamic  add,  143 

Lactyl  amido-compounds,  142 

Lactyl  carbamide  and  guanidina  com- 
pounds, 148 

Lactyl  chloride,  17,  140 

Lac^l  compounds,  133 

Lactyl  ethyl  lactote,  139 

Lactyl-guanidine,  144 

Lac^l  nitrils,  144 

Lactyl  sulphur  compounds,  141 

Lactyl  urea,  148 

Leevotartoric  acid,  233 

IifBTulin,  567 

LsBYulinic  acid,  249 

Lfevulosan,  547 

LsBTulose,  537,  545 

Lseyulose,  metallic  compounds  of^  547 

Lantanurio  add*  824 

Lard,  869 
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Lead  aciylate,  401 

Lead  famarate,  211 

Lead  glycente,  376 

Lead  glycoUate,  84 

Lead  maleate,  212 

Lead  mesoxakte,  161 

Lead  oleate,  421 

Lead  oxalate,  114 

Lead  saccharate,  596 

Lead  sacrates,  527 

Lead  tartrate,  225 

Lecithins,  370 

Lepaigylio  acid,  287 

Leacic  acid,  260 

Leucine,   261  ;   preparation   and  pro* 

perties,  262 
Leucinimide,  264 
Lenconic  acid,  630 
Lichenic  acid,  209 
Tiichinine,  566 
Ijgnin,  woody  fibre  of,  583 
linoleic  acid,  477 
Linoxyn,  478 
Linseed  mncilage,  578 
Linseed  oils,  478 
Lipinic  acid,  267 
Lipyl,  844 
Lipyl  oxide,  344 
Lycine,  95 


Madagascar  manna,  480 

Magnesia  eUriea  ^erveacena,  435 

Ma($nesium  viotnrate,  309 

Maize-starcb,  556  ;  granuleB»  558 

Malamicacid,  204 

Malamide,  204 

Malates,  the,  200 

Maleates,  the,  212 

Maleic  acid,  208 

Maleicacid,  212  ;  coustitntion  of,  214 

Maleic  anhydride,  213 

Maleyl  oxide,  213 

Malio  acid,  185,  198 

Malic  acid,  amido  componnds  of,  204 

Malio  acid,  ethers  and  ethereal  salts  of, 

202 
Malio  acid,  optical  isomerides  of,  201 
Malonic  acid,  21 

Malonic  acid,  166 ;  synthesis  of,  157 
Malonyl  dimethyl-urea,  807 
Malonyl  componnds,  150 
Malonyl-urea,  298,  806 
Maltose,  535 
ManiUa  hemp,  588 
Malyl  ureide,  321 
Malyl  ureidic  acid,  321 
Manna  sugar,  484 
Mannitan,  485 
Maonitan  tetranitnte,  488 
Mannite,  484 
Mannite  dibromhydrin,  486 

206 


Mannite  dichlorhydrin,  486 

Mannite  hexasulphurio  acid,  486 

Mannitio  acid,  485 

Mannitol,  484 

Mannitose,  485 

Meconamic  acid,  618 

Meconates,  616 

Meconic  acid,  616 

Meconic  acid  group,  616 

Melene,  286 

Melezitose,  534 

Melissylene,  286 

MeUtose,  534 

Mercapto-acetio  acid,  88 

Mercuric  oxalate,  114 

Mercury  succinimide,  193 

Mesaconic  acid,  439,  444,  445 

Mesadibrompyrotartaric  acid,  445 

Meso-tartaric  acid,  238 

Mesoxalic  acid,  160 

Mesoxalvl-urea,  298,  800 

Metacrolein,  398 

Metallic  compounds  of  acetylene,  455 

Metallic  compounds  of  allylene,  460 

Metallic  compounds  of  dextrase,  543 

Metallic    compounda   of    ethyl    acet- 

acetate,  177 
Metallic  compounds  of  glycoooU,  98 
Metallic  compounds  of  l«evulose,  547 
Metallic  compounds  of  milk-sugar,  533 
Metallic  compounds  of  sugar,  524 
Metallic  properties  of  amylum,  561 
Metapeptio  acid,  594 
Metarabic  acid,  570 
Metezodambose,  553 
Methacrylic  acid,  880,  406 
Methene,  24 

Methenyl-tricarboxylic  acid,  425 
Metho-ethoxalic  acid,  246 
a-Methoxysuccinio  acid,  255 
Methyl  acetacetato,  181 
Methyl  acetoacetic  acid,  247 
Methyl  acetocitrate,  436 
Methylacetylene,  448,  459 
Methylal,  24 

Methylated  explosive  oil,  861 
Methyl  bromacetol,  132 
Methyl-butyl-ethylene,  271 
Methyl  chlortricarballylate,  436 
Methyl  citric  acid,  436 
Methyl-crotonic  acid,  409 
Methyl  diallyl  carbinol,  474 
Methyl-diethyl-oxyacetate,  266 
/3-Methyl-ethenyl    tricarboxylio    acid, 

426 
Methyl  ether,  181 
Methylethyl-acetacetate,  267 
Methyl-ethyl  acetal,  70 
Methyl-ethyl  acetio  acid,  409 
Methyl-ethyl-acetvlene,  448,  464 
Methyl-ethyl-acroiein,  414 
Methyl  ethylene,  124 
Methyl*ethyl-malonic  acid,  270 
Methylethyloxalate,  117 
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Methyl-ethyl-oxybutyric  acid,  272 
Methyl-ethyl-pinacooe,  277 
Methyl  fomarate,  211 
Methyl  guanidoacetic  acid,  98 
a-Methyl*glataric  acid,  269 
Methyl-glycoooll,  94 
Methyl  glycollate,  85 
Methyl  glycollyl  guanidine,  99 
Metvl-hydrantoin,  96 
Methyl-iflocrotyl  alcohol,  468 
Methyl-isocrotyl  carbinol,  411 
Methyl-iBOcrotyl  chloride,  468 
Methyl-isocrotyl  compounds,  468 
Methyl-isocrotyl  iodide,  468 
Methyl-isocrotyl  ketone,  411 
Methyl-isocrotyl  monacetate,  468 
Methyl-ketone-propionic  acid,  21 
Methyl  lactate,  188 
Methyl  leevnlinate,  250 
Methyl  maleate,  213 
Methyl  malonic  acid,  197 
Methyl  oxalate,  116 
a- Methyloxy butyric  acid,  246 
jB-Methyloxybutyric  acid,  247 
Methyl-parabanic  acid,  817 
Methyl-pTopyl-ethylene,  6,  257 
Methyl-propyl-ethylene  glycol,  2£8 
Methyl-propyl-ethylene-Iactic  acid,  272 
Methyl-propyl-isoallylene,  469 
Methyl  pyruvate,  156 
Methyl  racemate,  235 
Methyl  succinate,  188 
Methyl-succinic  acid,  21,  253 
jB-Methyl-succinic  acid,  269 
Methyl  succinyl  ur^  820 
Methyl  tartronic  acid,  208 
Methyl  theobromine,  332 
Methyl  thialdine  hydriodide,  76 
Methyl- thioparabanic  acid,  818 
Methyl  uric  acid,  297 
Methylene  acetate,  25 
Methylene  acetochloride,  25 
Methylene  aceto-methyl-ozide,  25 
Methylene  chloracetin,  25 
Methylene  compounds,  24 
Methylene  dimethyl  ether,  24 
Methylene  di-iodide,  131 
Methylene  guanamine,  841 
Methylene  thiocyanate,  25 
Milk-sugar,  630  ;  ethereal  and  metallic 

compounds  of,  533 
Millet-starch  granules,  559 
Mixed  allylamines,  388 
Molasses,  503 

Molasses,  extraction  of  sugar  from,  509 
Monhydric  potassium  diliturate,  810 
Moniodcaproic  acid,  476 
Moniodethyl  oxide,  47 
Moniodethylene,  47 
Moniodlactic  acid,  148 
Monacetate,  468 
Monacetin,  365 
Monaceto-saccharose,  530 
Monacid  potassium  citrate,  4SS 


Monad  alcohol  radicals,  oompoimds  of 

the,  379 
Monobasio  acids  (lactic  series),  14 
Monobasio   adds,   C^H^O,,   synthesis 

of,  15 
Monobasic  saccharate  of  lime,  526 
Monobromacetylene,  459 
Monobrombarbituric  acid,  811 
Monobromethylene,  46 
Monobromhydrin  of  mannitan,  486 
Monobromisosuccinic  acid,  198 
Monobromlactic  acid,  148 
Monobromacetal,  69 
Monobrompyromucio  acid,  608 
Monobromsuoeinic  acid,  196 
Monobrothiophene,  632 
Monocalcium  sucrate,  526 
Monochloracetal,  68 
Monochloracetone,  128 
Monochloracetylene,  458 
Monochlordiacetin,  366 
Monochlor-ethyl-alcoholy  39 
Monochlorethylene,  41 
Monochlorethvlene  dichloride,  41,  71 
Monochlorhydrin  of  mannitan,  486 
Monochlorhexine,  466 
Monochlorlactic  acid,  146 
Monochlorsubeiic  acid,  447 
Monochlordinitrin,  862 
Monoformin,  865 
Monolein,  421 
Monostearin,  367 
Monosulphydrin,  373 
Monopalmitin,  367 
Mono-ureides,  299 
Mucamide,  599 
Mucatef,  598 
Mucic  acid,  597 
MucUape,  573 
Muconic  acid,  600 
Murexan,  307 
Murexide,  800,  313,  314 
Murexoin,  338 
Muscarine,  95 
Mustard  oil,  390 
Mustard-oil  acetic  acid,  91,  97 
Mutton  suet,  869 
Myoomelic  acid,  293,  299 
Mycose,  535 

Myristolic  acid,  890,  391 
Myronic  add,  477 

H. 

Nanceio  acid,  188 
Neurine,  63,  65 
Nitrates  of  amvlum,  561 
Nitrates  of  cellulom,  577 
Kitrils  of  oxalic  acid,  122 
Nitroaoetic  acid,  91 
Nitro-amylene,  244 
Nitrobarbiturio  acid,  809 
Nitroerythrol,  488 
Nxtiodulcitol,  491 
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Nitrogen  bases  of  allyl,  887 
Nitrogen  bases  of  ethylene,  68 
Nitrogen  compounds  of  propenyU  874 
Nitrogen  componnds  of  snccinyl*  192 
Nitn^n  and  ethidene  oompoonds,  74 
Nitro-glycerine,  868 
Nitro-isobntylene,  166 
Nitro-isodulcitan,  492 
Nitro-lactic  acid,  17,  139 
Nitro-mannite,  487 
Nitro-octylene,  276 
B-Nitropropionic  acid,  152 
Nitropyromecazone,  623 
Nitropyromecazonic  acid,  628 
Nitropyromeconic  acid,  622 
Nitropyromucic  acid,  608 
Nitro-pyravinuroide,  326 
Nitroso-o-inido-propionitril,  145 
Nitroso-barbituiic  acid,  308 
Nitrosodipyromeconic  acid,  622 
NitroBO-purfurin,  604 
Nitrosomalonic  acid,  169 
Nitrosopyromeconic  acid,  622 
Nitro-theine,  818,  386 
Nitro-trimethyl-ethylene,  244 
Nitroxyacetodextrose,  646 
Nitroxycitric  acid,  487 
Nitroxy lactic  acid,  139 
Nitroxylactose,  638 
Nobers  explosire  oil,  860 
Normal  ammoniam  oxalate,  113 
Normal  bariimi  citrate,  424 
Normal  barium  tartrate,  226 
Normal  cadmium  saccharate,  696 
Normal  calcium  citrate,  434 
Normal  calcium  malate,  200 
Normal  calcium  pyrotartrate,  264 
Normal  calcium  saccharate,  696 
Normal  ethyl  citrate,  437 
Normal  ethyl  fumarate,  211 
Normal  ethyl  malate,  202 
Normal  ethyl  meoonate,  617 
Normal  ethyl  succinate,  188 
Normal  ethyl  tartrate,  230 
Normal  heptylene,  271 
Normal  her^lene,  267 
Normal  lead  malate,  201 
Normal  lead  pyrotartrate,  254 
Normal  lithium  tartrate,  226 
Normal  magnesium  citrate,  434 
Normal  methyl  citrate,  436 
Normal  octylene,  276 
Normal  potassium  citrate,  433 
Normal  potassium  desoxalate,  428 
Normal  potassium  meconate,  617 
Normal  potassium  oxalate,  112 
Normal  potassium  pyrotartrate,  264 
Normal  potassium  racemate,  286 
Normal  potassium  tartrate,  224 
Normal  potassium  urate,  294 
Normal  silver  diliturate,  810 
Normal  silver  maleate,  213 
Normal  silver  meconate,  617 
Normal  sodium  oxalate,  112 


Normal  sodium  tartrate,  224 
Normal  sodium  urate,  296 
Nonyl*aoetylene,  470 
Nonylene,  286 

O. 

OcTACBTO-diglucose,  644 

Octacetolactose,  633 

Octylene  chlorhvdrate,  275 

Octylene  chloride,  276 

Octylene  compounds,  276 

Octylene  diacetate,  276 

Octylene  glycol,  275 

Oc^lene  oxide,  276 

Odmyl,  479 

Oenanthylidene,  469 

Oenothionic  acid,  64 

Oil  of  mustard,  390 

Oils  and  faU,  868 

Oils,  drying,  478 

Olefiant  gas,  27 

Olefines,  general  properties  of  the,  8  ; 
constitution  of  the,  4  ;  formation  of 
the,  7  ;  substitution  •  products  of 
the,  8 ;  containing  more  than  eight 
atoms  of  carbon,  283 

Oleic  acids,  418,  419 

Olein-siUphuric  acid,  422 

Oleophosphoric  acid,  370 

Oleum  vitrioli  dulce.  286 

Optical  isomerides  of  malic  acid,  201 

Oxalaldehyde,  102 

Oxalan,  299,  820 

Oxalantin,  819 

Oxalates,  the,  111 ;  synthesis,  106 

Oxalates  of  antimony,  116 

Oxalethyline,  119 

Oxalic  acid,  10,  19 

Oxalic  acid  aldehydes,  101 

Oxalic  acid,  carbamide  compounds  of, 
122 

Oxalic  acid,  ethereal  salts  of,  116 

Oxalic  acid,  nitrils  of,  122 

Oxalic  acid,  105 ;  manufacture,  107  ; 
properties,  109 

Oxalic  acid  series,  synthesis  of,  19 

Oxalic  series  of  acids,  19 

OxaHte,  116 

Oxalyl,  amido-compounds  of,  118 

Oxalyl  compounds,  101 

Oxalyl-diureide,  317 

Oxalylthioeinamine,  894 

Oxalylurea,  299,  316 

Oxaluramide,  299,  820 

Oxalonitril,  122,  123 

Oxaluric  acid,  299,  319 

Oxamethane,  120 

Oxamic  acid,  120 

Oxamide,  118 

Oxides,  11 

Oxides  and  ethers  of  propenyl,  861 

Oxonic  acid,  298 

Oxyacetamide,  18 
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Oxyaoetic  acid,  10,  82 

Oxyacidfl,  the,  244,  260,  278 

Oxyacids  containiag  more  than  eight 
atoms  of  carbon,  286 

Oxybntyric  acids,  167 

o-Oxybutyric  acid,  167,  241 

7-Oxybutyric  acid,  169 

3-Oxybutyraldehyde,  168,  405 

Oxycaffeine,  339 

Oxycaproic  acid,  260,  264,  278 

Oxy-choline,  65 

Oxycitraconic  acid,  444 

Oxycitric  acid,  488 

Oxycomenic  acid,  620 

Oxycroconic  acid,  629 

Oxydibntidene  hydroxyamine,  169 

OxyethyUcetic  acid,  85 

Oxyethylamine,  62 

Oxyethylammonium  chloride,  68 

Oxvethyl-triethyl-phospbonium  hy- 
droxide, 66 

Oxyethyl-triethyl-ammoninm  chloride, 
66 

Qxrethyl-trimethyl-ammonium,  hy- 
droxide, 63,  64 

Oxyethidene-succinic  acid,  208 

Oxyethidene-snccinamic  acid,  208 

•-Oxyglutaric  acid,  252 

/8-OxygIutario  acid,  252 

Ox3-heptylic  acid  salts,  416 

Oxyisoontyric  acid,  11,  15,  243 

a-Oxyisobutyric  acid,  170 

Oxyisocaproic  acid,  264 

Oxyitaconic  acid,  442,  446 

Oxymalonic  acid,  160 

Oxymar^aric  acid,  287 

Oxymynstic  acid,  286 

Oxyoenanthylic  acid,  272 

Oxyoctenol,  277 

Oxyoctoic  acid,  278 

Oxypentaldine,  75 

y-Oxypentoic  acid,  248 

Oxyphenylamidopropionio  acid,  261 

Oxypropane-snlphomo  acid,  389 

a-Oxypropionic  acid,  10,  14,  133,  150 

^Oxypropionic  acid,  150* 

a-Oxypropionitril,  144 

Oxypyromecazonic  acid,  623 

0x3rpyT0tartaric  acid,  252,  255 

/S-Oxysiobutyric  acid,  171 

Oxysocaproic  acid,  26^ 

Oxysuberancarboxylic  acid,  281 

Oxysuccinic  acids,  198 

Oxytetraldine,  76 

Oxytrialdine,  76 

a-Oxyraleramide,  245 

Oxyvaleric  acid,  242 

a-Oxyyaleric  acid,  244 

/8-OxyTaleric  acid,  246 

P. 

Palm  oil,  869 
Palmitolic  acid,  477 


Paper  making,  689 
Parabanic  acid,  291,  299,  815 
Parabanic  acids,  reactioiis  for  the,  S18 
Parabanic  group,  815 
Parabin,  517 
Paraconic  acid,  441 
Paracyanogen,  124 
Para-ethylene  oxide,  37 
Paraffluconic  acid,  543 
Parohydrocyanaldine,  145 
Paralactic  acid,  148 
Paralactyl  compounds,  148 
Paraldol,  169 
Paramaleic  acid,  209 
Paramucic  acid,  599 
Paramylene,  288 
Paramylum,  562 
Parasaccharose,  530 
Parasorbic  acid,  476 
Parchment  paper,  576 
Pectin,  594 

Pectoos'snbstances,  694 
Pentabromethane,  459 
Pentaceto-dextrose,  545 
Pentachloracetal,  79 
Pentanitroxylactose,  633 
Pentenyl  alcohol,  878 
Pentethylene  alcohol,  87 
Pentine  componnds,  464 
Pentinic  acid,  630 
Pentylacetylene,  448,  469 
Pentylene  compounds,  240 
Pentylene  dibromide,  241 
Pentyl-ethylene,  271 
Phosphates  of  proi)enyl,  868 
Phosphor-Betaine,  101 
Phosphor-ethyl- Betaine,  101 
Phosphorus  bases  of  ethylene,  65 
Phosphorus  compounds    of   glyoolyl» 

101 
Phosphortrimethyl  glycocoll,  101 
Phycitc,  481 
Physetoleic  acid,  419 
Pimelic  acid,  267,  273 
a-Pimelic  acid,  23,  278,  613,  615 
Pinacones,  10 
Pinacolines,  12 
Pinacone,  259 ;  hydrate,  264 
Pinite,  492 
Platino-chloride,  129 
Polyethylene  alcohols,  37, 
Polyglycerols,  851   ^ 
Polyoxyethylamines,  63 
Poppy  oil,  480 

Potassio-antimonious  tartrate,  236 
Potassium  acrylate,  401 
Potassium  amido-acetate,  18 
Potassium  carboxideoompounda,  626 
Potassium  carboxidsderivatiTea,  629 
Potassium  carboxylates,  627 
Potassium  chelidonate,  624 
Potassium  croconate,  628 
Potassium  /9-cyanerotonate,  446 
Potassium  ethidene  sulphite,  78 
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Potassium  ethyl  lactate,  188 
Potassium  glyoxylate,  104 
Potassium  hydxoconate,  628 
Potassium  isethionate,  54 
Potassium  malonate,  157 
Potassium  myronate,  391 
Potassium  paracyanformate,  122 
Potassium  propiolate,  475 
Potassium  quadroxalate,  112 
Potassium  rhodizonate,  627 
Potassium  sodium  tartrate,  224 
Potassium  tartr3'l  arsenate,  228 
Potassium  tartryl  borate,  229 
Potassium  violurate,  809 
Potato-starch,  556  ;  granules,  557 
Primary  propyl  iodide,  181 
Mmary  propylene  glycol,  180 
Propargyl,  471 
Propargylic  acid,  474 
Propenyl  alcohol,  848 
Propenyl  arsenite,  868 
a-Propenyl  chlorhydrin,  853 
jB-Propenyl  chlorhydrin,  853 
a-Propenyl  dibronmydrin,  857 
jS-Propenyl  dibromhydrin,  857 
a-Propenyl  dichlorhydrin,  853 
jB-Propenyl  dichlorhydrin,  854 
a-Propenyl  di-iodhydrin,  857 
/9-Propenyl  di-iodhydiin,  857 
Propenyl  disulphonio  acid,  878 
Propenyl,  ethereal  salts  of,  858 
Propenyl,  ethereal  salts  of  the  fatty 

acids,  864 
Pjropenyl  hydrosulphides,  878 
Propenyl  hydrozydiamine,  874 
Propenyl  monobromhydrin,  857 
Propenyl  mono-iodhydrin,  858 
Propenyl  mononitrate,  858 
Propenyl  monoeulphonic  acid,  378 
Propenyl,  nitrogen  compounds  of,  874 
Propenyl  oxide,  851 
Propenyl,  oxides  and  ethers  of,  851 
Propenyl  phosphates,  368 
Propenyl,  sulphates  of,  358 
Propenyl  triamine,  875 
Propenyl  ti'ibromide,  867 
Propenyl  tricarboxylic  acid,  428 
Propenyl  trichloride,  355 
Propenyl trimethyl  ammonium  chloride, 

Propenyl  trinitrate,  858 
Propenyl  trisuli)honio  acid,  874 
Propidene  bromide,  183 
Propidene  chloride,  182,  183 
Propidene  compounds,  132 
Propidene  oxide,  11 
Propiolic  acid,  474 
Propine  compounds,  459 
Propinyl,  471 
Propinyl  acetate,  473 
Propinyl  alcohol,  471 
Propinyl  bromide,  472 
Propinyl  chloride,  472 
Propinyl  compounds,  471 


Propionyl  formic  acid,  171 
Propinyl  iodide,  472 
Propion  aldehyde,  11 
Propyl-acetylene,  464 
Propyl-acryiic  acid,  414 
Propyl  diallyl  carbinol,  474 
Propylene,  6,  124 
Propylene  alcohol,  10,  126 
Propylene  bromhydrin,  128 
Propylene  dibromide,  128 
Propylene  di-iodide,  129 
Propylene  chlorhydrin,  127 
Propylene  chloride,  13,  138 
Propylene  oomi>ounds,  124 
Propylene  diamine,  129 
Propylene  dichloride,  128 
Propylene  glycol,  9, 126 
Propylene  lodhydrin,  128 
Propylene  nitrate,  129 
Propylene  oxide,  11,  127 
Propyl-ethenyl-tricarboxylic  acid,  420 
Propyl-ethylene,  6,  241 
Propyl  glycoUate,  85 
Propyl-ffuanamine,  842 
Ptopyl  levulinate,  250 
Ptopyl-malonic  acid,  270 
Propyl  oxalate,  117 
Protagon,  372 
Pseudo-acetyl-pyrrol,  611 
Pseudo-butyl-etiiylene,  259 
Pseudohexylene  chlorhydrate,  468 
Pseudohexylene  chloride,  467 
Pseudohexylene  compounds,  467 
Pseudohexylene  diaoetate,  468 
Pseudohexylene  f^lycol,  468 
Pseudohexylene  iodide,  468 
Pseudohexylene  oxide,  468 
Pseudorcin,  481 
Pseudo-uric  acid,  808 
Pseudoxanthine,  827 
Purpuric  acid,  807,  813 
Pyridin,  619 
Pyroaconitic  acid,  489 
Pyrocitric  acids,  439 
Pyrocitric  acids,  constitution  of  the, 

445 
Pyrodextrine,  566 
Pyromecazone,  628 
Pyromecazonic  acid,  628 
Pyromeconates,  621 
Pyromeconic  acid,  620 
Pyromucamide  biamidie,  610 
I^Tomucates,  the,  606 
Fyromucic  acid,  605 ;  addition  products 

of,    606 ;    substitution-products   of, 

608  ;  isomerides  and  homologues  of, 

612 
/8-Pyromucic  acid,  612 
Pyroracemates,  155 
Pyroracemic  acid,  158,  376 
Pyrotartaric  acid,  258 
Pyrotartaric  anhydride,  255 
Pyrotartronitril,  258 
Pyroterebio  acid,  412 
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Pyro-nric  acid,  293 
I^ravates,  165 
Pyrayic  acid,  158,  154 
Pyruvil,  825 
i^ruvinureide,  825 
Pyruvyl  acetate,  478 
Pyruvyl  alcohol,  472 
Pyruvyl  componnda,  163 
Pyrrol,  609,  633 
Pyrrolin,  610 
Pyirol-red,  610 


QUBBOITB,  493 
Quince  mucilage,  573 


R. 

Ragemio  acid,  283,  238,  239  ;  ethereal 

salts  of,  235 
Raphides,113 
Khodacetic  acid,  90 
Rhodizonio  acid,  626,  628 
Rice  paper,  592 

Rice-starch,  556  ;  granules,  558 
Ricinelaidic  acid,  425 
Ricinolamide,  424 
Ricinoleio  acid,  424 
Roccellic  acid,  289 
Rubidium  tartrate,  225 
Rutylene,  470 
Rye-starch  grannies,  558 


S. 


Sacchabamide,  597 

Saccharates,  596 

Saccharic  acid,  485,  547,  595 

Saccharimetry,  515 

Saccharin,  547 

Saocharon,  548 

Saccharose,  ethereal  compounds  of,  529 

Saccharoses,  496 

Succinyl,  nitrogen  compounds  of,  192 

Sa^o,  656  ;  starch  granules,  558 

Salme  compounds  of  glycocoll,  93 

Salts  of  creatinine,  100 

Sarcine,  325,  827 

Sarcolactic  acid,  148 

Sarcosine,  94 

Scvllite,  652 

Sebacicacid,  23,  288 

Selenaldine,  76 

Serin,  877 

Shea  butter,  869 

Silver  acetrlide,  456 

Silver  acrykte,  401 

SilveraUylide,  461 

Silver  citrate,  485 

Silver  croconate,  629 


Silver  dipropinyl,  467 

Silver  ethyl  lactate,  189 

SUver  ethyl  meoonate,  617 

Silver  fumarate,  211 

Silver  glycoUate,  84 

Silver  ^lyozylate,  105 

Silver  laoeuccinate,  197 

Silver  Isovulinate,  250 

SUver  lencate,  261 

Silver  malate,  201 

Silver  mesoxalate,  161 

Silver  oxalate,  114 

Silver  pentoate,  248 

Silver  pyrotartrate,  254 

Silver  pyruvate,  165 

Silver  rhodizonate,  628 

Silver  suodnimide,  193 

Silver  Buocinate,  187 

Silver  tartrate,  226 

Sinalbin,  892 

Sinamxne,  395 

Sinapoline,  393 

Sinistrine,  566 

Sinnigrin,  393 

Sodacetone  carbonate  of  ethyl,  178 

Sodium  acetoacetic  ether,  173 

Sodium  acrylate,  401 

Sodium-allylene,  460 

Sodium  elaidate,  423 

Sodium  ethidene  sulphite,  78 

Sodium  ethylate,  174 

Sodium  ethyl  lactate,  138 

Sodium  ethvl  malonate,  158 

Sodium  hydracrylate,  151 

Sodium  lactate,  137 

Sodium-malonic  ether,  21 

Sodium  mono-ethylenate,  85 

Sodium  oleate,  421 

Sodium  propenylate,  349 

Sodium  pyruvate,  155 

Sodium  sncrate,  525 

Sodium  sulphallidene-sulphite,  899 

Sodium  xanthate,  181 

Sorbic  acid,  476 

Sorbin,  550 

Sorbite,  492 

Sorghum  sugar,  510 

Spiritus  tartan,  153 

Stannous  lactate,  138 

Starch,  554,  556  ;  granules,  557 

Starch-paste,  559 

Starch-sugar,  638  ;  uses  of,  543 

Stearins,  tne,  367 

Stearoleic  acid,  476 

StearozyUc  acid,  477 

Strontium  glycerate,  876 

Strontium  sucrate,  627 

Strontium  tartrate,  225 

Suberaldehyde,  280 

Suberancarboxylic  acid,  281 

Suberic  acid,  23,  267,  278 

Suberomaleic  add,  280 

Suberone,  280 

Snberotartaric  add,  280 
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SabBtitation-products  of  aoiylio  acid, 

401 
Substitation-prodacts  of  allyl  alcohol 
and  of  its  ethers  and  ethereal  salts, 
885 
Sncoinainic  acid,  23,  193 
Sucdnamide,  23,  192 
Succinates,  186 
Sncdncyamio  acid,  194 
Succincyanamide,  194 
Succinic   acid,    19,    23,    182,    267; 
ethereal  salts  of,  188  ;  substitation- 
prodacts,  196 
Succinic  anhydride,  32, 191 
Sttccinimide,  23,  192,  193 
Succino-nitiil,  19, 195 
Suocino-snlphuric  acid,  192 
Succino-sulphorous  acid,  192 
Succinuiic  acid,  821 
Suocinyl  chloride,  191 
Succinyl  compounds,  1 82 
Succinyl  dicarbamide,  321 
Succinyl  oxide,  191 
Succinyl,  sulphur  compounds  of,  191 
Sucrates  of  calcium,  525 
Sucrates  of  iron,  528 
Sucrates  of  lead,  527 
Sucre  de  gelatine,  92 
Suet,  369 

Sugar  analysis,  510 

Sugar,  esumation  of  soluble  ash  in, 
518 

Sugar  extracted  from  molasses,  509 

Sugar  extracted  from  plants,  510 

Sugar  manufacture,  498 

Sugar,  metallic  compounds  of,  524 

Sugar  refining,  606 

Sugar  and  salt  compounds,  529 

SuTphacrolein  potassium  sulphite,  399 

Sulphaminbarbituric  acids,  308 

Sulphates  of  dulcitol,  491 

Sulphates  of  ethylene,  48 

Sulphates  of  propenyl,  358 

Sulphates  of  uric  acid,  297 

Sulphetherin,  52 

Sulpho-acetic  add,  90 

Sulpho-acids  of  ethylene,  53 

Sulphohydrantoin,  97 

Sulphone-acetic  acid,  90 

Sulphonacetic  add,  54 

Sulphono-succinic  acid,  192 

o-Sulphopropionaldehyde,  399 

a-Sulphopropionic  acid,  899 

Sulpnopyromucio  add,  608 

Sulphur  balsam,  479 

Sulphur  compounds  of  allyl,  386 

Sulphur  compounds  of  ethylene,  51 

Sulphur  compounds  of  glycolyl,  88 

Sulphur  compounds  of  lactyl,  141 

Sulphur  compounds  of  propenyl,  373 

Sulphur  compounds  of  succinyl,  191 

Superocarboxylic  add,  447 

Syfyan,  609 

Symmetrical  dimethylethylene,  163 


SynthesiB  of  monobasic  adds,  C.H^Oa, 

16 
Synthesis  of  the  acids  of  the  oxalic 

series,  19 
Synthetical  production  of  tartaric  add, 

219 


Tapioca,  556 
Tartar  emetic,  226 
Tartaric  anhydride,  238 
Tartaric  add,  anhydrides  of,  232 
Tartaric  acid,   217 ;   synthetical    pro« 

duction  of,  219 
Tartaric    add,    common,    or    dextro- 

rotary,  221 
Tartaric  add,  ethereal  salts  of,  230 
Tartaric  add  and  its  salts,  the  reactions 

of,  229 
Tartairus  baraxaltu,  229 
Tartarus  aolubilis,  224 
Tartanu,  290 
Tartralic  acid,  233 
Tartramic  acid,  231 
Tartramide,  231 
Tartrates,  the,  223 
Tartrelic  add,  233 

Tatronyl  urea,  298,  808 

Taurine,  56 

Tauro-carbonic  acid,  56 

Tetrabromethylene,  46 

Tetrabromglycide,  857 

Tetrabromstearic  add,  477 

Tetrabromthiophene,  632 

Tetracetolactose,  583 

Tetrachlordiallvlamine,  888 

Tetrachlorethylene,  42 

a-Tetrachlorgfydde,  356 

^-Tetrachlor^lvcide,  357 

Teracrylic  acid,  415 

Tetrad   alcohol   radical   compounds, 
481 

Tetraethyl  dtrate,  487 

Tetraethylammonium  dibromide,  58 

Tetrallylammonium  iodide,  888 

Tetramethyl-alloxantin,  887 

Tetramethyl-allylene,  449 

Tetramethyl-ethylene,  6,  259 

Tetramethyl-ethylene  bromide,  260 

Tetra-methyl-ethylene  chloride,  260 

Tetramethyl-ethylene  glycol,  259 

Tetramethyl-isoallylene,  469 

Tetramethyl-murexide,  388 

Tetramylene,  240 

TetranitroxYsaccharoae,  529 

Tetraphenol,  608 

Tetrethylene  alcohol,  37 

Tetrinic  add,  630 

Tetrinic  add  group,  630 

Tetrol,  638,  633 

TotroUc  acid,  475 

Tetrylene,  162 
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Tetrylene-dicarboxylie  acid,  616 

Tighc  acid,  408,  409,  410 

Tiglicaldehyde,  410 

Theobromine,  831,  839 

Theine,  382 

Thetine  compounds,  88 

Thialdine,  75,  76 

Thierschite,  113 

Thiocarbimidacetic  acid,  91 

Thiocyanacetic  acid,  90 

Thiodiglycollic  acid,  88 

Thiodilactic  acid,  142 

Thienyl-phenyl  ketone,  683 

Thio-glycoUic  acid,  88 

Thiolactic  acid,  141 

Thionuric  acid,  808 

Thiophene,  631,  633 

Thiophenitril,  632 

Tbiorufic  acid,  180 

Thioainamine,  394 

ThioBUccinic  acid,  191 

Thioxamide,  124 

Thioxalenide,  124 

Trehalose,  636 

Triacetin,  365,  378 

Triacetodextrose,  544 

Triad  alcohol  radicals,  eompoimds  of, 

348 
Triallylamine,  387 
Triallyl  cyanuramide,  325 
Triamylcne,  240,  285 
Tribasio  acids  and  compounds  related 

thereto,  425 
Tribromhydrin,  357 
Tribromlactic  acid,  148 
Tribromoxalin,  103 
Tribromsuccinic  acid,  214 
Tributyrin,  866 
Tricalcium  sucrate,  526 
Tricarballylic  acid,  428,  432 
Trichloracetal,  79 
Trichlorbutidene  compounds,  166 
Tiichlorbutidene  glycol,  167 
Trichlorbutidene  oxide,  166 
Trichlorbutyraldehyde,  166 
Trichlorbutyric  acid,  167 
Trichlorethane,  71 
Trichlorethidene  alcohol,  78 
Trichlorethidene  chloracetin,  80 
TrichloTethidene  compounds,  78 
Trichlorethidene  diacetamide,  81 
Trichlorethidene  diacetate,  80 
Trichlorethidene  diethyl  ether,  79 
Trichlorethidene  ethyl  acetin,  80 
Trichlorethidene  ethyl  ether,  78 
Trichlorethidene  ethylhydramine,  81 
Trichlorethidene  hydracetamide,  81 
Trichlorethidene  hydramine,  80 
Trichlorethidene  sulphite  compounds, 

80 
Trichlorethidene  thiohydrin,  80 
Trichlorethidene  urea,  81 
Trichlorethvlene,  42 
Trichlorhydrin,  355 


Trichlorlaetie  acid,  146 

a-Trichloroxypentoie  add,  250 

Tridecatylene,  285 

^nriethyldicarbopyrrolamide,  611,  615 

Triethylene  alcohol,  87 

Triethylene  diamine,  61 

Triethylene-tetramine,  59,  61 

Triethyl  malate,  203 

Triethylene-triamine,  58,  59,  61 

Triethyl  meconate,  617 

Triethyl  oxamide,  121 

Triethyl  phosphoainamine,  395 

Triethyl  propenyl  ether,  352 

Trigenic  acid,  77 

Triglycerol,  351 

Tri^lycolamidic  acid,  18 

Trihydrocarboxylic  acid,  627 

Tri-isobutylene,  284 

Trilanrin,  867 

Trimethylene  bromide,  130 

Trimethyl-bromethyl-ammoninm  bro- 
mide, 59 

Trimethylcarbyl-methyl -ethylene,  272 

Trimethylene  alcohol,  130 

Trimethylene  chlorhvdrin,  130, 

Trimethylene  chloride,  133,  230 

Trimethylene  compounds,  129 

Trimethylene  diacetate,  180 

Trimethylene  oxide,  11,  180 

Trimethyl  ethylene,  242 

Trimethyl-glycoooU,  95 

Trimethyl-Yinyl-ammoniam  bromide, 
69 

Trinitrin,  858 

Trinitropropane,  875 

Triniroxylactose,  638 

Trimyristin,  867 

Triolein,  421 

Trioxyethylamine,  62 

Trioxyethvlammonium  chloride,  63 

Tripalmitin,  867 

Tripropenyl  strontium  manganite,  860 

Tristearin,  867 

Triauccinamide,  194 

Trisulphhydrin,  878 

Triticin,  668 

Trivalerin,  866 

Tunicin,  593 

Tyrosine,  261 


Ukdbcouc  acid,  477 
Undecylenic  acid.  418 
Unsymmetrical  dimethylethylene,  168, 

164 
Uramil,  298,  807 
Urates,  the,  294 
Urio    acid,    290 ;    preparation,    291  ; 

synthesis,     292 ;     properties,    298; 

testa,  294  ;  estimation  of,  294 
Uric  acid  group,  290 
Uroxanic  acid,  297 
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a-VALEROLACTIDE,  245 

Yalerolactone,  248 

Valerins,  866 

Valerolactic  acid,  138 

Vegetable  mucilage,  573 

Vinyl  bromide,  46 

Vinyl  chloride,  41 

Vinyl-ethyl,  163 

Vinyl-ethyl  ether,  69 

Vinyl  iodide,  47 

Vinyl-tzimetiiyl-ammoniiun  hydroxide, 

65 
Vinyl-triethyl-araonium  hydroxide,  67 
Vinyl  -  triethyl  •  phosphonium     com- 

poonds,  66 
Violantin,  310 
Violoric  acid,  308 


Walnut  oil,  480 

Wheaten-starch  granules,  557;  paste, 

561 
TVood  gum,  572 


Wood-pulp  in  paper  making,  591 
Wood,  technical  uses  of,  592 ;   preser- 

Tation  of,  593 
Woody  fibre  of  lignin,  588 


Xanthine,  825,  339 
Xanthine  hydrochlorate,  827 
Xanthine  sulphate,  827 
Xeronic  acid,  446 


Z. 

ZiNO  acrylate,  401 

.Zino  diethyl-oxyaoetate,  266 

Zinc  glutarate,  251 

Zino  hydracrylate,  151 

Zinc  IsBVulinate,  250 

Zino  lactate,  187 

Zinc  leucate,  261 

Zinc  oxycaproate,  264 

Zinc  pondactate,  149 


THE  END. 


Digitized  by 


Google 


Digitized  by 


Google 


A  TREATISE  ON  CHEMISTRY. 

Bt  H.  S.  ROSCOE,  F.B.S.,  amd  C.  SCHORLEMMER,  F.R.a, 

ProfiBSBon  of  Clittinistty  In  the  VlctorU  Uolyenlty,  Oweni  College,  Mancbester. 

ILLUSTRATED. 


nrOBaANIO  OHEMISTBT.    8yo. 

Vol.  L^Non-Ketallic  Slementa.    Price,  $6.00. 
YoLIL— Part  I.— Ketals.    Price,  $8.00. 
YoL  U.— Part  n.— MetaU    Price,  $8.00. 

OBGANIO  CHEMI8TBY.    Svo. 

YoL  IIL^Part  L— The   Chemirtry  of  the   Hydrocarbons  and 

their  Derivativee.    Price,  $5.00. 
YoL  m.— Part  II.— The   Chemistry  of  the   Hydrocarbons   and 

their  Derivatives.    Price,  $5.00. 

**  Of  the  695  pages  constitating  the  first  moiety  of  the  third  Tolume  of  Rosooe 
and  Schorlemmer's  new  chemical  text-book  no  less  than  190  are  occupied  with 
the  diflcussion  of  the  methods  and  the  philosophy  of  the  subject. 

**The  systematic  description  of  indiyidual  organic  compounds — ^their  occur- 
rence, their  production,  their  properties,  and  their  reactions — begins  with  the 
methyl  group,  and  then  proceeds  through  nineteen  sections,  or  270  numbered 
paragraphs.  In  these  we  are  presented  with  well-digested  accounts  of  bodies  con- 
taining from  one  to  twenty-four  atoms  of  carbon ;  the  aromatic  series,  and  those 
compounds  which  have,  up  to  the  present  time,  eluded  classification,  partially  or 
wholly,  being  resenred,  we  presume,  for  the  second  and  concluding  portion  of  the 
final  installment  of  the  work  before  us.  It  is  difficult  to  praise  too  highly  the 
selection  of  materials  and  their  arrangement,  or  the  wealth  of  illustrations  which 
explain  and  adorn  the  text  In  its  woodcuts,  in  its  technological  details,  in  its 
historical  notices,  in  its  references  to  original  memoirs,  and,  it  may  be  added,  in 
its  dear  type,  smooth  paper,  and  ample  margins,  the  volume  under  reriew  pre- 
sents most  commendable  features.  Whatever  tests  of  accuracy  as  to  figures  and 
facts  we  have  been  able  to  apply  have  been  satisfactorily  met,  while  in  clearness 
of  statement  this  volume  leaves  nothing  to  be  desired.*' — Lomdon  Academy, 

**  The  authors  are  evidently  bent  on  making  thdr  book  the  finest  systematic 
treatise  on  modem  chemistry  in  the  English-  l^suage,  an  aim  in  which  they  are 
well  seconded  by  their  publishers,  who  spare  neitner  pains  nor  cost  in  illustrating 
and  otherwise  setting  forth  the  work  of  these  distinguished  chemists.*- — London 
Athenctwn, 

**  It  has  been  the  aim  of  the  authors,  in  writing  their  present  treatise,  to  place 
before  the  reader  a  fairly  complete  and  yet  a  clear  and  sucdnet  statement  of  the 
facts  of  Modem  Chemistry,  while  at  the  same  time  entering  so  far  into  a  discus- 
sion of  chemical  theory  as  the  size  of  the  work  and  the  present  transition  state  of 
the  science  will  permit. 

**  Special  attention  has  been  paid  to  the  accurate  description  of  the  more  im- 
portant processes  in  technical  chemistry,  and  to  the  careful  representation  of  the 
most  approved  forms  of  apparatus  employed. 

*<  Much  attention  has  likewise  been  given  to  the  representation  of  apparatus 
adopted  for  lecture-room  experiment,  and  the  numerous  new  illustrations  required 
for  this  purpose  have  all  been  taken  from  photographs  of  apparatus  actu^ly  in 
use.** — &Uraei  from  Prtfaee, 

The  above  wiU  be  sent  by  mail,  pod-paid,  to  any  addreae  in  the  United  StaUSy  wpofi 

receipt  of  price. 

New  York:  D.  APPLETON  &  CO.,  1,  8,  &  5  Bond  Street 


Digitized  by  VjOOQ  IC 


A  NEWA2n>  IMPOBTANT  MOVXMBNT  m  THE  UTTMBMiaT  OF  AOCtJEATX 
SCIENCE  STXTDT, 


APPLETONS*  SCIENCE  TEXT-BOOKS. 

D.  Afplkton  &  Co.  hare  the  pleasure  of  annoondng  that  in  respoiiBe  to  the 
growing  interest  in  the  study  of  the  Natural  Sciences,  and  a  demand  for  improved 
text-books  representing  the  more  accurate  phases  of  scientifie  knowledge,  and  the 
present  actiye  and  widening  field  of  investigation,  they  have  made  arrangements 
for  the  publication  of  a  series  of  text-books  to  cover  the  whole  field  of  scienoe- 
study  in  High  Schools,  Academies,  and  all  schools  of  similar  grade. 

The  auwor  in  each  separate  department  has  been  selected  with  reeard  to  his 
especial  fitness  for  the  work,  and  each  volume  has  been  prepared  wiSi  an  espe- 
cial reference  to  its  practical  availability  for  class  use  and  class  study  in  schools. 
No  abridgment  of  labor  or  expense  has  been  permitted  in  the  effort  to  make  this 
series  worthy  to  stand  at  the  head  of  all  educational  publications  of  this  kind. 
Although  the  various  books  have  been  projected  with  a  view  to  a  comprehensive 
and  harmonious  series,  each  volume  will  be  wholly  independent  of  the  others,  and 
complete  in  itsell 

The  subjects  to  be  comprised  are : 

PHYSICS,  ANATOMY, 

CHEMISTRY,  PHYSIOLOGY 

GEOLOGY,  AHD  HYGIENE, 

ZOOLOGY,  ASTRONOMY, 

BOTANY,  MINERALOGY. 


NOW  READY. 
In  12mo.    Cloth,  $1.26  each. 

THE  SLSKENTS  OF  0HEKI8TBT.     By  FM>f euor  F.  W.  Claski, 

Chemist  of  the  United  States  Geological  Survey. 

THE  E8SENTDLL8  OF  ANATOMY,  PHYSIOLOGY,  AND  HY- 
GIENE. By  Roan  a  Tract,  M.  D.,  Health  Inspector  of  the  New  York 
Board  of  Health ;  author  of  ^  Hand-Book  of  Sanitary  Information  for  House- 
holden,**  etc  

To  be /oUowed  by 
A  Oompeiid  of  Geology*     By  Josiph  Li  Comti,  Professor  of  Geology  and 

Natural  History  in  the  University  of  California;  author  of  *' Elements  of 

Geology,"  eta 
Elementary  Zoology*    By  C.  F.  Holdo,  Fellow  of  the  New  York  Academy 

of  Science,  Corresponding  Member  Linniean  Society,  etc.;  and  J.  B.  H(m«> 

DEB,  M.  D.,  Curator  of  Zoology  of  American  Museum  of  Natural  History, 

Central  Park,  New  York. 

Other  votuma  are  to  follow  om  req^dly  ae  they  can  be  prqMred, 


New  Yoric :  D.  APPLETON  &  CO.,  1,  8,  &  6  Bond  Street 


Digitized  by 


Google 


Valuable  Books  relating  to  Chemistry. 


Armstrong,  Professor  H.  E.  Introduction  to  the  Study  of  Organic  Chem- 
istry.    12mo.    Cloth,  11.50. 

Cooke,  Professor  Josiah  Parsons,  Jr.,  of  Harrard  University.  The  New 
Chemistry.    12mo.    Cloth,  $2.00. 

Hoffhiann,  Frederick.  Manual  of  Chemical  Analysis,  as  applied  to  the 
Examination  of  Medicinal  Chemicals.  A  Guide  for  the  Determination  of 
their  Identity  and  Quality,  and  for  the  Detection  of  Impurities  and  Adultera- 
tions. For  the  Use  of  Pharmaceutists,  Physicians,  Druggists,  and  Manu- 
facturing Chemists,  and  Students.    Cloth,  $8.00. 

Johnston,  Professor  James  F.  W.  The  Chemistry  of  Common  life.  A 
new  edition,  revised,  enlarged,  and  brought  down  to  the  Present  Time.  By 
Arthur  Hisrbirt  Church,  M.  A.,  Oxon.,  author  of  "  Food :  its  Sources,  Con- 
stituents, and  Uses."  Illustrated  with  Maps  and  numerous  Engravings  on 
Wood.     12mo.     Cloth,  $2.00. 

.  Miller,  W.  Allen.  Introduction  to  the  Study  of  Inorganic  Chemistry.  With 
71  Figures  on  Wood.    12mo.    Cloth,  $1.60. 

Bains,  George  W.,  K.  D.  Chemical  Exercises  in  Qualitative  Analysis,  for 
Ordinary  Schools.  By  George  W.  Rains,  M.  D.,  Professor  of  Chemistry  and 
Pharmacy  in  the  Medical  Department  of  the  University  of  Georgia,  etc. 
Cloth,  flexible,  60  cents. 

Boscoe  and  Schorlemmer.    A  Treatise  on  Chemistry.    By  H.  E.  Roscoe, 
F.  R.  S.,  and  C.  Schorleioier,  F.  R.  S.,  Professors  of  Chemistry  in  the  Victoria 
University,  Owens  College,  Manchester.    With  Illustrations. 
Inorganic  Chemistry.    Vols.  I  and  II,  8to. 
Vol.  L  The  Non-Metallic  Elements.     Containing  a  Portrait  of  Dutton,  en- 
graved by  C.  H.  Jeens.    Cloth,  $6.00. 
Vol  n.  Metals.    Two  Parts.    Cloth,  $8.00  each. 
Omnic  Chemistry.    8vo. 
Vol.  m.  The  Chemistry  of  the  Hydrocarbons  and  their  Derivatives,  or  Or- 
ganic Chemistry.    Two  Parts.    Cloth,  $6.00  each. 

Strecker  and  Wislicenus.  Short  Text-Book  of  Organic  Chemistry.  Trans- 
lated and  edited,  with  extensive  Additions,  by  W.  R.  IIodokinson,  Ph.  D. 
(Wurzburg),  and  A.  J.  Grkemawat,  F.  I.  C,  F.  C.  S.    Small  8vo. 

Thorpe  and  Knir.  Qualitative  Chemical  Analysis  and  Laboratory  Practice. 
12mo.    Cloth,  $1.60. 

Tilden,  W.  A.,  F.  C.  8.  Introduction  to  the  Study  of  Chemical  Philosophy. 
12mo.     Cloth,  $1.60. 

Vogel,  Dr.  Hermann.  The  Chemistry  of  Light  and  Photography.  With 
100  Illustrations.     ISmo.    Cloth,  $2.00. 

Wagner,  Budolf.  Hand-Book  of  Chemical  Technology.  Translated  and 
edited  from  the  eighth  German  edition,  with  extensive  Additions,  by  Will- 
iam Crookes,  F.  R.  S.    With  886  Illustrations.    8vo.    Cloth,  $6.00. 

Toumans,  Professor  B.  L.  Class-Book  of  Chemistry.  New  edition.  12mo. 
Cloth,  $1.60.  

New  York :  D.  APPLSTON  &  CO.,  1,  3,  &  6  Bond  Street 
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PRIMERS 

IN   SCIENCE,   HISTORY,  AND   LITERATURE. 


18II10*       ...       Flexible  cloth,  45  cents  each. 

SCIENCE  PRIMERS. 
Edited  by  Professors  HUXLEY,  BOSGOE,  and  BALFOUR  STEWART. 


Prof.  T.  H.  HcxLET, 


Imtrodictory. 

F.R.S. 

Chemlstrj.   Prof.  H.  E.  Roscoi,  F.  R.  S. 
Physics^      Prof.    Baltoue    Stewabt, 

F.R.S. 
Physical  Ge«grtpli7«    Prof.  A.  Giikis, 

F.R.S. 
Geology.    Prof.  A.  Gkikik,  F.  R.  S. 
PhyBlelegy.    M.  Foster,  M.  B.,  F.  R.  S. 

Hygiene.    R.  a  Tract. 


Astromemy.    J.  N.  Locktsr,  F.  R.  a 
Retuy.    Sir  J.  B.Hooker,  F.R.S. 
Legie.    Prof.  W.  a  Jbtoii8,F.R.& 
iBTeittmiil  deoaetry.   W.G.SnofCEB. 
Pltmeferte.    Franklin  Tatlor. 
Pelitictl  Ecomemy.  Prof .  W.  a  JrroifS, 

F.R.a 

Nitnrtl  Eesewees  ef  the  Ifiited  States. 
J.  H.  Patton,  a.  M. 


HISTORY  PRIMERS. 

Edited  by  J.  R.  GREEN,  M.  A.^  Examiner  in  the  School  of  Modem  History 

at  Oxford. 


Greece.    G.  A.  Frvns,  M.  A. 
Rome.    M.  Crkiqhton,  M.  A. 
Eirepe.    E.  A.  Frxkican,  B.  C.  L. 
Old  Greek  Life.    J.  P.  Mahaftt,  M.  A. 
RonaalMttqiltles.  Prof.A.aWiLKZN8. 


Geography.    Gcqeob  Grotx,  F.  R.  G.  a 
France.    Charlotte  M.  Tonge. 
Medlnral   CiTlllxatlon.     Pro!  6.  B. 


LITERATXTRE  PRIMERS. 

Edited  by  J.  R.  GREEN,  H.A. 


English  Grammar.    R.  Morris,  LL.  B. 
Engltsh  Llteratnre.    Rev.  Stopford  A. 

Brooke,  M.  A. 
Philology.    J.  Peilb,  M.  A. 
Classical  Geography.    M.  F.  Tozra. 
Shakespeare.    Prof.  E.  Bowven. 


Stndles  in  Bryant.    J.  Alden. 
Greek  Literature.    Prof.  R  C.  Jebb. 
English  Grammar  Exercises.    R.  Mob. 
Ris,  LL.  B.,  and  H.  C.  Bowxv,  M.  A. 
Homer.    Right  Hon.  W.  E.  Gladbtohx. 
English  Composition.    Pral  J.  Kichol. 


The  object  of  these  primers  is  to  convey  information  in  such  a  maimer  as  to 
make  it  both  intelligible  and  interesting  to  very  young  pupils,  and  so  to  discipliiie 
their  oiinds  as  to  incline  them  to  moro  systematic  after-studies.  The  woodfiota 
which  illustrate  them  embeUish  and  explain  the  text  at  the  same  time. 


New  York:  B.  APPLETON  &  CX).,  1,  S,  &  6  Bond  Street 
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Cooley's  CyclopsBdia  of  Practical  Receipts, 

And  Collateral  Information  in  the  Arts,  Manufactures,  Professions,  and 
Trades,  including  Medicine,  Pharmacy,  and  Domestic  Economy.  IXesigned 
as  a  Comprehensive  Supplement  to  the  Pharmaoopceia,  and  General  Book 
of  Reference  for  the  Manufacturer,  Tradesman,  Amateur,  and  Heads  of 
Families.  Sixth  edition.  Revised  and  partly  rewritten  by  Richard  Y. 
TuBON,  Professor  of  Chemistry  and  Toxicology  in  the  Royal  Veterinary 
College.  Complete  in  two  volumes,  8vo,  1,796  pages.  With  Illustrations. 
Price,  $9,00. 

**  The  great  characteristic  of  this  work  is  its  general  usefulness.  In  covering 
such  diverse  subjects,  the  very  best  and  most  recent  research  seems  to  have  been 
sought  for,  and  the  work  is  remarkable  for  intelligent  industry.  This  very  com- 
plete work  can^  then,  be  hiffhly  recommended  as  MfilUng  to  the  letter  what  it  pur- 
ports to  be— a  oydopsdia  of  practical  receipts." — JNew  Xcrk  Tttn^a. 

'*  It  is  a  well-edited  special  work,  compiled  with  excellent  judgment  for  special 

Surposes,  which  are  kept  constantly  in  mind.  If  it  is  more  comprehensive  than  its 
tie  BUggfests,  that  is  only  because  it  is  impossible  to  define  the  limits  of  its  purpose 
with  exactitude,  or  to  describe  its  contents  upon  a  title-page.  Illustrations  of  the 
text  are  f^ely  used,  and  the  mechanical  execution  of  the  work  is  excellent."— Amo 
yarJk  Ev€ning  Ibtt, 

The  Chemistry  of  Common  Life. 

fiy  the  late  Professor  James  F.  W.  Johnston.    A  new  edition,  revised  and 
enUrged,  and  brought  down  to  the  Present  Time,  by  Arthur  Herbert 
Church,  M.  A.,  Oxon.,  author  of  *'Food:  its  Sources,  Constituents,  and 
Uses."    Illustrated  with  Maps  and  numerous  Engravings  on  Wood.    In 
one  vol.,  12mo,  592  pages.    Cloth,  price,  |2.00. 
SuioiABT  OF  CoNTSMTS. — The  Air  we  Breathe ;  the  Water  we  Drink ;  the  Soil 
we  Cultivate ;  the  Plant  we  Rear ;  the  Bread  we  Eat ;  the  Beef  we  Cook ;  the  Bev- 
erages we  Infuse ;  the  Sweets  we  Extract ;  the  Liquors  we  Ferment ;  the  Narcotics 
we  Indulge  in ;  tiie  Poisons  we  Select ;  the  Odors  we  £T\]oy ;  the  Smells  we  Dis- 
like ;  the  Colors  we  Admire ;  What  we  Breathe  and  Breathe  for ;  What,  How,  and 
Why  we  Digest;  the  Body  we  Cherish ;  the  Circulation  of  Matter. 

In  the  number  and  variety  of  striking  illustrations,  in  the  simplicity  of  its  style, 
and  in  the  closeness  and  cogency  of  its  aiguments,  Professor  Johnston's  ^*  Chemis- 
try of  Common  Life  "  has  as  yet  found  no  eoual  among  the  many  books  of  a  similar 
character  which  its  success  originated,  and  it  steadily  maintains  its  preeminence  in 
the  popular  scientific  literature  of  the  day.  In  preparing  this  edition  for  the  press, 
the  editor  had  the  opportunitv  of  consulting  Professor  Johnston's  private  and  cor- 
rected copy  of  ^^  The  Chemistiy  of  Common  Life,"  who  had,  before  his  death, 
S'eaned  very  many  fresh  details,  so  that  he  was  able  not  only  to  incorporate  with 
s  revision  some  reaUy  valuable  matter,  but  to  learn  the  kind  of  addition  which  the 
author  contemplated. 

D.  APPLETON  &  CO.,  Publishers, 

1,  8,  &  5  Bond  Street,  New  Tors. 
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THE 

POPULAR  SCIENCE  MONTHLY. 

CONDUCTED  BY  R  L  AND  W.  J.  TOUMANS. 


Thb  Populab  Soibngb  Moxthlt  was  establiBhed  a  dosen  yean  ago  to  bring 
before  the  general  public  the  results  of  acientiiie  thought  on  many  Urge  and  impor- 
tant questions  which  could  find  no  expreasion  in  the  current  periodiods.  Scientiflo 
Inquiry  was  penetrating  many  new  fields,  extencUng  important  knowledge,  and  pro- 
foundly affecting  opinion  upon  numberless  questions  of  Bpeculative  and  pn»tical 
interest.  It  was  the  policy  of  this  magazine  at  the  outset,  and  has  been  constantly 
adhered  to  since,  to  obtain  the  ablest  statements  from  the  most  distinguished  sci- 
entiflc  men  of  all  countries  in  their  bearing  upon  the  higher  problems  of  investigation. 
Leaving  the  dry  and  technical  details  of  sdenoe,  which  are  of  chief  concern  to  special- 
istB,  to  the  journals  devoted  to  them,  The  Populab  Soienok  Mokthlt  has  dealt 
with  those  more  general  and  practical  subjects  which  are  of  the  greatest  interest  and 
importance  to  the  people  at  large. 

That  which  was  at  first  a  dubious  experiment  has  now  become  an  assured  and 
permanent  success.  Our  Monthlt  is  the  acknowledged  organ  of  progressive  sci- 
entiflc  ideas  in  this  country.  Beceived  with  favor  at  the  outset,  it  has  gone  on 
increasing  in  droulation  and  in  Influence,  until  its  power  is  felt  and  acknowledged 
in  the  highest  departmeuts  of  intellectual  activity,  and  its  leadership  is  recognised 
in  the  great  work  of  liberalizing  and  educating  the  popular  mind. 

Making  neither  sensationa]  appeals  nor  flaring  announcement!,  we  may  now 
refer  to  its  course  in  the  past  as  a  sufficient  guarantee  that  it  will  continue  to  discuss 
in  the  same  earnest  and  fearless,  but  always  respectful  manner,  the  various  impoi^ 
tant  questions  falling  within  its  scope  that  are  entitled  to  the  intelligent  considera- 
tion of  thinking  people.  The  twenty-three  volumes  now  published  oonstitate  the 
best  library  of  advanced  sdentiflo  knowledge  to  be  fotmd  in  any  country,  and  each 
new  volume  is  certain  to  prove  of  increasing  interest  and  value. 

Bdence  is  the  great  agency  of  improvement  in  this  age,  private  and  public, 
individual,  social,  professional,  and  industrial.  In  its  irresistible  progress  it  toaches 
everywhere,  and  affects  everybody.  It  gives  law  to  the  material  interests  of  the 
community,  and  modifles  its  ideas,  opinions,  and  beliefs,  so  that  all  have  an  Interest 
in  being  informed  of  its  advancement.  Those,  therefore,  who  desire  to  know  what 
is  going  on  in  the  world  of  thought  in  these  stirring  times,  when  new  knowledge  is 
rapidly  extending,  and  old  errors  are  giving  way,  will  flnd  that  they  can  keep  in- 
formed only  by  subscribing  for  The  Populab  Soixncb  Mohthly. 


Tjutifs :  $5.00  per  annum,  or  50  cents  a  number ;  doth  covers  for  tne  volumes* 
50  cents  each. 

The  volumes  begin  with  May  and  November  of  eadi  year,  and  subscriptions 
may  begin  at  any  time. 

A  dub  of  flve  will  be  supplied  for  $20.00  per  annum. 


New  York:  D.  APPLETON  &  CO.,  1,  8,  &  6  Bond  Street 
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